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PREFACE TO THE FIRST EDITION 


In preparing tliis volume my object has been to treat the science 
of heat in a coniprohensive manner, so as to produce a tolerably^ 
complete account of the whole subject in its ex])eiimental as 
well as its theoretical aspect. I have consequently enjoyed a 
freedom in my choice of subject-matter, and mode of exposition, 
which would not have been possible in a work designed to meet 
the requirements of some particular class of persons preparing 
for examinations or engaged in practical pursuits. 

It is but a short time since the pursuit of experimental 
research was regarded merely as a natter of Individual curiosity ; 
but owing to the high commercial value and important bearings 
of many of the recent discoveries in the fields of science, the 
public min^ has now become awakened to the conviction that 
knowledge is wealth, and that the scientilic education of the 
people is a matter of national importance. 

In the struggle for place it is not surprising that the nobler 
aspect of science, as an instrument of education and culture, 
should be lost siglit of in the popular desire for a mere acquaint- 
ance with the facts demanded by the exigencies of tlie moment. 

It cannot, however, be too soon or too often impressed upon the 
beginner that an acquaintance with a number of facts does not 
constitute a scientilic education, and that tlicre is no royal road 
to learning other than that by which it is pursued for its 
own sake. 

The great lesions of liistory are not to be found in the 
records of battles or in the details of infamous amount and 
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massacres, nor in the memory of the dates, but rather in the full 
knowledge of the inner meaning of events, and a due appre- 
ciation of their general bearing on the social development of 
mankind. So in science, that knowledge which is power is 
not the mere memory of facts, but the comprehension of their 
whole meaning in the story of nature. 

It is in the pursuit of this knowledge that scientific theories 
are formed. Without a theory all our knowledge of nature would 
be reduced to a mere inventory of the results of observati(^ii. 
Every scientific theory must be regarded as an efibrt of the 
human mind to grasp the truth, and as long as it il consistent 
with the facts, it forms a chain by which they are linked 
together and woven into harmony. 

The fact that any theory, however plau.sib1e, may ultimately 
become untenable, demands its constant comparison with the 
results of exj)eriments, and the closest scrutiny at every step of 
its development. In this respect, and also from an educational 
point of view, the historical method of treatment possesses many 
advantages in the exposition of any scientific subject. When this 
method is combined with that detail in description and explana- 
tion which is necessary to secure instruction, and also with such 
suggestion and criticism as may excite intellectual life and inde- 
pendent thought on the part of the student, it does not lend 
itself readily to the production of a pocket edition of the sciences. 
It must be remembered, however, that the most fruitful method 
of exposition is not necessarily that by which a given number of 
facts may be recorded in the smallest space, but rather that by 
which they may be most easily assimilated by the mind, and 
most comprehensively grasped in their general bearings and 
mutual relations ; and this is the method which is most calcu- 
lated to advance knowledge and raise the intellectual character 
of the individual. 

I have now to express my obligations to the many sources 
of information which \ have laid under contribution during the 
comparatively short time allotted to the preparation of this 
work. Due reference is given to these throughout the text, ami 
it is hoped this may increase the usefulness of the book to those 
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who desire fuller information on any particular point. I have 
given in detail what may be called the classical experiments of 
the subject, and in addition I have noticed such other investi- 
gations as will give the student a general idea of the character 
of the work that has been done in each depaftmcnt up to the 
present time. The diagrams with which these descriptions are 
illustrated have all been prepared by Mr. J. D. Cooper (188 
Strand, London) with exceptional attention and despatch. 

Such subjects as the steam-engine and the theory of solutions 
li#ve been omitted, as they demand, and have already obtained, 
separate treatment in special works. The kinetic theory of gases 
has only been entered into so far as to meet the immediate 
requirements of the subject in hand ; and it would be desirable 
to treat this, and some other subjects usually dealt with in 
treatises on Heat, in a separate volume. 

In conclusion, 1 beg to offer my best thanks to Mr. Charles 
J. Joly, M.A., of Trinity College, Dublin, and Professor Alex. 
Anderson of Queen’s College, Galway, for their kind assistance in 
reading the proofs. To Professor G. F. Fitzgerald T am indebted 
for much valuable criticism and suggestion while the work was 
passing through the press, and also ^r the continuance of that 
genesous assistance and advice with which he favoured me during 
the preparation of my work on the Theory of Light, 

• THOMAS PRESTOK 


Dublin, January 1894. 




PREFACE TO THE THIRD EDITION 

In preparing this edition for the press, I wished to reduce, if 
possible, the size of the volume by omitting such parts as 
seemed no longer to possess much scientific or historical interest. 
With this vmw, a good many descriptions of experimental work 
and tables have been either omitted or abridged. Owing, however, 
to the amount of new matter added, the size of the book remains 
about the same as in the second edition. Nearly all the additions 
deal with matters of theoretical interest, accounts of later ex- 
perimental work having been very sparingly added. The chief 
addition is a new chapter on the kinetic theory of gases. In 
writing this chapter great pains have been taken to present the, 
kinetic theory in as simple a form as the nature of the subject 
will admit. I believe that all the most important results of the 
theory have been given, though in the case of a few I have 
found it necessary to refer the reifoer to special treatises for 
proofs. Applications of thermodynamics to problems in physical 
chemistry have not been given, as T regard them as outside the 
scope of the book. 

I have made a great deal of use of the Dynamical Theory of 
Gases by J.. H. Jeans in writing the last chaj)ter, as w'ell as in 
some other parts of the book. 

I have to thank Professor W. MTadden Orr, F.R.S., Pro- 
fessor J. A. McClelland, F.RS., and Mr. H. TT. Poole, Sc.T)., for 
valuable suggestions and advice. 

All additions to the work of the author have, as in the 
second edition, been included in square brackets, except the last 
chapter, which is all new. , 

el. r: cotter. 

Trinity Coij.eoe, IVuiltn, 

6th February 1919 . 
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CHAPTER I 


PHELIMINAJIY SKETCH 
SECTION 1 

INTllODUCTOllY 

1. There is, i^rhaps, no scientific inquiry more full of human 
interest than the study of the nature of heat, and the manner in which 
matter in general is affected by it. No branch of physical science 
is so intimately connected with the everyday occupations of . life, 
and, consequently, none of them interests mankind more closely. 

The influence of heat is manifestly so universal, and its actions so 
important and necessary to the progress of all the operations of nature, 
that, to those who first considered it with some attention, it must have 
at once appeared to be the general principle of all life and activity 
on this globe. With its return in springtime the bud breaks into 
blossom, and new life animates the vegetable kingdom. By its agency 
the incubation of the egg progresses, a living thing is brought into 
the world, and heat is still necessary to its support. Finally, to the 
power which man has acquired over it is dile that supernatural 
strength which has made him superior to all other animals, and master 
of land and sea. 

It is not surprising, therefore, that an agent .at once so powerful 
and so serviceable, so beneficent and yet sometimes so terrible, should 
have become a subject of adoration and worshij) among the inhabitants 
of the earth, but at first sight it may seem more than surprising that 
its study in early times should have been so much neglected. 

2. This indifference can only be attributed to that lack of atten- 
tion with which men always regard those things "which they are 
accustomed to use instinctively for their needs, and which they have 
before them at all times. The first instinct of man is to direct and 
use the forces of nature for the purposes of life. Theorising follows 
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afterwards. The early acquisition of this practical knowledge is 
proved by mighty monuments which were raised by the workmen of 
the earliest historic times. The magnificent temples of India, the 
vast pyramids of Egypt, the noble architecture and sculpture of Greece 
and Rome, prove that the engineers of those days had acquired a 
knowledge of some of the methods of transporting cyclopean masses. 
Various hydraulic and pneumatic apparatus were certainly in vogue, 
and many engines were invented by Ctesibus and his pupil Hero. 

The ancient philosophers were, however, strongly disinclined to 
impart their learning to the public, and each in general communicated 
it only to his special disciples. They all esteemed it an essential fart 
of learning to be able to conceal their knowledge from the uninitiated, 
and even those who were most celebrated for their inventions werd so 
infected by this superstition that they refrained from leaving any written 
account of their discoveries, — a practice which was certainly detrimental 
to the advancement of ])osterity. 

3. The question, “ What is heat ? ” must, however, have been 
proposed and pondered over by all inquiring minds from the earliest 
times. Man could not go on for ever using fire to cook his food and 
warm his body without seeking to know something of the source and 
nature of this agent. The inquiring mind cannot rest satisfied with 
the mere observation of the facts of nature, but is irresistibly led to 
investigate their origin and cause. The fact of highest interest and 
importance is that the sun illuminates and warms the earth, and the 
questions which must have presented themselves earliest to the atten- 
tion of philosophers were, “ What is light ? and “ What is heat ? ” 
A question of a much simpler order is, “ What is sound ? ” and that 
any satisfactory answer has been obtained to the two former is 
probably owing to the proposition and solution of the latter. Amid 
the phenomena of sound we deal with a medium which we can subject 
to experiment, and whose properties we can thoroughly examine, but 
in the phenomena of heat and light we step at once into the sanctuary 
of the unknown. From the domain of the visible and tangible we 
pass into that of the invisible and intangible. The kriown process, 
however, gives direction to the line of thought, and, reasoning by 
analogy, the imagination expands from the domains of the senses and 
embraces in thought the regions which lie beyond it. By observation 
and experiment the human mind becomes acquainted with a knowledge 
of the propertied and relations of things, and, reasoning upon the in- 
formation thus supplied, we rise to the explanation of the unknown 
and intangible by means of the ideas which we have gained from what 
is known and tangible. 
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The reverse and less philosophic process — the explanation of the 
visible by means of the invisible— seems to have been the general 
habit of those who first speculated in physical science. In all the 
pursuits which required refined taste and the native powers of the 
intellect, the ancient Greeks were pre-eminent. Thfey jK)ssessed, as if 
instinctively, the perception of everything that is sublime and beautiful. 
They wore keen observers of men, but as physical philosophers they 
failed, not perhaps from want of genius or application, but because 
they pursued a false path ; because they reasoned more upon an 
imaginary system of nature than upon an accurate knowledge of the 
facts ; and tried to explain physical phenomena by resorting to 
speculation more than to observation and experiment. The general 
tendency was to explain the seen by means of the unseen, and to 
appeal to the imagination rather than to observe facts. Thus, the 
general effects of heat were explained by the invention of fire atoms, 
which drove furiously through the pores of bodies, and loosened their 
molecules asunder, reducing solids to liquids, and liquids to vapours. 

4. The systematic study of heat, as a distinct branch of experi- 
mental science, commenced little more than half a century ago. 
Previously the nature and effects of heat (or fire) were investigated 
only by the chemist, whose most powerful agent and ally it has 
always proved. One of the earliest attempts at theorising in chemistry 
originated in the explanation of the nature of combustion, and, con- 
sequently, in tracing the origin and growth of our subject we are led 
back to the early study and growth of the science of chemistry, and of 
experimental inquiry in general. 

Although the practice of alchemy seems to have been common 
among the Egyptians in veiy remote ages, yet the origin of experi- 
mental inquiry cannot be dated farther back than the seventh or eighth 
century of the Christian era. Its inception seems, to have been co- 
eval with the short period during whiclj cultivation and i^ciontific 
learning were promote<l by the Arabians. Actuated by the desire for 
wealth, the alchemists ardently prosecuted the search after the artificial 
production of the noble metals, and visionary as may have been their 
hopes, yet they made experiments, and the experiments of the 
alchemists were more calculated to extend the bounds of human 
knowledge than the speculations of the Greeks. 

While Greece and Italy sank into barbarism, the early Moham- 
medans, who had previously destroyed almost all the records of the 
progress of the human mind, rekindled the light of learning, and 
became the cultivators of a new science. From Egypt, where they be- 
came acquainted with the Aristotelian philosophy and chemistry, they 
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penetrated through northern Africa, and crossed over into Spain, 
and here arts and sciences flourished under their dominion. The 
academies of Spain were soon thronged with students from all parts 
of the Christian world, the knowledge of alchemy spread, and in the 
thirteenth centur5^ alchemists of the Arabian school were established 
ill all the chief countries of Europe. 

5. Amongst a people of conquerors disposed to sensuality and 
luxury, even from the very spirit of their religion, and who wore 
romantic and magnificent in their views of power, it was not to be 
expected that any new science would be pursued in a rational and 
philosophic manner. As a consequence the early discoveries in 
chemistry led to the practice of alchemy, the objects of which wore to 
produce a substance {the phi/osopheys done) capable of converting all the 
other metals into gold, and to discover the elixir of life — a universal 
remedy against old age, calculated to preserve youth and prolong 
indefinitely the period of human life. 

The processes relating to the <liscovery of the philosopher’s stone 
and the elixir of life were probably widely diffused by means of the 
Crusades, for many of the warriors who, animated with visionary plans 
of conquest, fought the battles of their religion in Palestine, seem 
to have returned to their native lands under the influence of a new 
delusion. 

At this,time the public spirit of the West was calculated to assist 
the progress of all pursuits that carried with them the air of mysticism. 
Burning with the ardour of a rapidly extending and exalted religion, 
men were much more disposed to believe than to reason. In all times, 
however, the love of knowledge and power has been instinctive to 
the human mind ; in darkness it desires light, and follows it with 
ardent enthusiasm, even when appearing in delusive glimmerings. 

6. The Middle Ages consequently constitute what may be regarded 
as the heroic, or fabulous, epoch in experimental physics, and, as 
might be expected, their records contain a groat variety of anecdotes 
relating to the transmutation of metals, and the views or pretensions 
of persons considered as adepts in alchemy. 

Some of these alchemists were low impostors, whose object was to 
delude and defraud the credulous and ignorant. Others seem to have 
deceived themselves with vain hopes, but all followed the pursuit as a 
secret and mysterious study. The processes wore communicated only 
to a few chosen disciples, and, being veiled in the most obscure and 
enigmatic language, their importance was enhanced by their ambiguity. 

In all ages men have been governed more b^ what they desire or 
fear than by what the}^ know, and in this ago it was particularly easy 
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to deceive, hut difficult to enlighten, the public mind.^ Truths, how- 
ever, were discovered, but they were so blended with the false and 
marvellous that another ora was required to separate them from con- 
comitant absurdity, and to demonstrate their true importance and 
uses. « 

The alchemists in chemistry have been somewhat like the per- 
petual motionists in natural philosophy. Both, by seeking after the 
impossible, have led up to discoveries of the greatest importance and 
practical value. Both, like the fabled husbandmen of old, by seeking 
after brilliant impossibilities, sometimes discovered useful realities. 

7. Even in these times, however, progress was made', and there 
were some who essayed to form scientific views. Men of exceptional 
intellectual power were found differentiating themselves from the 
crowd, and seeking to connect natural phenomena with their physical 
principles. By the early alchemists the elements hail been placed 
under the dominion of spiritual beings, and their followers in Europe 
conceived gnomes and nymphs, sylphs and salamanders, genii and 
fairies, capable of being governed and enslaved by man. These 
spiritual agents seem to have originated with the alchemists, who all 
professed to believe in siipernatural powers, in an art above experi- 
ment, and a system of knowledge not derived from the senses. In 
addition, the systems of logic adopted in the schools wore founded 
rather upon the analogies of words than upon the relations of things, 
and they were consequently more calculated to conceal error than to 
^liscover the truth. 

8: With the revival of literature in Europe came the desire for 
philosophic discussion in the sciences. The diffusion of letters gradu- 
ally brought the opinions of men to the standard of truth and nature. 
Failures in the experimental arts produced caution, and the frequent 
detection of imposture created rational scepticism. Science <lemanded 
the extirpation of the gods and demons which haunted its domains, 
and called for absolute reliance upon law in nature. The supernatural 
was swept from the field, and gave place to a rational basis for natural 
phenomena, and the i>roblems pi*eviously attacked from above wore 
now approached from below. 

In the beginning of the thirteenth century Koger Bacon of Oxford 
applied himself to observation and experiment with characteristic 

^ That the delusions of alchemy were ardently pursued may bo learned from the 
public acts of these times. In 1316 the alchemists were openly condemned by Pope 
John XXII. as impostors, who promised what they did not perform, and in England 
an Act of Parliament was passed in the fifth year of the reign of Henry IV., pro- 
hibiting attempts at transmutation, and rendering them felonious. 
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talent and sagacity. A man of truly philosophic turn, desirous of 
investigating nature, and of extending the resources of art, his 
inquiries offered some very extraordinary combinations, but neither 
his labours nor those of Albert of Cologne (a contemporary genius of 
kindred spirit) seem to have had any considerable influence on the 
improvement of his age. The wonders performed by the experimental 
art were attributed by the vulgar to magic, and at a time when know- 
ledge resided only in the cloister any new philosophy was regarded by 
the learned with a jealous eye. 

9. Before the time of Lord Bacon there had been no distinct views 
concerning* the art of experimental inquiry. It was left for hinf to 
point out how little could be effected by the unassisted human powers. 
He directed the attention of inquirers to artificial resources and the 
use of instruments for assisting the senses, and for examining bodies 
under new relations. He taught that man was but the servant and 
interpreter of nature, capable of discovering truth in no way but by 
observing and imitating her operations ; that facts were to bo collected 
before speculations were formed ; and that the materials for the 
foundations of true systems of knowledge were not to be discovered 
in the books of the ancients, nor in metaphysical theories, nor in the 
fancies of men, but by observation of the visible and tangible in the 
external world. 

Facts are independent of taste and fashion, and are subject to 
no code of criticism. They are perhaps more useful when they con- 
tradict than when they support received doctrines, for our theories 
at best are only imperfect approximations to the real knowledge of 
things, and in all physical research doubt is usually an incentive to 
new labours, and tends continually to the development of truth. The 
thoughts and questionings of man turn towards the sources of natuial 
phenomena and seek a knowledge of the actions which underlie them. 
By a process of abstraction from experience physical theories are 
formed which lie outside the pale of experience, but which satisfy the 
desire of the mind to see every event in nature resting upon a cause. 
Natural philosophy is an experwiental and not an intuitive science, and 
a ptirn'i reasoning cannot alone conduct us to a physical truth. We 
must endeavour to discover what it is, and not speculate on what it 
might be, or decide on what ought to have been, and the causes and 
connebtions of the phenomena of nature have escaped the apprehension 
of man foi: ages by the wilful ignoring of this fact.^ 

10. About the middle of the seventeenth century mathematical 
and physical investigations were pursued in every^part of the civilised 

^ See Tait’s Sketch of T hemodynamics, .Edinburgh : David Douglas. 
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world with an enthusiasm before unknown. The new mode of 
improving knowledge by collecting facts associated together a number 
of labourers in the same pursuit. It was felt that the whole of nature 
was yet to bo investigated, and that there were distinct subjects 
connected with utility and glory, sufficient to employ all inquirers, 
yet tending to the common end of promoting the progress of the 
human mind. 

Learned bodies were formed in Italy, England, and France, for the 
purpose of the interchange of opinions, the combination of labour, the 
division of expense in performing new experiments, and the accumu- 
lation and diffusion of knowledge. The Academy del Qimonto was 
established in 1651, under the patronage of the Duke of Tuscany; 
the Royal Society of London in 1660; and the Royal Academy of 
Sciences of Paris in 1666. A number of celebrated men, who have 
been the great luminaries of the different departments of science, were 
brought together or arose in these noble establishments. The ardour 
of scientific investigation was excited and kept alive by sympathy. 
Taste was improved by discussion, and by a comparison of opinions. 
The conviction that useful discoveries would be appreciated and 
rewarded was a constant stimulus to industry, and every field of 
inquiry was open to the free and unbiassed exercise of the powers of 
genius. 

11. Chemistry had scarcely begun to assume the form of a science 
when the attention of all the most brilliant intellects became directed 
to another object of research. The Newtonian philosophy sprang into 
full life at a single bound, and its objects were calculated by their 
grandeur to monopolise the attention of the most gifted men of the 
age. The effect occasioned on the scientific minds of the time has 
been compared *to that which the new sensations of vision produce on 
the blind receiving sight. The highest interest and most enthusiastic 
admiration were awakened, and for nearly half a century the new 
study engrossed the thoughts of the most eminent philosophers of 
Europe. 

At length the current of scientific thought began to fiow in other 
channels, and in the latter half of the eighteenth century the founda- 
tions of a systematic inquiry into the nature of heat were laid by 
Black, Wilcke, Crawford, Irvine, and Lavoisier, followed by Rumford, 
Pictet, Herschel, Leslie, Dalton, Davy, Gay-Lussac, and many others. 
On the basis thus firmly laid a noble edifice has since been raised, a 
lasting monument to the genius of the nineteenth century ; and from 
base to highest battlement may be traced the work of our illustriqus 
countrymen — Rankine, Joule, and Thomson. 
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12. A roview of the opinions of the ancients, and of their specula- 
tions in physical science, may prove amusing in some parts, but every- 
where it is a most instructive task. Their writings on every branch 
partake more of the character of a record of ingenious speculation 
than of experimental inquiry. Hypotheses of a mystical character 
were framed to explain the phenomena of nature, and physical results 
were based on meaningless dogmas. Men wei*c told that the planets 
move in circles because circular motion is i)erfect, and systems of 
])hysics were founded on the assertion that “nature abhors a vacuum” 
and the Latin dogma, “causa equat elfectum.” While this lasted 
progress in the physical sciences was impossible. Dogma was haiiTled 
down from generation to generation, and free thought found no ])lace 
in the schools of the Middle Ages. 

It is, however, unfair to boast of the progress of the nineteenth 
century as comi)ared with that of the generations which have preceded 
it. At a time when little is known men grope aftci* knowledge in the 
dark, and though the gateway may be near at hand, the entrance may 
not bo effected, until happily some one stumbles in by accident. Once 
entered, the passage becomes easy for those who follow, and future 
progress is enormously assisted by the history of the failures and 
successes of those who have gone before. Difference of natives intel- 
lectual power in different ages is not so much the cause of the vary- 
ing success attending the labours of men as the peculiar Tiature of 
the artificial resources and means in their possession. . At all times 
progress is retfirdcd by absolute reliance on the work of great masters. 
The first function of the human mind is to doubt, and to free itself 
from prejudice and from all testimony which may deceive the senses. 
Emancipation from the slavery of superstition and the influences o^ 
early education is a very slow process. Sentiment is constitutional 
to mankind, and the strongest intellects find it hard to break away 
from the teaching of those whom they have early learned to reverence, 
even when its errors are clearly and conclusively pointed out to them. 
Throughout this long period the spirit of free inquiry was growing 
and gathering strength for a brave struggle against the superstition 
and mysticism in which it was en Singled. The germ of true scientific 
inquiry finally took root and flourished. Intellectual health ensued, 
and resulted in scientific progress. The abominations of the alchemists 
were* swept away, the spirits of the air disappeared, and the pursuit of 
science became the free inquiry after truth. 

The history of such a period is therefore not merely a matter of 
cqriosity. It is a great lesson to all subsequent*ages. It shows that 
truth in physical science is not to be sought for in dogma, nor can a 
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system of iiiiturc be built up froiii our inner consciousness, but that it 
must be sought for earnestly and honestly by patient observation and 
skilled experiment. 

It is sometimes asserted that metaphysical speculation is a thing 
of the past, and that physical science has extirpateef it. But as long 
as the mind of man is fresh, sjjeculation will continue as fascinating as 
it was in the days of Thales. Perhaps at no time has the scientific 
atmosphere been more pregnant with speculation than at present. 
Almost every day fresh discoveries are made and new theories formu- 
lated and advanced on doubtful or entirely hypothetical foundations. 
At The same time the germs of all kinds of mental disorders arc rife. 
Perpetual motionists and believers that the earth is Hat have not yet 
become extinct. Spiritualists and quack scientists increase at an 
amazing pace, and the patent-medicine man grows wealthy, while 
the spirit of true scientific inquiry, sickens in the fierce struggle for 
existence. 
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PRELIMINARY REMARKS ON TJIE GENERAL EFFECTS OF HEAT, AND ON 
THE MEANING OF THE TERMS ITSEI) IN THE SUBJECT 

13. The Sense of Heat. — The terms hot and cold are primitive 
words of the language referring to a certain class of sensations which 
we experience through the sense of heat. The sense of touch is regarded 
by some as a double sense, embracing that of heat as well as that of 
force or resistance. When a body is touched with the hand two very 
distinct sensations are in general experienced, one a feeling of resist- 
ance or force, and the other of warmth or coldness derived through 
what is termed our sense of heat. The latter class of sensation is also 
experieneed when we sit in the sun or before the fire, or in the neigh- 
bourhood of any hot body, and consequently to excite it actual contact 
with matter is not necessary. It is therefore not at all obvious that 
the serise of heat is part of, or in any way related to, the sense of 
touch. On the contrary, it appears to be much more closely related 
to the sense of sight. A hot body is to be regarded as the source of 
an influence which affects the sense of heat just as a luminous body i# 
regarded as the source of an influence affecting the sense of sight. 
The name given to the active agent in the former case is heat and in 
the latter lights and we shall see as the subject progresses that these 
two influences are of the same character, and that the nature of the 
active agent in one case is the same as in the other. The sense of 
heat, therefore, is quite as distinct as the sense of sight, and is certainly 
less related to the sense of touch than is the sense of taste or smell, 
which both depend upon contact with some form of matter (see 
further, p. 31).- 

14. Deflnitioi^ of Temperature. — The words hot and cold, or hot- 
ness and coldness, refer to tfie state of a body as judged by the sense 
of heat. By means of this sense we say that one body is hot and that 
another is cold, or that one body is hotter than another. If several 
pieces of the same substance bo given, we can by means of the sense of 
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heat alone arrange them in order so that each shall be hotter than 
all that precede it in the series and colder than all that come after. 

We are hence led to the idea of a scale of hotness, and to inquire how 
much one body is hotter than another. 

The estimation of the hotness of a body must of bourse be relative 
to some scale or standard of measurement. When this standard is 
chosen we may speak scientifically of the hotness of a body, and for 
this purpose the word temperature is employed. The word temperature 
thus means simply the degree of hotness of a body measured accord- 
ing to some arbitrarily chosen scale. It is a scientific term, and Scientific 
confains all the meaning of the primitive word hotness, as well as 
the idea* of a measure of the hotness. It embraces two conceptions — 
first, the idea of equality of hotness, or that condition of two pieces of 
matter when they are said to have the same temperature ; and secondly, 
the idea of difierence of hotness and of its mode of measurement. 

By means of the sense of heat alone a series of jneces of the same 
substance might be arranged in order of temperature, or the equality 
of temperature of two pieces of the same substance might be fairly 
accurately judged, and if the impressions could bo distinctly re- 
membered a system of measurement of temperature might be founded 
on the sense of heat alone. Accuracy by this method would be prac- 
tically impossible, for the recollection of even a single temperature can 
be only roughly retained by those who specially cultivate the sense of 
heat for this purpose, such as bath attendants or hospital nurses. For 
’ scientific purposes it is therefore* highly desirable to estimate tempera- 
ture by some property of matter which varies continuously with the 
hotness, and which always remains the same at the same hotness. 

, Intervals of hotness cannot, however, be measured in the proper 
sense of the word. They may be indicated in a thoroughly definite 
manner, according to some chosen scale or standard, but one hotness 
cannot be expressed' in terms of another in the same sense that one 
length or mass may be expressed in terms of another. In order to 
measure any magnitude we must compare it with some other magnitude 
of the same order which is taken as the unit. Thus a measuring tape 
is constructed by adding together any number of units of length, but 
we possess no means of adding together in the same way units of 
hotness. When, however, the scale of temperature is laid down and 
graduated by arbitrary definition, we may say t}iat the interval 
between two temperatures is equal to the interval between two other 
temperatures, meaning thereby merely that each interval contains the 
same number of scale-units on our chosen system. 

15. Expansion. — One of the most general effects of change of 
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temperature or hotness in any body is change of bulk, or expansion 
by heat. The bulk of every body, with few exceptions, is found to 
increase continuously with its hotness, and consequently this change 
has been selected as the basis of a method of measuring temperature. 
The mode by w^iich the change of temperature is indicated by the 
change of volume of course remains a matter of choice, as well as the 
particular substance employed. 

General There are many ways of exhibiting the expansion of solids by 
heat, and several of these are so common that almost every one must 
be familiar with them. Thus the metal rails on a railway track are 
laid not with their ends in contact; but with a short space between to 
allow for expansion in summer, and for the same reason in large 
structures, such as metal bridges, the girders are not fixed rigidly at 
both ends, but a certain play is allowed so that they may expand 
without warping or rupturing the structure. This expansion is also 
made use of in the shoeing of cart wheels, the tyre being slipped on 
while hot, and as it cools it contracts and clasps the wooden frame 
within. A similar application occurs in the bracing together of the 
walls of a building which suffer from an outward lean. Strong bars 
of iron are thrust through the building and secured on the outside 
while hot, and on cooling the bars contract and pull the walls 
together. To expansion also is to bo attributed the ventilation of 
mines and houses, as well as the general circulation of water and air 
on the earth’s surface, and the effect of these great ocean streams and 
air currents is to produce a more uniform distribution of temperature. 

A familiar class illustration is that known as Gravesande’s ring. 
A metal sphere which just passes through a ring when cool, when heated 
over a lamp will no longer pass through. Its diameter is now larger 
than that of the ring, but in cooling it contracts and again passes freely 
through. In the same manner a metal bar which fits into a tube 
when cold cannot when heated be passed into the same tube. It is 
for this reason that a glass stopper tightly jammed in the neck of a 
bottle may be easily removed by heating the neck. The heat of the 
hand placed around the neck of the bottle is often sufficient for this 
purpose. If the stopper happens to be colder than the neck of the 
bottle when it is inserted in it, then, as the neck cools, it contracts 
and grasps the stopper tightly. In the same manner ordinary 
tumblers often j3ecome wedged within one another, and in such 
cases, if the inner is initially much colder than the outer, the con- 
traction of the latter or expansion of the former may lead to the 
fracture of one or both. * 

One of the most interesting illustrations of expansion, however, is 
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presented in the gradual creeping of a sheet of metal down a slope. 

Take the case of a long bar of metal lying lengthwise down an inclined 
plane. When the temperature increases the bar expands apd pushes 
forward its lower end rather than its upper, on account of the action 
of gravity which facilitates motion down the plane rather than up it. 

In the same way, when the bar cools it contracts and draws in its upper 
end, and this process goes on with every variation of temperature, the 
result being that the bar gradually creeps down the incline worm-wise 
by alternately pushing forward its lower, and pulling in its upper end. 

The gradual creeping in this manner of the sheet lead covering the 
choir of Bristol Cathedral is cited by Professor Tyndall,^ the rate of 
motion being about 9 inches per annum. 

Similarly, by placing a metal bar on wheels capable of rotation Creep«r.s. 
in one direction only, the system will creep forward in this direction 
with every variation of temperature, so that the ordinary variations 
of temperature by day and night will cause this apparatus to move 
in any desired direction, up hill or down, and during this motion it 
might be loaded in any way, and perform the pai’t of a heat engine. 

The motion, of course, would be very slow unless special means 
were devised to increase it. Thus, for example, the bar might be 
replaced by a highly expansive liquid enclosed in a large bulb 
furnished with a cylindrical tube in which a piston is fitted. When 
the temperature rises, the liquid in the bulb will expand and push 
the piston forward, and when the temperature falls, the liquid will 
contract, leaving a vacuum behind the piston, and for this reason 
the bulb will move forward, since on account of the construction of 
the wheels on which the instrument is supported the piston cannot 
move back. Similar apparatus may be constructed by supporting on 
wheels bent tubes filled with some expansive liquid or a bent strip 
of two or more metals welded together, such as those employed in 
metallic thermometers (see Art. 77). In principle, however, all such 
forms of apparatus are the same as the curiosity known as Stevenson’s 
Creeper.^ 

In the case of solids, the volume may bo measured directly, and Apparent 

the absolute expansion determined, but in the case of liquids, which 

must be enclosed in some solid envelope, the expulsion of the liquid 

is complicated by that of the vessel which contains it, and the result 

observed is the relative or apparent expansion of the liquid in the 

envelope. ' Thus, for example, if a large bulb furnished with a narrow 

stem, or a flask with a narrow neck, be filled with a liquid, and 
> 

* Tyndall, Heat a Mode, of Motion, p. 95, 6th edition. 

** Described in Tait’s Heat, p. 116. 
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then heated over a lamp, the liquid will at first be observed to 
descend in the neck as if it contracted when heated.' Soon, however, 
the apparent contraction ceases, and the liquid begins to rise in the 
stem, and continues to do so as the temperature becomes more and 
more elevated. •The first effect is due to the sudden expansion of the 
flask before the general msiss of the liquid becomes warm. For this 
reason the internal volume* of the flask is increased while the volume 
of the liquid is scarcely altered. Soon, however, the liquid grows 
warm and expands accordingly. If the expansion of the liquid be 
greater than that of the envelope, the level of the liquid will rise in 
the neck, but if it be less, the level of the liquid will f^. The level 
would neither rise nor fall if the expansion of the li^iid were the ; 
same as that of the envelope. The movement of the liquid in 
stem, therefore, does not indicate its absolute expansion, but only iis* 
apparent expansion, or its expansion relative to that of the materisd 
of the envelope. * ' 

16. Change of State. — Another general effect of heat on matter is 
change of physical state. By sufficiently increasing the temperature, * 
solids are converted into liquids, and liquids into vapours. While 
either change is taking place the temperature of the mass is found 
to remain constant till the change is completely effected. Thus, if a 
vessel full of broken ice be placed over a lamp, the ice will gradually 
melt, but the temperature of the whole mass will not alter till the melt- 
ing is completed. The heat received is employed in changing the state 
of the substance, in converting it from solid ice to liquid water. If 
the supply of heat bo still continued, the liquid will rise in tempera- 
ture and ultimately begin to boil. When this point is reached, 
the temperature again remains stationary. The liquid simply passes 
into vapour, and the heat supplied during this process is used up in 
changing the state of the substance from that of liquid- to that of 
vapour. 

The change of physical state of any substance thus furnishes 
us with two fixed temperatures when the conditions under which 
the change takes place arc given.* Such changes arc often very 
abrupt, and are consequently not suited to the estimation of tem- 
peratures which vary continuously or rapidly. They serve, rather to 
indicate particular temperatures. For this reason the property madd^ 
use of' most commonly in practice is the change of voluiUe of some' 
liquid contained in a glass envelope, such as the ordinary 'mercurial 
thermometer. 

17. The Mercury Thermometer. — For the beliter understanding of ^ , 
the subsequent matter of this chapter, it may be well here to describe 
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briefly the ordinary mercury thermometer,^ which is the instrument 
most commonly employed in the measurement of temperature. • The 
property made use of in this instrument for the measurement 
of temperature is the expansion of mercury enclosed in a glass 
measuring flask, or volume indicator. This consists >of a glass 
bulb, generally cylindrical or spherical, furnished with a stem 
of capillary bore (Fig. 1). The bulb and part of tlio stem are 
filled with mercury, and, as already explained, the level of the 
I mercury in the stem will vary with the temperature, unless 
the glass and the mercury expand equally when heated. As 
a mAtter of ^ct, the mercury is much more expansible than 
^ the glass, anff^the level of the mercury rises in the stem as 
e instrument grows warmer. 

Here, then, we have an instrument, the indications of which 
Vary continuously with its hotness, and which will always show 
tlie same indications under the same conditions, and which, 
therefore, supplies a mode of measuring temperature, and 
enables us to define degrees of temperature, so that it shall 
in some way indicate the hotness of k body, and' thus replace 
our sense of heat. 

In order to obtain a numerical measure of temperature the 
instrument must be graduated, and for this purpose two fixed 
temperatures are chosen. The points of the stem at which 
the mercury stands at these two temperatures are . marked, 
and the portion of the stem between them is divided into 
any desirable number of parts of equal capacity. The two 
fixed points correspond to the temperature of melting ice and the 
temperature of the vapour of water boiling under the pressure of a 
standard atmosphere, it having been found that when the instrument 
is placed in melting ice or snow, the mercury always stands at the 
same point, and this, according to qur chosen measure, means that ice 
always melts at the same temperature uiidei* the atmospheric pressure, 
and for the same reason the steam of boiling water is used to determine 
the second fixed point^‘' 

We have now a definite standard of reference for. all other 
temperatures. For example, if the mercury stands below the lower 
^xed point, then we say that the temperature is below the freezing 
point of water, or what is the same thing, the melting point of ice, 
iand if it stands above the upper fixed point we say the temperature 
j|i8 higher than the boiling point of water under the pressure of one 
V atmosphere, while for intermediate points we have intermediate 
* . Tho general subject of Theiniometry is considered in Chap. II. 
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temperatures. In order to refer to these temperatures conveniently, 
the interval between the two fixed points on the stem is divided into 
a number of equal parts. Let us suppose that it is divided after the 
manner of Celsius into 100 parts, the lower fixed point reading 0° and 
the upper 100'";»and lot the same process, of division be continued 
on the stem above the upper and below the lower fixed point.^ Then 
if the mercury stands at 20 ', we refer to this as the temperature 20", 
meaning thereby that the temperature is such that when the thermo- 
meter attains it, the mercury stands in tlie stem at the division 20'’. 
We do not imply, however, that when the mercury stands at 40" the 
* temperature is twice as high (in the sense of the hotness being t^ico 
as intense) as when the mercury stands at 20 or that when it stands 
at 100" it is four times as hot as when it stands at 25°. It is only 
in this sense that we have said we cannot wmmre hotness. The 
thermometer is an indicator which enables us to determine equality of 
temperatures, and tells us how much one body is hotter or colder than 
another, in terms of our chosen scale. It indicates degrees of hotness, 
and ought alway-s to show the same reading when at the same hotness. 
By making the bore of the stem very line and the bulb large, the 
instrument can bo rendered very sensitive, so that small changes of 
temperature which would otherwise escape notice can be registered. 

In this method of estimating temperature some particular substance 
* is chosen, and then by definition the change of temperature is taken 

proportional to the change of volume of the thermometric substance, 
or rather to the change in the reading of the thermometer. Once a 
substance is chosen, and a thermometer constructed, this may bo 
Standard regarded as the standard instrument by means of which all others can 
instrument. standardised, so that all thermometers will agree in their indications. 

If this plan were adopted, we should be furnished with a definite and 
consistent method of estimating tcm])orature. All thermometers would 
be copies of a standard instrument, just as our weights and measures 
are copies of arbitrarily-chosen originals, kept for the sake of reference. 
This plan, however, as will be seen afterwards, is not absolutely 
' necessary, for instruments can be constructed which will agree suffi- 
ciently well in their indications without previous comparison. Such 
'agreement is not found, however, among instruments which are not 
constructed of the same materials. Thus a mercury thermometer 
which* agrees with an alcohol thermometer at the points 0" and 
60° will in general disagree with it at the other parts of the scale. 
Some standard of cornpirison must therefore be chosen, by means 

* This is usually willed the eeiitignide scale iuid is indicated by the letter C, 
thus, — 20® C. 
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of which all thermometors are to be graduated, and for this purpose 
the gas thermometer possesses special advantages (sec Chap. II.). 

18. Expansion of the Thermometric Substance — Coefllcient of 
Expansion. — We shall now consider the relation between the volume 
and temperature of the thermometric substance, that«s, the substance 
by the expansion of which temperature is measured. This relation is 
determined entirely by the method chosen for measuring temperature, 
and is not to be regarded as a new result connecting volume and 
temperature. 

Ijct it be supposed that equal changes of temperature are measured 
by tlqual changes of volume of some substance. Then if V„ be the 
volume at the zero of the scale, and V the volume at any temperature 
Oy we have — 

v - Vo^ rO, 

where v is the increase of volume for one degree, or what may bo 
called a degree measure, and is by definition the same all along the 
scale. This formula is merely the algebraic method of stating the 
definition, or the mode of measuring temperature, and may be written 
in the form — 

v=v„^n ® aV-.w,! I o»). 

The quantity a — vj\\ is obviously the expansion ])er unit volume 
of the substance in changing its temperature from 0"" to T . This 
quantity is called its coefficient of expansion at zero. In general, the 
coefficient of expansion of a substance is measured by the change in 
bulk of a unit volume of the substance j^cr degree of temijcrature. If 
V and V' denote the volumes at temperatures 0 and O' respectively, 
then the change in bulk of a unit volume is — 

V'- V 
V ’ 

and the average change in bulk per degree of temperature between 
0 and O' will be — 

V - V' 

\{0 - O’) 

This IS termed the mean coefficient of expansion between the tempera- 
tures 0 and O'. In the case of the thermometric substance, the mean 
coefficient of expansion between zero and any temperature 0 is con- 
stant and equal to vjYf,y for we have by definition 
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It is to bo carefully observed that this formula holds only for the 
thermometric substance, and is true for it as a result of our definition 
of temperature, whereby equal increments of temperature are measured 
by equal absolute increments of volume of this substance. In the 
case of the thermometer just described the expansion of the mercury 
is measured by the rise of the column in a capillary glass tube. The 
expansion thus observed is not the ahsolate expansion of the mercury, 
but only its apparent expansion in a glass envelope. If the stem is 
originally divided into parts of equal capacity, these will increase as 
the temperature rises, owing to the expansion of the glass. Hence, 
if temperature is measured by the absolute expansion of mercury* the 
expansion of the glass must be taken into account in graduating 
the stem of a thermometer. Correction in this respect will render the 
degree intervals shorter and shorter as we proceed up the scale. If 
the divisions were to bo equidistant along the stem its bore would 
have to be conical, or the substance of the envelope would require to 
bo non-oxpansible. It follows, then, that if a denotes the zero 
coefficient of absolute expansion of the thermometric substance, the 
foregoing formula applies only to that substance. In the case of any 
other substance the volume at any temperature 0' will be some 
complicated function of the temperature, and wo may assume that it 
can be expressed in the form — 

where is the volume at zero. 

19. Temperature Equilibrium. — If, when a thermometer is placed 
in contact with several bodies, or dipped into different liquids, it 
shows the same reading in each case, we say that all these substances 
are at the same temperature. If now any pair of these substances 
be placed in contact, or mixed together, it is found by experiment 
- that they still continue at the same temperature (provided no chemical 
action occurs). It is thus found that when there is equality of 
temperature before contact (or mixture), this equality remains after 
contact. In this case there is said to be equilibrium of temperature, 
and we are furnished with the experimental fart that bodies which are 
in temperature equilibrium with the same body are also in temperature 
equilibrium with each other. 

If, however, two bodies at different temperatures are placed in 
contact it is found that in general the temperature of the warmer falls 
while that of the colder rises, and this process continues till equi- 
librium is established. There are cases, hoVever, in which the 
tempei'ature of one changes while that of the other remains fixed. 
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This process takes place when one of the bodies is changing state, 
as when a mass of ice is placed in a basin of hot water. Here the 
ice gradually melts, but its temperature remains the same, while that 
of the water gradually falls, till the melting is completed, or equality 
of temperature is established. A similar process occurs when a liquid 
is being converted into vapour. 

20. Quantity of Heat. — In order to account for the sensation 
experienced in presence of a hot body an active agent is postulated, 
and the name given to this agent is heat. A hot body is regarded as 
a source of heat just as a luminous body is regarded as a source of 
light. In the same way, when two bodies at different temperatures 
are placed in contact, the temperature of the warmer falls while that 
of the other rises. To account for this we say that heat passes from 
one to the other, that the warmer loses heat and the colder gains it. 
In this sense he it is regarded as something which may be added to or 
taken away from matter ; something which can be communicated to 
matter, and which can be hande<l on from one piece of matter to 
another. Heat thus possesses the rank of a quantity^ and we are led 
to seek how much heat a body gains or loses when its temperature 
changes. On the other* hand, temperature is regarded rather as a 
quality which varies from one body to another, or from one part to 
another of the same body, when heat is being communicated to or 
abstracted from it, or which may vary, as we shall subsequently see, 
in consequence of actions taking place within the body itself, or per- 
formed on it from without. 

It must, however, be distinctly remembered that what we directly 
observe is temperature and changes of temperature, and when the 
temperature of a body (free from other actions) rises wo say it has 
received heat. The effect observed is the change of temperature, and 
the postulated cause is addition or subtraction of heat. 

The use of the term force in dynamics is somewhat of the same 
nature ; what we really observe is motion and changes of motion, or 
changes in the relative positions of bodies. To account for change of 
motion the idea of force is introduced, and a measure is adopted.^ 
Once a definite system of measurement is laid down the vagueness 
of the term disappears, and the meaning of the force on a body 
becomes perfectly clear and distinct. So to account for changes of 
temperature the idea of heat as something which can be added to 
or taken away from a body is introduced, and a measure of heat as 
a quantity must also be^adopted. For this purpose a unit is essential, 
just as in the measurement of length or weight. This unit is 

^ The idea of force is probably cluefiy duo to the sense of muscular effort. 
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more or less arbitrary, and for the purpose of definite measurement 
may be chosen in connection with any one of the effects attributed 
to heat. 

In popular language the word heat has a somewhat lax usage. It 
is sometimes u^d to denote a high temperature, as in the phrases, 

** white heat,” “tropical heat,” and “blood heat.” Commonly, how- 
ever, it is used either to express the sensations experienced in pre- 
sence of hot bodies, or else the ultimate cause of those sensations, and * 
in this latter sense it is used in such phrases as “ the theory of heat ” 
and “the science of heat.” In the theory of heat we inquire into the 
nature of the process by which the various effects attributed to" heat 
are brought about, and seek to determine the mechanism by which 
one body becomes warmer while another becomes colder, or, as we 
say, the process in operation when heat enters or leaves a body. 

In saying that the heat of a body increases with its temperature, 
or that a body loses heat in cooling, we tacitly attribute to heat a 
positive character, so that its presence produces warmth and its 
absence cold. The word cold, then, has a negative character, and 
merely refers to the absence of heat. As the ideas of heat and cold 
are derived from the sensations, the positive value of either might be 
regarded as the negative value of the other, and the presence of one 
might be regarded as the absence o*f the other. As far, then, as the 
sensations alone direct us, either or both might possess a positive 
character. We have no more experience of the total absence of heat, 
or greatest possible coldness, than we have of the greatest possible 
accumulation of heat or greatest possible hotness. The general 
opinion has long been that the sensation of coldness is <lue to loss of 
heat and that of warmth to the gain of heat. In early times, how- 
ever, this did not appear so evident. When the hand is placed on a 
piece of ice, instead of heat being given by the hand to the ice, some 
philosophers supposed that in such a case the cold body possessed 
minute “particles of frost” or “frigorilic particles,” which j)assed 
from cold bodies into those which are warmer, and these spicuhe or 
little darts were supposed to account for the acutely painful sensation, 
and some other effects, duo to intense cold. 

21. Unit of Quantity. — The unit of heat generally employed is 
the quantity of heat necessary to raise the temperature of one gramme 
of pure water one degree centigrade. The same quantity of heat will 
be given out by one gramme in cooling V C. This, however, is not 
a priori evident. It is not a truism, but a truth established by 
experiment. 

In the case of a uniformly-heated mass of water it is legitimate to 
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assert that the quantity of heat contained in any one gramme of it is 
the same as that contained in any other, and that the quantity of 
heat required to raise any one cubic centimetre of it, from any one 
definite temperature to any other, will be the same, under the same 
conditions, as for any other cubic centimetre. Thus* if the quantity 
of heat necessary to raise the temperature of a gramme of water, or 
any other substance, through a given interval of temperature, be 
denoted by then the quantity required to raise m grammes through 
the same range of temperature will be mq. 

We cannot, howevei*, assert that the quantity of heat necessary to 
raise the temperature of a body I"' is the same at all parts of the 
scale, or that the qua n tit}' given out by a body in cooling from 50" to 
40 ' is equal to that given out by the same body in cooling from 25" 
to 15". We have no reason to expect a p^'iori that the quantity of 
heat is proportional to the interval of temperature. In defining the 
unit of heat above we have only stated that it is the quantity of heat 
necessary to raise one gramme of water 1" C. We have not stated 
at what part of the scale the degree is to be taken, whether it is the 
interval from 0' to 1", or from 4" to 5", or any other. In strictness 
this ought to be done, but in practice it is found that thei e is scarcely 
any appreciable diflerence, whatever be the degree chosen. Experi- 
ment proves that very approximately the same quantity of heat is 
reipiired to raise a given mass of water 1" in temperature at any part 
of the scale between the freezing point and the boiling point (see 
Art. 171). It is well, however, to be accurate, and to fix a particular 
degree, say from 19"*5 to 20"*5, According to this system a quantity 
Q of heat means the quantity which will raise (J grammes of water 
from 19 ‘5 to 20"*5 C., and not the quantity which will raise one 
gramme of water C. The latter happens, however, as wo have 
already said, to be very approximately equal to the former. 

Other units of heat might be, and actually have been, chosen 
depending on other effects of heat on matter, such, for example, as 
the change of state. These will be noticed later on. 

It is important to remark that we can now speak definitely of the 
quantity of heat required to raise a body from one temperature to 
another, but that the “quantity of heat in a body” is still without 
meaning. So far the quantity of heat in a body is as indefinite as 
the quantity of sound in a bell, or the -height of an object above an 
unknown plane. 

22. Sensible Heat and Latent Heat. — As already noticed, when 
two bodies at diflFerent temperatures are placed in contact, heat -is 
supposed to pass from the hotter to the colder, but either of two 



Black's ex'- 
periment. 


22 THEORY OF HEAT chap, i 

things may happen. Either the temperature of the colder may rise, 
while that of the warmer falls, or a change of state may occur in one 
while the *temperature of the other alone varies. In the former case, 
that is, when the heat which leaves one enters the other and increases 
its temperature, •the heat which enters it exhibits itself in the corre- 
sponding rise of temperature, and is said to be sensible heat. That 
is, it can bo detected by the thermometer. In the second case, 
however, the warmer body is continually losing heat, but the 
temperature of the colder remains fixed. Its state merely changes. 
The heat which it receives does not exhibit itself by any rise of 
temperature, and cannot be detected by the thermometer. I^^ be- 
comes, as Black said, latent, and is consequently termed latent heat. 
In illustration of this point it may be well to describe here the 
experiment by which Black ^ was led to his. doctrine of latent heat. 

Having exposed a maA (5 oz.) of ice-cold water in a vessel 
suspended in a large hall, he noticed that the temperature rose very 
nearly 4^^ C. (I"" F.) in half an hour. He also exposed an equal mass 
of ice in the same room under the same conditions and found that it 
required ten hours to melt. Now the ice receives heat from the 
room, and the quantity received during ten hours was only sufficient 
to melt it. This quantity may be calculated from the experiment on 
the ice-cold water, which received as much heat in half an hour as 
raised its temperature almost 4 ' C. Assuming that the melting ice 
received heat at the same rate, the total quantity required to melt it 
will be nearly twenty times that required to raise an equal weight 
of water 4° C., or almost as much as would raise eighty times its 
weight of water one degree centigrade.- This shows roughly that 
about eighty units of heat are required to convert a gramme of ice 
into a gramme of ice-cold water, without changing the temperature. 
That is, eighty units of heat have disappeared or become latent in 
effecting the change of state from solid to liquid. For this reason 
eighty is said to be the latent heat of ice, meaning that eighty units 
of heat are necessary for the liquefaction of ice per gramme. 

Black also determined the latent heat of ice by mixing warm 
water and ice in known quantities and noting the change of 
temperature. Allowing for the influence of the containing vessel he 
found by this method 7 9 ’4 — a number remarkably near that given 
by the best recent determinations. 

^ Black, Elements of Chemistry, vol. i. ]>. 116. Published by John Robison, 
Edinburgh, 1803. i 

* Black used a Fahrenheit thennometer, a description of which will be found in 
Chap. II. 
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Before the time of Black it was universally considered that when 
a solid changed into a liquid, or a liquid into a vapour, no continued 
supply of heat was necessary for the transformation, and that all the 
heat supplied exhibited itself in a corresponding rise of temperature. 
In other words, heat was always sensible, and coul^ be detected by 
the thermometer. Black ^ says : “ This was the universal opinion on 
this subject so far as I know when I began to read my lectures in 
the University of Glasgow, in the year 1757. . . . The opinion I 
formed from attentive observation of the facts and phenomena is as 
follows. When ice, for example, or any other solid substance, is 
changing into a fluid by heat, I am of opinion that it receives a much 
greater quantity of heat than what is perceptible in it immediately 
after by the thermometer. A great quantity of heat enters into it 
on this occasion without making it apparently warmer when tried by 
this instrument. This heat, however,* itiust be thrown into it, in 
order to give, ijb the form of a fluid ; and I affirm that this great 
addition of heat is the principal and most immediate cause of the 
fluidity induced.'^ 

“ And on the other hand, when we deprive such a body of its 
fluidity again, ])y a diminution of its heat, a very great quantity of 
heat comes out of it, while it is assuming the solid form, the loss of 
which heat is not to bo perceived by the common manner of using 
the thermometer. 

Sensible and latent heats are thus very analogous to kinetic and 
potential energies. When work is spent in increasing the velocity 
of, or generating motion in, any body, the work so spent becomes 
visible, or sensible, in the motion of the body, and it is analogous to 
sensible heat. When, on the other hand, work is spent in raising 
a weight from the surface of the earth, or in changing the distances 
between the parts of a mutually -attracting system, the work so spent 
is not visible as any motion of the system, but has as it were become 
latent, or potential, as it is termed. That some real relation here 
exists, and not merely an analogy, will probably appear as a know- 
ledge of the facts accumulates. 

23. Specific Heat and Thermal Capacity. — Having laid down a 
system of measurement of quantities of heat, the question which 
immediately presents itself is whether equal quantities of heat raise 
the temperatures of equal masses of different substances by the same 
amount, or if any relation exists between the quantities of heat given 
to equal masses, or equal volumes, of different substances, and the 
corresponding changes of temperature. If equal weights of the same 

^ Black, loc, cit. 
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substance (water, for example) at different temperatures be mixed, 
the temperature of the mixture is the arithmetic mean of the 
temperatures of the two components before mixture (or very apj^roxi- 
mately so). The quantity of heat given out by the warmer mass in 
falling through a certain range of temperature raises the colder mass 
through an equal range. The case is very different if two dissimilar 
substances are mixed together. The change of temperature of a 
body is not alone sufficient to determine the quantity of heat it has 
gained or lost. This quantity depends not only on the change of 
temperature but also on the nature of the substance, and for^this 
reason different substaiuies ai-e said to have different thermal mpariiies 
or sperific heats. This is strikingly illustrated in the case of mercury 
and water. Thus, if a pound of mercury at 80 ' 0. be mixed with 
a pound of water at 20" C., the temperatui*e of the mixture will be 
only about 22° C. This shows that the heat lost by the mercury in 
cooling through 58° will raise an equal weight of water thi-ough only 
2°. In other words, the quantity of heat which will raise the 
temperature of a given weight of water 1° will raise the temperature 
of an equal weight of mercury nearly i30°, or the thermal capacity of 
w’atcr is about thirty times that of mercury. 

The thermal capacity of a body is defined as the quantity of heat 
necessary to raise the temperature of the body 1' C., and the thermal 
capacity of a substance is the quantity of heat required to raise unit 
weight (one gramme) of the substance 1° C. 

The specific heat of a substance is its thermal capacity compared 
with that of water ; in other words, it is the ratio of the quantity of 
heat required to raise the temperature of a given weight of the sub- 
stance 1°, to the (juantity of heat which will raise the temperature of 
an cqucal weight of water 1*. When the unit of heat is that required 
to raise the temperature of unit w'eight of w’ater 1°, the thermal 
capacity and the specific heat of a substance are expressed by the 
same number. 

Before the time of Black it was commonly supposed that the 
quantities of heat required to change the temperatures of dift'ereiit 
bodies by the same amount were directly proportional to the 
quantities of matter in them, or that all substances had the same 
thermal capacity. 

“But very soon (1760) after I began to think on this subject,” 
says Black,^ “ I perceived that this opinion was a mistake, and that 
the quantities of heat which different kinds of matter must receive, 
to reduce them to equilibrium with one another, or to raise their 
* Lectures mi fJie Element s of (Jhcmistryy p. 79, 
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temperatures by an ecpial number of degrees, are not in proportion 
to the quantity of matter in each, but in proportions widely different 
from this. . . . This opinion was first suggested to mo by an experi- 
ment described by Dr. Boerhaave (Eletnenfs of Chemisfn/), After 
relating the experiment which Fahrenheit made %t his desire, by 
mixing hot and cold water, he also tells us that Fahrenheit agitated 
together quicksilver and water unequally heated. From the Doctor’s 
account it is quite plain that quicksilver, though it has more than 
thirteen times the density of water, produced less effect in heating or 
coojing water to which it Avas applied than an equal measure of water 
would have produced. He says expressly that the quicksilver never 
produced more effect in heating or cooling ati equal measure of Avater 
than Avould have been produced by Avatcr equally hot or cold Avith 
the quicksilver and only tAvo-thirds of its bulk.” 

Black concluded, therefore, that quicksilver has a much less 
capacity for heat than Avater, and that different substances have 
different thermal capacities. The inference made by Dr. Boerhaave 
from the same experiment is very surprising. Seeing that the heat 
obviously Avas not distributed among different bodies at the same 
temperature in proportion to their masses, he concluded that it Avas 
distributed in proportion to their Amlumes, or that equal volumes of 
all substances have the same thermal capacity. This conclusion, as 
Black remarks, Avas contrfidicted by the very experiment on which it 
Avas founded, yet in it Boerhaave Avas folloAved and supported by 
M uschenbroeck. 

The small capacity for heat of a dense body like mercury Avas 
considered by Black as a strong objection against the dynamical 
theory of heat, for if heat be motion, then in his opinion a dense 
body should contain much more of it than a rare one at the same 
temperature. 

24, Thermometry by Quantities of Heat. — A perfectly scientific 
though inconvenient system of thermometry might be founded on the 
measiii’ement of quantities of heat rather than on changes of volume. 
Thus, if Ave lay doAvn any tAvo definite temperatures, such as the 
melting x>oint of ice and the boiling point of water under a definite 
pressure, or the melting point of any other solid, these temperatures 
will correspond to certain fixed marks on the stem of an instrument, 
such as the mercurial thermometer already described. If now the 
unit of heat bo taken as the quantity of heat necessary to raise one 
gramme of water from one of these temperatures to the other, then 
n units of heat will raise u grammes of water tlirough the same 
interval of temperature. It Avill be convenient to take the lower 
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fixed temperature as that of melting ice, as ice-cold water is easily 
procurable, arid the other fixed temperature may be taken as corre- 
sponding to any fixed mark on the stem of the mercurial thermometer, 
say the division marked 1". 

If now we wish to compare the temperatures of two pieces of the 
same substance in the same physical state, it will be only necessary to 
find how many grammes of water ^ a gramme of each (or equal weights 
of each) will raise from 0'^ to V (our chosen fixed temperatures) — that 
is, the number of units of heat each will give out per unit mass in 
falling from their original temperatures to the upper fixed tempera- 
ture. Equal differences of temperature will thus correspond to equal 
increments of heat, or the temperatures of two pieces of the same 
substance will be in the ratio of the quantities of heat required to 
raise unit mass of each from the lower fixed point to its ])resent con- 
dition. For temperatures below the lower fixed point it will be 
necessary to find the weight of water which, in cooling from the 
upper to the lower fixed point, will raise unit mass of the substance 
from its present temperature to that of the lower fixed point. This 
point' consequently becomes the zero of our new scale, and tempera- 
tures expressed by this system will bo so much above or below the 
lower fixed point. 

So far we have only compared the temperatures by this system 
of different pieces of the same substance. This restriction was 
necessary because it is found that equal masses of different sub- 
stances heated uniformly in the same enclosure or bath will give out 
very diflferent quantities of heat in falling from their common initial 
temperature to that of the upper fixed point. This is expressed by 
saying that different substatices have different thermal capacities per 
unit mass, or different specijlr. heats. If, therefore, it is desired to 
make this system of thermometry generally applicable, a small carrier 
body, say a small metallic disc supported by a silk thread, may be 
employed, just as a proof plane is employed in the measurement of 
electrical potentials. If this small carrier be brought into contact 
with any body it will rapidly assume the temperature of the body ; 
errors arising from the finite mass of the carrier and initial tempera- 
ture difference between it and the body being neglected. The 
carrier may now be removed to the vessel containing the ice-cold 
water fiCnd the weight of water which it raises from zero to the upper 
fixed point estimated. By this means we can compare, or as it were 
weigh, the temperatures of different bodies. 

In order that this system of thermometry should agree with that 
' Perhaps it would be better to work witli the quantity of ice molted. 



art.25 thermometry BY QUANTITY OF HEAT AND SENSE OF HEAT 27 

which measures equal increments of temperature by equal increments 
of volume, it is necessary that equal expansions of the thermometric 
substance should correspond to equal increments of heat, or that the 
dilatation should be proportional to the quantity of heat received. Air 
and the permanent gases seem to be the only substances which satisfy 
this condition very closely, but between O'" and 100° C., and for some 
distance beyond these points, mercury, expanding in an ordinary 
glass envelope, also possesses this property. In general the dilatation 
of a body increases for equal additions of heat as the temperature 
becomes more elevated. Dulong and Petit ^ executed a series of ex- 
pertments on this point. They measured the (pian ti ties of heat absorbed 
by various substances, and also the consequent dilatation, and they 
found that the expansion was not simply proportional to the quantity of 
heat, but that between the dilatation and the quantity of heat absorbed 
some complicated relation exists which depends on the nature of the 
substance. In the case of the permanent gases, however, Rognault Expansion 
found that the change of volume under constant pressure was simply 
proportional to the quantity of heat received, and hence the system of 
thermometry here considered will agree with that registered by an air 
thermometer. . 

Por this and many other reasons the air (or rather perfect gas) 
thermometer is the only strictly scientific measurer of temperature, 
and all other thermometers ought to be standardised by direct com- 
parison with it. 

26. Thermometry by the Sense of Heat. — The sense of heat is a 
somewhat delicate test of the equality of temperature in the case of 
similar bodies, that is, of portions of the same sort of matter. Thus by 
the hand alone a very small difference in the temperatures of two water 
baths may be detected, especially by persons who have cultivated the 
sense of heat for this purpose. It is very different, however, when we 
touch in succession objects which are of dissimilar natures. Let us 
take the case of a room without a fire on a cold frosty day. All the 
objects in such a room will bo at the same temperature. This may 
be tested by means of a thermometer. A metal paper weight will, 
however, when touched feel much colder than the paper on which it 
rests, and the wooden table will feel colder than the woollen table- 
cloth. In explanation of this, we regard the sensation of coldness as 
duo to the loss of heat by the hand, and this is not simply dependent 
on the temperature of the body touched, but depends rather on the 

^ A7in, de Chimie ct de^Phys.^ 2® serie, tom. ii. p. 240, 1816. 

^ Eelation des JUxp^rieneeSy tom. i. p. 163 ; Memoires de V Academic des Sciences^ 
tom. xxi. 
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rate of loss of heat. The hand loses heat much more rapidly to the 
metal paper weight than to the paper, and more rapidly to the wooden 
floor than to the carpet. The rate at which one body communicates 
heat to another at a lower temperature depends, as wo shall see later 
on, not only on fho difference of temperature, but also on the nature 
of the materials of which they arc composed, and on their surfaces. 
The properties involved are specific heat, and internal and external 
conductivities for heat. 

It is rather surprising at first to find on touching some bodies, 
which we know to be at or below the freezing point, that they actu^illy 
feel warm ; a moment’s reflection, hoAvever, leads to an explanation. 
Our bodies part with heat to all other bodies at a lower temperature, 
and on a cold day we are constantly giving out heat to the aii*. If, 
then, we touch any body which draws ofl‘ heat more rapidl}^ than the 
air it appears cold, but if it draws away the heat less rapidly than 
the air from the hand it will feel warm by comparison. It is for a 
similar reason that we feel much warmer when clothed than when naked, 
and that woollen stuffs are employed for bedcovers. 

The estimation of temperature ])y the sense of heat depends upon 
so many variable conditions, the state of the observer included, that it 
cannot be use<l with any certainty. In illustration of this a W’cll- 
known experiment is often cited. Thus if one hand be placed in a 
basin of hot water, while the other is placed in a basin of cold water, 
and then the two are simultaneously placed in a basin of tepid water, 
this latter will appear cold to the hand which was in the hot water 
and hot to that which was placed in the cold. This arises from the 
fact that the tepid water is colder than th(i surface of the hand which 
was in the hot water, and warmer than that which w'as jflaced in 
the cold water. The result is that one hand gives up heat to the 
tepid water, while the other receives heat ; the former accordingly 
becomes chilled, while the latter is heated. AVhen cultivated, how- 
ever, not only can very small differences of temperature be detected 
in similar substances by the sense of heat, but a memory of certain 
definite temperatures can be permanently acquired. This happens in 
the case of bath attendants and hospital attendants, and those engaged 
with hot liquids in various manufactories, such as dyeworks. Such 
persons can tell to within less than a degi*ee centigrade w'hether a bath 
or a poultice is at “ blood heat,” or “ fever heat,” oi* some other definite 
tempeiature to which they arc accustomed.^ 

26. Remarks on the Definition of Temperature. — In concluding 
this section it may be well to call attention to the great importance of 
^ Sir William Thomson, Math, and Phys. Papers^ vol. iii. \k 1110. 



AllT. 26 


CRITICISM OK THK DEFINITIONS 


29 


ii clear definition and a thorough understanding of the exact meaning 
of each term used in any branch of science. Without this progress is 
hopeless, and all reasoning on the stdiject becomes a meaningless tangle 
of words, more calculated to confuse than enlighten. 

Attention has already been directed to the method of explaining 
the seen by means of the unseen, and the known by means of the un- 
known. A similar and perhaps more pernicious habit which still 
lingers is the definition of scientific terms by means of other words to 
which no distinct meaning can be assigned. As an example take the 
following definition : “The temperature of a body is the energy with 
whmh the heat in a body acts in the way of transferring or communi- 
cating a portion of itself to other bodies.” Tn this definition two new 
words, eneigy and heat, are introduced, and the idea of “ the energy 
with which the heat in a body acts,” as well as the conception of the 
transference of heat from one body to another. Until the new worjls, 
as well as the ideas involved, are thoroughly explained, such a defini- 
tion can give no distinct idea of what the word temperature means. 
The student would be better without any definition than with such 
a one. A mystifying string of words can only addle and discourage 
him at the outset of a new and difficult subject. 

Other and no less objectionable forms of definition ordinarily met 
with are “ the power of a body to communicate heat to other bodies,” 
or, “ the greater or less extent to which it tends to impart sensible 
heat to other bodies.” The first essays to explain the word tempera- 
ture by the introduction of the word power. Now the word power 
with reference to engines has a perfectly definite meaning, but in 
ordinary language it seems to enjoy an almost universal application. 
It is so thoroughly indefinite that it does not attract the attention of 
the student, esjjecially when mixed up with scientific words, and he 
passes on without seeing that such a sentence really has no meaning. 
If we take “ the power of a body ” referred to above as meaning the 
quantity of heat it will give to other bodies, we see at once that this 
will depend not only on the hotness of the body, but on its mass and 
the thermal capacity of its material as Avell as on the “ other bodies.” 
If we take the power as the rate of giviiig out heat, we are again in 
similar difficulties, for the rate of loss of heat will depend upon the 
nature of the surface as well as that of the material, and by no means 
on the hotness alope of the body. Similar remarks apply to the 
second definition. It perhaps excels the first in indistinctness. The 
“greater or less tendency of a body ” seems to contain an idea, but it 
is not easy to understand its precise meaning ! 

The last form of definition which we shall consider is much 
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superior to the others. Hero temperature is laid down as “ the 
thermal state of a body considered with reference to its power of 
communicating heat to other bodies.” The “ power of communicating 
heat,” as has^ been already pointed out, either means nothing or is 
entirely incorrect? The thermal state of a body, if it means anything, 
means the hotness of a body, and the definition implies that the 
temperature ^is the hotness considered in a certain aspect. 

Another strange inversion of ideas is also generally met with. It • 
occurs in the consideration of difference of temperatures. Thus it is 
stated that two bodies are said to be at different temperatures wl^en, 
if placed in contact, heat passes from one to the other. Now it is 
in the reverse order that the ideas are actually obtained. What we 
directly observe is temperature and change of temperature (see Art. 
20). When the temperature of a body changes wo account for it by 
supposing that heat has left or entered it. We do not observe the heat 
passing from one body to another, and find that as a consequence the 
temperature changes. In order to find out which of two bodies is at 
the higher temperature we do not place them in thermal communica- 
tion, and observe if “heat” flows from one to the other. The flow of 
heat is an assumed phenomenon arising from the observed change 
of temperature, and is asserted merely because we say that when the 
temperature of a body is changing it is gaining or losing heat, or that 
increase of temperature is accompanied or caused by a gain, and fall 
of temperature by a loss of heat. 

A theory may be wrong, but it certainly ought to be clear and 
distinct, and should be expressed in language which can be easily 
understood. The definitions sometimes met with often escape the 
merit of being false by being expressed in words which have no 
assignable meaning. In the theory of heat ambiguity in this respect 
probably arises from the fact that during the present century a new 
theory has been built up while the old doctrine lingered on. Terms 
which were distinct in the latter have been retained with a very 
different signification in the former, and an imperfect apprehension 
of their exact meaning perplexes the student. 



SECTION III 

KARI.Y TJI KORIES OF HEAT 

27. Two Theories prevalent. — From the dawn of science to the 
present century two rival hypotheses i*egarding the nature of heat 
were generally entertained, neither of them, however, being founded 
on any sufficiently established basis. According to one, known as the 
caloric theory, heat was supposed to bo a subtle elastic fluid which 
permeated the pores of bodies, and filled the interstices between the 
molecules of matter. The other doctrine, which is as old as the 
ancient Greeks, and contains the germ of the modern theory, supposed 
heat to be due to a rapid vibration of the molecules of a body, and 
consequently attributed heat to motion. The supporters of this theory 
seem to have been long in a miserable minority. 

28. Lord Bacon. — The first philosophic attempt at the formation 
of a theory founded on observation seems to have been made by Lord 
Bacon ^ in a treatise which he offered as a model of the proper manner 
of prosecuting investigations in Natural Philosophy. In this treatise 
he sums up all the principal facts then known relating to heat, or to 
the production of heat, and after a cautious and mature consideration 
of these he endeavours to form a well-founded opinion of their cause. 
On deliberating over the various ways in which heat is produced by 
friction and percussion, the only conclusion he could draw from the 
whole facts was the very general one that “ heat is motion.” 

The opinion of Lord Bacon was adopted very generally, but with 
two different modifications. The greater number of his followers in 
England supposed that the motion or tremor which constituted heat 
was in the small particles of the body, while the majority of continental 
philosophers supposed that the vibration was not that of the particles 
of the body itself, but rather of the particles of a subtle and highly 
elastic fluid, penetrating the pores of bodies, and interposed between 
their particles. This fluid they imagined to be diffused through the 

^ De forma Calidu 
31 
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whole universe, pervading with case the densest bodies, and in the 
opinion of some, when modified in certain ways, produced the pheno- 
mena of light and electricity.^ 

29. The Caloric Theory. — The other school of philosophers, how- 
ever, was in pcfwor till the beginning of the nineteenth century. 
They held that heat was not due to motion, but to the action of a 
highly clastic and self-repellent fluid, which was all-pervading and 
universal. At first the only properties postulated were that it was 
highly elastic, and that its particles repelled each other very strongly. 
It was by this latter property of caloric, as the heat fluid was called 
later on, that bodies in combustion threw ofl* heat and light. fSiib- 
sequcntly Dr. Cleghorn introduced another property which was 
strongly favoured by Black, namely, that the particles of the caloric, 
though self-repellent, wei‘e yet strongly attracted by the particles of 
ordinary matter, and that ditterent kinds of matter attracted the 
caloric with different degrees of force. Thus, among any system of 
bodies, an equilibrium would be established between the self-repulsion 
of the caloric and the attractive influence exerted on it by the matter, 
and caloric would pass from'one body to another until this equilibrium 
was established. 

The fundamental quality demanded for the heat fluid was that it 
was indestructible and uncreatable by any process. Bodies became 
warmer when caloric was added to them, and grew colder as it left 
them. In this respect it possessed the essential property of ordinary 
matter — a property also attributed to energy, which replaces it in the 
dynamical theory. 

As to the possession of the other property of matter — namely, 
weight — a great diversity of opinion existed. Some ])hilosophers held 
that caloric had weight, while others held that it had not. Experi- 
ments on this point were difficult and doubtful, and contradictoiy 
results were often obtained. At the close of the eighteenth century, 
however, the general opinion in the best informed circles was that the 
heat fluid was imponderable, and in this respect it differed from 
ordinary matter. Count llumford - finally settled the point by a set 
of delicate and most instructive experiments, from which he concluded 
that “all attempts to discover any effect of heat upon the apparent 
weights of bodies will be fruitless.” 

That equal weights of different substances require differentamounts 
of caloric to raise their temperature through the same interval was 

* Soe Black’s Lectures ou the Elements of Chemistry,^ vol. i. i'. 33. 

^ Rumford, “An Inquiry concerning the Weight of Heat,” Ehil. Trans, j 1799 ; 
and Complete JVorks^ vol. ii. p. 2. 
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easily explained by the calorists on Cleghorn's supposition, that 
different kinds of matter attract the caloric differently, and conse- 
quently it was reasonable to suppose that some substances would 
absorb greater quantities of caloric than others in rising •through the 
same range of temperature.' Other very plausible explanations of 
physical phenomena were arrived at by the partisans of this theory. 
Thus the general expansion of bodies by heat folbjAved as a natural 
consequence, for, the caloric being a self-repellent fluid, when the 
quantity in any body increased it was to be expected that the self- 
rcpujsion of this fluid would cause an increase of volume. Even when 
heating caused contraction, it was not difficult to find analogies in 
support of the theory. Thus contraction ocicurs when water aTid 
alcohol are mixed, and in alloys of copper and tin, and in some 
chemical combinations the volume of the combination may be less than 
that of cither constituent. 

To explain his doctrine of latent heat. Black supposed that caloric 
could not only exist in the free state, that is as sensible heat, but also 
in combination with matter, in which case it became latent and in- 
active. It could not then be detected by the thermometer. From 
this point of view water is the result of a combination of the substance 
of ice with a certain proportion of caloric, and steam is a combination 
of water with a further quantity of caloric. This doctrine, proposed 
by Black, was not however generally accepted. There were many 
who thought that liquefaction was not attributable to heat alone. 
They considered, for example, that water was a fluid from an essential 
quality, depending upon the supposed spherical shape of its j)articles, 
and that the freezing of it depended upon the introduction of some 
extraneous substance, such as frigorific particles, etc., and this view 
was supported in the case of water by the increase of bulk in freezing.^ 

The conduction of heat — that is, its transference from one body to 
another in contact with it, or from one part to another of the same 
body — also presented no difficulty, for the caloric was supposed to 
flow from places of higher to places of lower temperature, as a liquid 
flows from places of higher to places of lower level. The flow of the 
caloric from higher to lower temperatures was a consequence of the 
supposed mutual repulsion of its particles. 

So far the explanations of the calorists were certainly satisfactory, 
although in some cases they were cumbrous and diflicult of application. 
We shall, however, see inimed lately, as facts accumulate, that cases 
will come to hand which cannot be explained by the caloric doctrine, 
at least without radical changes in its fundamental postulates. 

^ This view was defended by Prof. Musclienbroeck, Phys. de Aqua. 

. D 
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30. Heat developed by Friction. — 'fhat heat may be freely de- 
veloped by friction seems to have been well known to all classes of 
men from the earliest times. Every schoolboy is well acquainted 
with the fact that a brass nail may be heated to a painful degree by 
rubbing it on a wooden seat. Friction, indeed, is the ordinary 
resource of the savage in lighting his fire.^ 

it is on account of the great heat developed by friction that such 
2)recautions are taken to keep the axles of railway carriages well 
greased, and even with the utmost provision against it the axles and 
axle-boxes of express trains become so warm that a stoppage or slacken- 
^ ing of speed becomes necessary. Outbreaks of lire arising from the heat 
developed by friction between the wheel and axle of a rapidly-driven 
carriage have not infrequently occurred. An analogous development 
of heat is produced by percussion. A soft iron rod rapidly hammered 
on an anvil may be heated by an experienced hand to the point of 
incaTidescence, while a few strokes will warm it sufficiently to light a 
match. In like manner a bullet is found to be considerably heated 
after striking a target. The flash of light often seen Avhen an iron 
shot strikes a target shows that the heat developed by the impact is 
sufficient to raise to incandescence the scattered dust and particles 
abraded by the collision. 

In like manner there is a development of heat by friction in 

' Thu Gaucho of the I’aiiipas pre8se» the blunt end of a Huxible rod about 18 
inches long against Ids breast, and the other end, which is pointed, lie places in a 
hole drilled in a piece of dry wood. Bending the rod by the pressure of his body, 
he seizes the curved part and turns it rapidly round, till the heat developed by the 
friction of the rod against the block of wood is sulHcient to produce ignition. In 
Australia and Tasmania ignition is produced by the rapid twirling of the pointed 
stick between the palms of the hands, and among the Esquimaux one person presses 
the end of the rod against the piece of wood, while another produces a rapid rotation 
to and fro by means of a thong. 
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liquids. In the ordinary process of churning there is a considerable 
rise in the temperature of the milk before the operation is completed. 
Water, or any other liquid, may bo heated in the same manner, and 
it was by an experiment of this kind that Joule first^ determined the 
dynamical equivalent of heat, that is, the relation between the quantity 
of work spent in churning and the quantity of heat developed by the 
process. 

31. The Fire Syring‘e. — One of the most interesting illustrations 
of the dynamical generation of heat is furnished by the fire syringe. 
This instrument consists of a stout cylindrical glass tube, accurately 
bored and quite smooth within. An air-tight piston is fitted into it, 
so that by forcing the piston forward the air in the tube is compressed. 
When the air is thus forcibly compressed, heat is suddenly generated, 
and the rise of temperature thus developed may be sufficient to ignite 
a piece of tinder attached to the inner end of the piston. 

If a pellet of cotton wool, moistened with bisulphide of carbon, be 
thrown into the tube and then immediately ejected, so that a mixture 
of its vapour and air fills the tube, a flash of light will be seen on 
suddenly cornpressing the contents. The heat developed by the com- 
pression has been sufficient to ignite the va])our. 

The converse operation — the development of cold or destruction 
of heat — may be also illustrated by means of this or some similar 
apparatus.^ Thus if the gas be coin 2 )ressed, and after attaining a 
fixed temperature be allowed to expand, pushing the piston before 
it, so that work is done against the external pressure, a noticeable 
fall in the temperature of the gas will occur. 

That the temperature of a gas is elevated by sudden compression 
and reduced by expansion seems to have been first noticed by Dr. 
Cullen and Dr. Darwin.- This fact being once noticed would naturally 
lead to an inquiry as to the quantity of heat developed by a given 
compression, or the relation between the amount of compression and 
the change of temperature or quantity of heat developed. Dalton ^ 
was the first to estimate this change of temperature with some degree 
of accuracy, and from his, experiment ho concluded that when air is 
compressed to one half its bulk a heating of 50" F. occurs, with a 
similar cooling when a corresponding rarefaction takes place. 

^ For example, by allowing air to escape from a vessel in which it has been 
compressed. The cooling effect when small may bo registered by some sensitive 
thermo-electric apparatus. The cooling produced by the expansion of carbonic acid 
gas when escaping under high pressure into tlie atmosphere, is so great that the 
(‘•scaping gas becomes not merely liquefied but actually solidified. 

Joule, Phil, Mag., May 1845. 

^ Dalton, Memoirs of TAt, and Phil. Hoc. of Manchester, vol. v. pt. 2, pp. 251-255. 
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Subsequently Dulong’ showed that equal volumes of all gases 
taken at the same temperature and pressure evplved (or absorbed) the 
same quantity of heat when suddenly compressed (or dilated) by the 
same amount. ^ 

32. Explanation of the Calorists. — That heat is developed by 
friction and percussion was well l^nown to the supporters of the 
caloric theory, and accounted for by well-framed hypotheses. Thus 
any body in its normal state possessed a certain capacity for heat, and 
contained a certain quantity of caloric at a definite temperature. Per- 
cussion altered the condition of the substance and lessened its ca^city 
for heat. Some of the caloric was squeezed out of it, and, being thus 
set free, manifested its presence by the rise of temperature. Similarly, 
in the hammering of a nail, the caloric was simply hammered out of 
the pores of the iron. The molecules of the matter were driven 
closer together, and the caloric was ejected. In the case of friction, 
however, part of the material was abraded or rubbed into powder, 
and the calorists postulated that the c^ipacity for heat of the powder 
was, smaller than that of the solid from which it was abraded ; there 
was thus an evolution of heat. 

This reasoning is strictly philosophical if the assumptions on which 
it is based be true, viz. that the capacity for heat is less in the state 
of powder than in the solid state ; and further, that heat is inde- 
structible, or that the quantity of heat fluid in the universe remains 
permanently the same. The calorists did not, however, appeal to 
experiment to prove that the capacity of a body for heat was less in 
the state of dust than in the block. If they had done so, they would 
have found their postulate overthrown, and would have been forced 
to abandon their theory, or devise some other explanation of the heat 
developed by friction. The production of heat by the friction of 
liquids, as in the process of churning, could scarcely be exj^lained on 
the same lines. Here there is no abrasion, no apparent change of 
state or powdering of the material, and consequently no room for the 
postulate that its heat capacity is diminished by the process which 
generates the heat. 

The peculiarity of the heat su^iply obtainable by friction is that it 
appears to be inexhaustible, so that the quantity of heat obtainable by 
rubbing together two bodies which do not abrade would be infinite. 
This cannot possibly be explained by the supj)osition that the heat 
capacity of the substance is less in the ])owderod or compressed than 
in the original state, but its explanation must be looked for in the 
action or agent which causes the rubbing. From this point of view 
1 Duloug, Ann. de Chimie, 2® serie, tom. xli. p. 166, 1828. 
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the heat developed is the result of the work done by the agent pro- 
ducing the rubbing. 

38. Rumford’s Experiment. — The first experimental investigation 
into the true nature of heat was made by Count Kumford ^ in 1798. 

While engaged in the boring of brass cannon at the military 
arsenal in Munich, he was struck by the high temperature of the 
metallic chips thrown off, and by the excessive development of heat 
during the process. In order to investigate the matter thoroughly he 
prepared a hollow gun-metal cylinder, formed in the waste head of a 
cannon, and mounted it so that it could bo rotated bj^ horse power on 
a horizontal axis, while a blunt steel borer pressed against its bottom. 
The cylinder \vas covered with a thick coating of flannel to prevent 
loss of heat, and a small radial hole to contain a thermometer was 
drilled into the bottom, and terminated at its centre. The bulb of 
the thermometer was thus at the middle point of the thick bottom of 
the cylinder,’* and the stem projected from its side. 

At the beginning of the experiment the thermometer stood at 
60° F., and after half an hour, when the cylinder had made 960 
revolutions, the temperature was found to be 130° F., which fairly 
represented the mean temperature of the cylinder. 

He now removed the metallic dust or scaly matter abraded by the 
friction from the bottom of the cylinder, and found it weighed only 
837 grains troy, “ Is it possible,” he exclaims, “ that the very con- 
siderable quantity of heat produced in this experiment — (a quantity 
which actually raised the temperature of above 113 lbs. of gun-metal 
at least 70 degrees of the Fahrenheit thermometer, and which, of 
course, would have been capable of melting 6^ lbs. of rice, or of causing 
near 5 lbs. of ice-cold water to boil) — could have been furnished by 

^ llnintbrd, Fhil. Trans., 1798. Count Kiiuiford’s name was Benjamin Thomson. 
Ho was born in 1753 at Woburn, near Boston, and was driven to Europe for his 
loyalty during the rebellion of the British colonies in America. He effected Various 
important reforms in Bavaria, and chose the title by wdiich he is generally known 
(and which w'as conferred on him for his services) from a village in New Hampshire, 
now cjillcd Concord, where he was obliged to leave his wife and infant daughter. 

The verlorcner Kvpf, or waste head, was a solid mass about 2 feet long, pro- 
jecting beyond the muzzle of the gnu. This was cut off before boring. It was cast 
with the gun in order that its weight on the lower parts might make them compact. 
Without this precaution the metal in the neighbourhood of the muzzle would be 
more or less porous. 

The external diameter of the cylinder was 7^ in.,* and its length 9*8 in. The 
diameter of the internal cavity (which was drilled out) was 3*7 in., and its depth 
7*2 in., so that the bottom was 2*6 in. thick. The borer was a flat piece of hardened 
steel 4 in. long, 0*63 in. thick, and nearly as wide as the cavity, viz. 3*5 in. It 
was kept fixed and pressed against the bottom of the cylinder by means of a strong 
screw with a pressure of 10,000 lbs. 
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SO inconsiderable a quantity of metallic dust, and this merely in con- 
sequence of a change in its capacity for heat ? . . . But without 
insisting on the improbability of this supposition, we have only to 
recollect that from the results of actual and decisive experiments, made 
for the express purpose of ascertaining that fact, the capacity for heat 
of the metal of which groat guns are cast is not sensibly changed by 
being reduced to the form of metallic chips in the operation of boring 
cannon, and there does not seem to be any reason to think that it can 
be much changed, if it be changed at all, in being reduced to much 
smaller pieces by a borer that is less sharp.” • 

This test was not, however, conclusive to the calorists. It was 
not sufficient to prove, as Rumford did prove, that the capacity for 
heat of the solid metal was the same as that of the chips. It was 
still necessary to prove that equal masses of the solid metal and the 
abraded dust always contain the same tpmntity of heat when at the 
same temperature. A calorist might say that although metal and 
the dust possess the same thermal capacity at the same temperature, 
yet the solid metal contains a greater quantity of heat than the dust, 
the difference having been evolved <luring abrasion. It has been 
stated that this point might have been settled by melting equal 
weights of the two, and observing the quantity of heat necessary to 
change equal weights of the solid and abraded dust into fused metal. 
If these are equal, and if it be allowed that the fused mass is exactly 
the same in all respects in one case as in the other, then the dust and 
the solid metal will contain equal quantities of heat per unit weight 
when at the same temperature. A similar test would be by solution 
in an acid, and observation of the heat of combination. Rumford, 
however, did not stake his opinion on such experiments as these. 
He adhered firmly to the one main point and feature of the experi- 
ment, namely, that the supply of heat is inexhaustible. If the heat 
were rubbed out of the material, a stage would be reached at which all 
its heat would be exhausted. No such stage was ever observed. The 
supply was as free and copious at the end of the experiment as at the 
beginning. All that was necessary was the continued working of the 
machinery. The quantity of heat obtained dei^ended in no way on 
the amount of rubbing or hammering the brass had previously received ; 
it depended only on the work spent in friction during the experiment 
(see further, p. 41). 

Rumford also proceeded to determine if the exclusion of the air 
from the cylinder had any effect. For this purpose he closed the end 
of the cylinder with a tight-fitting collar so that the air had no access 
to the interior during the experiment, but he found no observable 
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difterence in the result. He also placed the cylinder in a wooden box 
filled with water in such a manner that it could revolve either water- 
tight or open, while the borer pressed against its bottom as before. 
At the beginning of the experiment the temperature of the water was 
60” F. One hour after the machinery had been sA in motion the 
temperature of the water, which weighed 18*77 lbs., was 107” F., or 
had been raised 47 ’ F. In thirty minutes* more the temperature was 
142” F., and at the end of two hours from the beginning of the 
experiment the temperature was 178” F., while in 21 hours the water 
acti^plly boiled ! 

He then proceeded to calculate the quantity of heat possessed by 
each part of the apparatus at the conclusion of the experiment, and 
found that the total was sufficient to raise 26*58 lbs. of ice-cold water 
to the boiling point. This, together with the duration of the experi- 
ment, gave the rate at which the heat was generated to be “greater 
than that produced in the combustion of nine wax candles, each three 
quarters of an inch in diameter, all burning together with clear bright 
flames.” 

“One horse,” he adds, “would have been equal to the work per- 
formed, though two were actually employed. Heat may thus bo 
produced merely by the strength of a horse, and in a case of necessity 
this might be used in cooking victuals. But no circumstance could 
be imagined in which this method of procuring heat would be ad- 
vantageous ; for more heat might be obtained by using the fodder 
necessary for the support of the horse as fuel.” 

“In meditating over the results of all these experiments, we are 
naturally brought to the great question which has so often been the 
subject of speculation among philosophers, namely — 

“ What is Heat ? — is there any such thing as an igneo as fluid 1 Is 
there anything that can with propriety bo called mlork ? ” 

“ We have seen that a very considerable quantity of heat may be 
excited by the friction of two metallic surfaces, and given off in a 
constant stream or flux in all directionSy without interruption or inter- 
mission, and without any signs of diminution or exhaustion. ...” 

“ In reasoning on this subject we must not forget that most 
remarkable circumstance, that the source of the heat generated by 
friction in these experiments .appeared evidently to be inexhaustible” 

“ It is hardly necessary to add that anything which any insulated 
body or system of bodies can continue to furnish without limitation 
cannot possibly be a material substance ; and it appears to me to be 
extremely difficult, if not quite impossible, to form any distinct idea of 
anything capable of being excited and communicated in the manner 
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the heat was excited and coiiimiinicated in these experiments except 
it be MOTION." 

34, Davy’s Experiment. — The fatal blow to the' caloric theory 
was delivered by Humphry Davy, who first showed that two pieces 
of ice may be melled by simply rubbing them together. Davy reasoned 
that if ice can be liquefied by friction, a substance (water) will be 
produced, which *is allowed by all parties to contain a far greater 
amount of heat than the ice. Liquefaction will then conclusively 
demonstrate the generation of new heat. He tried the experiment 
and succeeded. He says : ’ “I procured two parallelepipedons o{ ice 
(the result of the experiment is the same if wax, tallow, rosin, or any 
substance fusible at a low temperature be used) of the temperature 
29° F., 6 inches long, 2 wide, and § of an inch thick ; they were 
fastened by wires to two bars of iron. By a peculiar mechanism their 
surfaces were placed in contact, and kept in a continued and violent 
friction for some minutes. They were almost entirely converted into 
water, which water was collected and its temperature ascertained to 
be 35° F., after remaining in an atmosphere of a lower temperature 
for some minutes. The fusion took place only at the plane of contact 
of the two pieces of ice, and no bodies were in friction but ice. From 
this expeAnent it is evident that ice by friction is converted into 
water, and according to the supposition of the calorists its capacity is 
diminished ; but it is a well-known fact that the capacity of water 
for heat is much greater than that of ice, and ice must have an 
absolute quantity of heat added to it l>efore it can be converted into 
water. Friction consequently does not diminish the capacities of 
bodies for heat." 

Davy then proceeded to determine if the heat which produced the 
liquefaction could have been derived from the air or bodies in contact 
with the ice. For this purpose he caused the experiment to be 
performed by clock-work under the exhausted receiver of an air- 
pump surrounded with ice ; but in this case also liquefaction was pro- 
duced as before. He consequently concluded that heat is produced 
by friction, and that caloric, or the matter of heat, does not exist ; 
that “a motion or vibration of the corpuscles of bodies must be 
necessarily generated by friction and percussion. Therefore we may 
reasonably conclude that this motion or vibration is heat. . . . Heat 
then . . . may bo defined as a peculiar motion, probably a vibration 
of the corpuscles of bodies tending to separate them.” 

* Davy, ** Essay oil Heat and Light and Combinations ot* Light,*’ Complete TVorks, 
vol. ii. ]). 11. This was his first contribution to science, and was published in 
VtM in tlie Contrihutioris to Physwal ami Medical Knowledtje, principally from tlie 
west of England. Collected by Thomas Beddocs, M.D. 
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The minds of scientists were, however, so imbued with the caloric 
doctrine that the experiments and arguments of Davy attracted but 
little attention. They were even treated by some as wild and 
extravagant speculations. Even Davy himself did not seem to be 
confident. His subsequent writings do not bear the mark of complete 
co^iviction which characterises so unmistakably those of Kumford, 
and it was not until 1812 that he distinctly laid down ^ that — 

The immediate cause of the phenomena of heat is motion, and 
the laws of its communication are precisely the same as the laws of 
the gommunication of motion.” 

Both Kumford and Davy might, however, have been successfully Poaitioii 
met by any calorist who was willing to abandon some of the less 
essential parts of the doctrine. When heat is generated by friction 
or compression, the calorists accounted for it by asserting that the 
capacity of the material for heat is diminished, or that the heat is 
rubbed or squeezed out of it. Now let us suppose that it is proved 
beyond doubt that this is not the case. How then is a calorist to 
explain the evolution of heat in Rumford’s experiment ? By the funda- 
mental tenets of his doctrine he is bound to consider heat as inde- • 
structible and uncreatablc ; but in this experiment a constant stream 
of heat flows from the parts in friction as long as the motion ^jontinues, 
and no equivalent loss of heat can be detected elsewhere. Any 
competent reasoner will therefore turn to the agent which keeps the 
machinery in motion. The calorist will bo forced to state that the. 
heat evolved in Rumford's experiment comes from the horse, and in 
making this assertion his jiosition will be as strong, but scarcely so 
acceptable or rational, as that of his opponent. Briefly stated, the 
position of the calorist would be that heat is an imponderable fluid 
which cannot bo created or destroyed, and therefore if heat appears 
to be generated in any mechanical process it must be derived from 
the agents or sources which maintain that process. The opponents of 
the caloric theory, on the other hand, assert that heat is not a fluid, 
but may be developed by the expenditure of work or energy. While 
one party might say that the caloric (or heat) is derived from the 
hprse in Rumford’s (yeperiment, the other party maintains that 
energy is derived from the horse, and the heat which is evolved is the 
equivaleht of it. The fundamental postulate of modern science concern- 
ing energy is that it cannot bo created or destroyed, and this is exactly 
the property demanded for caloric. The horse in Rumford’s experiment 
supplies something to the machinery which possesses exactly the same 
fundamental quality of permanence according to both schools. 

* Davy, Elements of Chemical Philosophy ^ p. 94. 
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36. The Dynamical Equivalent of Heat — Joule’s Experiments. 

— That some relation existed between the work spent in driving the 
apparatus and the heat developed in Count Eumford^s experiment 
had doubtless floated before the minds of many philosophers before 
either the correct enunciation or the exact experimental determination 
of this reLation was made. A rough estimation indeed of this relation 
may be obtained from the experiment actually jjorformed by Rumford.' 
The accurate investigation of the whole subject was taken up by Dr. 
Joule of Manchester in the year 1840, and continued for a long period 
with the highest experimental skill in several distinct investigations. 
The object of Joule’s inquiry was to determine exactly the quantity 
of heat developed by the expenditure of a known amount of work, 
when this work is spent solely in producing heat by friction. 

The method employed was practically a modification of that used 
by Rumford in showing that heat is developed when work is spent in 
friction. The modification consisted in the adoption of accurate 
methods for estimating the work spent and the heat generated. The 
heat was produced by friction of a brass paddle revolving in water 
contained in a specially constructed brass vessel, so that the w'atcr was 
heated by a kind of revolving-churn process, and the temperature was 
registered by means of a delicate mercurial thermometer. The paddle 
was driven by two leaden weights attached to a doubled cord passing 
over two pulleys, and the work sj^ent in turning it was estimated from 
a knowledge of the mass of the weights and the height through which 
they descended. 

After all corrections were made, Joule decided that his mean 
result was 772 foot-pounds per degree Fahrenheit between the 
temperatures 55” and 60‘" F. That is, the work done in raising a 
weight of one pound through 772 feet in the latitude of Manchester 
will, if spent in friction (between brass and water), raise the tem- 
perature of one pound of water one degree Fahrenheit. The unit of 
heat being the quantity which will raise unit mass of water one degree 
Fahrenheit on the mercury thermometer, and the unit of work being 
that spent in elevating unit mass one foot, the general relation between 
heat and work will be IT = W/772, or W = 772H. 

If the unit of heat be that required to raise unit mass of water 

1 Thus Runiford estimated the thermal capacity of the water and apparatus us 
equivalent to that of 26T>8 lbs. of w'ater. Further, one horse was sufficient to turn 
the machinery and change the temperature of this mass from to 212" F. m two 
and a half hours, the rate of increase of temperature being about l"-3 per nunute. 
This gives 847 foot-pounds as the dynamical equivalent, a number which is only 

about 10 per cent in excess of Joule’s estimate. 

Except reduction to the air thermometer, see Chap. VIII., Section I. 
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one degree centigrade, the work equivalent will be the ij of 772, that 
is 1390, the unit of work being the same as before. But if the unit 
of work be that spent in raising unit mass one metre, the value of 
the mechanical equivalent will be 424. This is expressed by saying 
that the mechanical equivalent of heat is 424 gramme-metres, or the 
work spent in raising a weight of one gramme to a height of 424 
metres will, if spent in friction, produce as much heat as will 
raise the temperature of one gramme of water one degree centigrade. 
Denoting the value of the mechanical equivalent by J in any system 
of i^nits, we shall have between the work spent and the heat produced 
the general equation — 


The symbol J represents the number of units of work necessary to the 
generation of one unit of heat, when the work is all spent in generat- 
ing heat. It ought to be remembered tfiat in the experiments devised 
by Rumford and Joule, the work may not all be spent in generating 
heat. There may bo electric or magnetic actions developed, or other 
actions may take place which wc have as yet no means of detecting. 
If any such actions take place, the values of d derived by difierent 
methods and with different materials would not be expected to be 
equal, and if they are found to be equal it does not prove that such 
actions do not occur, but only that the ratio of the part of the work 
spent in producing heat to that spent in these other actions is the 
same in all the methods employed, or that the same definite fraction 
of the work is spent in all the methods in }>roducing heat. 

Joule was quite clear on the point that if the work is really all 
spent in producing heat, then with every form of apparatus we must 
obtain the same amount of heat for the expenditure of the same 
amount of work. He consequently determined the dynamical 
equivalent by the friction of other liquids than water, and by other 
methods than friction. The results of three series of experiments 
gave — 

(1) Friction of water contained in a brass vessel with a brass paddle .1 — 772*<>95. 

(2) Friction of niorcury contained in an iron vessel with iron jmddlc J = 774*083. 

(3) Friction of tw*o iron rings rubbing against each other in mercury .1—774*987. 

In 1878 Joule repeated his experiments, and found the number 773*369 for the 

dynamical equivalent in the latitude of Manchester. This, reduced to the sea- 
level and the latitude of Greenwich, becomes 773*492, the unit of hejit being that 
which raised the temperature, of 1 lb. of water from 60° to 61° F., the weighing 
being made with brass weights when the barometer stood at 30 in. When the 
weighing is made in vacuo this becomes reduced to 772*55. [In 1879 Joule made a 
careful comparison of his thermometer with one which had been standardised by 
Rowland. The results were published as an appendix to Rowland’s paper in the 
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'Proceedings of the American Acadeir^j ^ov March 1880. A considerable correction 
was then found to be necessary in the values obtained by Joule. Agaiiii Joule had 
assumed Uegnault's expression for the spociiic heat of water, and a correction for the 
capacity for heat of the calorimeter was also rendered necessary by the changes in 
the thermometry. Joule's result is given in the above-mentioned paper as 774 ‘6, 
which, when all corftetions are applied, becomes (for temp. 12'’ *7 C. and latitude of 
Baltimore) 778*5 (E. H. Griftiths, Phil. Trav^.f A, 1893, ji. 499).] 

Later experiments on this subject have been carried out by 
Professor H. A. Rowlands and several others. The experiments of 
Rowland are remarkable for their range .and consistency, as well as 
. for the skill and completeness with which they were executed. They 
were conducted at temperatures varying between 39°*1 F. and 
F. (a much wider range than that employed by Joule), and gave 
results varying from 774*7 to 778*3 on the mercurial thermometer, 
and from 77.5*9 to 783*4 on the air thermometer, the higher results 
being obtained at the lower temperatures (see further. Chap VIII.). 

When the gas thermometer is taken as the standard, and the unit 
of heat as the quantity required to raise the temperature of unit 
mass of water 1° at a temperature of 20*’ C. on the gas thermometer, 
the foregoing results may be replaced by the numbers — 

r - 427*5 (gramme-metres degree ( '.) , 

“ 779 (foot-pounds degree F.) 

= 1402 (foot-poumls degree fJ.) 

36. Transformation ot Heat into Work. -We have seen how 
Rumford, Davy, and Joule proved that the work done by animals oi* 
falling weights may be converted into heat, and we shall now consider 
the converse operation— the transformation of heat into work, or the 
derivation of mechanical etfect from thermal agencies. 

This process is exhibited in the steam-engine and all other heat 
engines. Thus in the steam-engine fuel is consumed and heat 
generated in the furnace, and at* the expense of this heat the engine 
is set in motion, and work is performed. The kinetic energy of the 
particles of a l^ot body, which, according to the dynamical theory, 
constitutes its heat, is thus transformed into the visible motion of the 
parts of the engine, and this in turn is transformed partly into 
external work, or mechanical effect, such as the raising of weights, or 
communicating motion to or altering the configuration or state of 
other bodies, or systems of bodies and it is partly frittered down 
again into heat developed by the friction of the parts of the engine 
itself, or of other bodies which it may set in motion. 

Thus in a locomotive the heat drawn from the furnace passes first 
into heat motion or energy of the particles of water and steam ; this 


CoiTecte<l 
value at 
20'’ C. 
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in turn passes into the motion of , the machinery. All the visible 
motion of the engine and its parts is thiis derived from the invisible 
motions of the molecules of the water vapour, which in turn comes 
from the furnace, and this invisible motion or agitation of the mole- 
cules of a body we regard as the source of its sensible heat, and the 
performance of work by a heat engine wo regard merely as a trans- 
formation of the kinetic energy of the particles of the hot body, or 
source of heat, into the visible energy of motion of large masses, or 
into that energy of position which wo call potential energy. When 
a train is propelled by steam-power, part of the energy derived from 
the furnace is converted into energy of motion of parts of the 
apparatus, and part of this energy of motion will, if the train is 
ascending an incline, be coiiverte<l into energy of position or potential 
energy, and part will bo re-converted into heat developed by friction 
in the rails, air, and parts of the train. If the train moves uniformly, 
the moving parts are giving out as much energy as they receive from 
the furnace ; if its speed is being accelerated they are receiving more 
energy than they give out ; and if its speed is diminishing, they are 
receiv4ng less. The potential energy might be recovered again as 
.motion (in part at least) by allowing the train to fall to its original 
leveL The engine thus acts the part of a still, in converting energy 
which first exists as heat motion in the furnace into visible motion of 
the machine, and this again into heat motion developed by friction. 
In all heat engines, however, by far the greater part of the heat 
energy is given out as such, without being converted into mechanical 
energy at all. 

If the engine be employed in merely producing motion in itself or 
other bodies without altering their relative positions or state, and if 
these motions finally subside through friction, as in the case of a 
train coming to rest at the same level as that from which it started, 
then on the whole there will be no external work done, there will be 
no mechanical advantage gained, and all the heat derived from the 
furnace will be frittered down, and reappear again as heat developed 
by the friction which brings the mass to rest. If, however, work 
has been done by the engine in raising its mass, or any other masses, 
to a higher level, an equivalent of the heat drawn from the furnace 
will disappear ; this will have been used up in doing work, viz. the 
work necessary to raise the masses to the higher level ; the remainder 
of the heat drawn from the furnace will reappear as heat developed 
by friction, so that the heat thus developed is not now the complete 
equivalent of that drawn from the furnace, but is less by an amount 
W/J where W is the work done in raising the masses. 
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The direct verification that heat disappears wheiTwork is done 
by a steam-engine was first experimentally demonstrated by Him in 
1857, but as early as 1839 an essay was made by S6guin in the 
same direction. 

Hirn’a ex- Him actually measured in an ordinary working steam-engine the 
periiiients. which was carried from the boiler in a given time, 

and also the quantity which reached the condenser during the same 
interval. He also calculated the quantity lost by radiation and con- 
duction over all parts of the machine, and found that when the 
engine was at work, turning other machinery, the difference between 
the quantity of heat which left the boiler and that which entered the 
condenser was much greater than when the engine performed no 
external work, and the steam merely passed through the engine from 
the boiler to the condenser. 

Him also pushed the experimental inquiry further, and actually 
deduced a fair estimate of the dynamical equivalent of heat from his 
observations of the work done by the engine, and the quantity of 
heat used up in performing it. The work W performed in any time 
can bo deduced from the area of the Watt’s indicator diagram (see 
Art. 66) and the number of strokes of the piston. To determine 
the quantity of heat converted into work, the weight of water that 
passes from the boiler to the condenser must be estimated. Knowing 
the latent heat of vaporisation at the temperature of the boiler (see 
p. 387), the quantity of h'eat Q drawn from the boiler in any time 
becomes known. But this quantity is 'not all converted into work. 
Part of it q is carried into the condenser, and a part E is lost by 
radiation in the transit. Hence the quantity of heat converted into 
work is Q - ^ - R, and the value of J is found from the equation 

\V^J(Q-y-R). 

By this means Him obtained the numbers 413 and 420*4 (gramme- 
metres), which, considering the difficulty of the investigation, must 
be regarded as exceedingly good approximations. 

37. The Two Laws of Thermodynamics — Meaning of the Term 
Law in Physical Science. — It has been shown that heat may be 
generated by the expenditure of work, and conversely that work may 
be performed by the expenditure of an equivalent quantity of heat. 
A certain equivalence has been shown, by the experiments of Joule, 
to exist between the work done and the heat generated (or spent) in 
First law. such cases, and this equivalence is known as the first law of thermo- 
dynamics. This law is algebraically stated in the equation 

W=.TH 
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which means Aat when work is spent in generating heat, or heat 
spent in performing work, then J units of work are equivalent to 
one unit of heat. 

In the general case a quantity of work W is spent in driving a 
machine, and a smaller quantity of work w is performed by the 
machine — for example, in raising weights or moving certain masses. 

The balance W -w is spent, partly at least, and perhaps wholly, 
in overcoming the friction of the parts of the machinery, and an 
equivalent quantity of heat is developed. It must not, however, be 
assumed that the heat thus developed is the complete equivalent of 
the 3ifference W - w. Other processes besides the development of 
heat may be in operation. Electrical phenomena may occur, and 
generally do occur, when dissimilar substances rub together. Magnetic 
and electro-magnetic actions may also ttike place, and energy may be 
radiated into space or dissipated, during the motion or collision of 
masses, in modes which we are as yet unable to detect. The expendi- 
ture of the work in Joule’s experiment may not be quite so simple as 
it appears at first sight, and until it is proved that in all such cases 
the work is wholly spent in producing heat, it is not clear that the 
value of J, determined by the friction of one pair of substances, should 
be the same as that determined in the same manner by another pair. 

That other actions do take place can scarcely be doubted, and perhaps 
it is to these that the differences in the determinations of J by different 
methods are to be partly attributed. The corrected equation would 
in this case be 

\V=jn\w, 

where w represents the quantity of work spent in developing other 
phenomena hitherto unnoticed. 

The second law of thermodynamics was introduced by Clausius «ecoiia 
and Thomson, and these two laws form the basis of the modern 
science of thermodynamics. This law, as stated by Clausius, asserts 
that heat cannot be conveyed from one body to another at a higher 
temperature without the expenditure of work, or some equivalent 
process. Thus of a system of bodies at different temperatures any pair 
may be converted into a heat engine, that at the higher temperature 
acting as the source, or furnace, and the other playing the part of the 
condenser. When such an engine performs work the heat used up is 
always that of the source or body of highest temperature. A certain 
quantity of heat is drawn from the source, and part of this is converted 
into work, while the remainder passes into the condenser or body of ., 
lower temperature. If the process were reversed work would be spent 
in driving the engine, while a certain quantity of heat would be drawn 
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from the condenser and a certain quantity would be restored to the 
source. Thus in the direct process heat is drawn from the warmer 
and given in part to the colder of two bodies, while external work is 
performed by the engine. In this process the tendency is to equilibrate 
the temperature! of the two bodies. In the reverse process, however, 
work is spent in driving the engine, while heat is drawn from the 
colder and given to the warmer of the two bodies, and the tendency is 
to exaggerate their difference of temperature. It is from this point of 
view that Thomson regarded the matter, and proposed the principle 
that the method by which work is obtained from heat is by allowing 
it to pass from bodies of higher to bodies of lower temperature, or that 
work may be done by using up the heat of the warmer of two bodies 
but not by using the heat of the colder. In Thomson’s statement the 
direct process of obtaining mechanical effect })y thermal agencies is 
kept in view, and the impossibility of obtaining work by using up the 
heat of the coldest of a system of bodies is insisted on. In order that 
heat may be drawn from the coldest body the engine must be reversed, 
and work must be spent ‘in effecting the process. This is the state- 
ment of Clausius, and the two are therefore equivalent. 

An apparent violation of the second law of thermodynamics, possible 
but for our inability to deal with individual molecules, has been ingeni- 
ously pointed out by Maxwell. The fuller consideration of this and 
other matters, together with the applications of the law, will be taken 
up again in the sequel (Chap. VIIL). . At present it will only be 
necessary to call attention to the meaning of the word law in physics. 

A law is nothing more than a general conception which embraces 
a series of similarly-recurring natural phenomena. Thus the laws of 
reflection and refraction of light state general relations between the 
directions of two ^ays which under certain conditions are always found 
to hold. We have again the law of universal gravitation, and the law 
of the conservation of energy, and in chemistry the law of the con- 
servation of matter. Those laws may not be absolutely true, but they 
are stated as laws because, so far as our experience goes, they have 
not yet been found to be false, i,e, to lead to contradictory results. 
Such laws are not mere logical conceptions, but are evolved from the 
consideration of long series of observations, and are tested by repeated 
experiment under ever-varying circumstances. In proportion only as 
they are found to bear such tests does our confidence in their trust- 
worthiness increase. They are for the most part working hypotheses 
, of the greatest utility in systematising our knowledge and cataloguing 
facts. To find the true law of any class of phenomena requires a 
complete knowledge of the processes by which they are brought about; 
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and before we can say that our knowledge of any one law of nature is 
complete we must have ascertained that it holds good without excep- 
tion. Only so far as it has been tested can it be trusted, and when 
we say that any law is established by a series of experiments the 
range of the series must be stated, and it is only asseA;ed that within 
this range the law is in accordance with the facts. 
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THE WAVE THEORY Oh' RADIANT HEAT 

38. Antiquity of the Dynamical Theory. — Having learned that 
heat may be generated by the expenditure of work, and vice verm, we 
shall now consider the theory which has been founded on these facts. 

The first notions of the dynamical theory of heat date from such a 
remote epoch that their origin cannot be attributed with precision to 
any single person or period. Thus some of the Greek philosophers, 
from mere observation of the destructive effects of heat, considered it 
as a movement of the ultimate particles of matter. So also at the 
time of the scientific renaissance inaugurated by Bacon, and continued 
by Descartes, we find the claims of the dynamical theory freely advo- 
cated. These statements of the doctrine, however, can only be 
regarded as more or less acute speculations, as no sure basis for the 
theory was laid till Kumford and Davy executed their experiments, 
nor indeed was the theory generally accepted until a considerably later 
period. The calorist, in fact, had not become extinct in the middle of 
the nineteenth century ! While the majority of scientists were con- 
vinced that ligl^f was due to wave motion in the ether, they still 
adhered with the greatest pertinacity to their heat fluid or caloric. 

39. The Ether. — Although we are forced to regard space itself as 
unlimited, yet there is no mental necessity compelling us to i^egard it 
either as filled throughout, or in part, with a medium, or as entirely 
empty. When, however, we endeavour to explain the phenomena of 
heat and light we are forced to the conclusion that all space,. at least 
as far as the farthest visible star, is filled with a^'fiindamental medium, 
which we may call the ether. This hypothesis is forced upon us by the 
fact that heat and tight travel through space with a definite velocity, 
and we find it impossible to conceive of more than two methods by 
which an influence, travelling in time, may be propagated from one 
body to another situated at a distance. 

Take, for example, the case of two ships at sea. One of these may 

50 
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disturb the other in either of two ways — either by firing bullets against Two 
it or by exciting waves in the water (medium betM^ecn them) which, "f^expUna- 
diverging from the centre of disturbance, break upon the other ship tion. 
and disturb it. In the first case one emits a substance which impinges 
against the othei’, and in the second it is the source o? a disturbance 
which ti’avels through a medium existing between the two. The 
former method is the basis of the emission theories of heat and light, 
and on the latter is founded the wave theory. According to the 
emission theory, a hot or luminous body emits a fluid or a shower of 
fine liar tides, travelling through space with the velocity of light 
(300,000,000 metres per second). This theory has been altogether 
abandoned, and the supposition that the light and heat which we 
receive from the sun are due to wave motion in a medium filling all 
space has been universally adopted. The medium is of course hypo- 
thetical, in so far as what we term the direct evidence of our senses is 
concerned. It is not visible or tangible; yet its existence is advocated 
by the phenomena of electricity and magnetism, and, in fact, by all 
the operations of nature. When wo speak of the direct evidence of 
our senses, how do we circumscribe the term ? what exactly do we 
moan 1- what fixed line of demarcation have we to tell us where this 
evidence begins and where it ceases ? 

The ndflon of such a medium is neither new nor fanciful, nor is it 
to be regarded as a vague speculation on the part of scientists. The 
hypothesis has been admitted on accumulated evidence, and in con- 
sequence of the demand for a rational and consistent explanation of 
all the phenomena of nature. It is certainly as easy to conceive of 
space as filled with a medium, capable of carrying energy from one 
region to another, as to believe that the interstellar spaces are entirely 
empty ; and if the question be impartially considered it will perhaps 
be conceded that we have really as much reason for believing in the 
existence of a universal ether as in that of anything else.^ 

It is to be remembered, however, that we do not postulate density, Postulates, 
or compressibility, or molecular structure, or necessarily any property 
of matter, for this ether, except that it can contain, and propagate 
energy. It is merely assumed as a fundamental medium, by means 
of which the properties of all substances, and all the phenomena of 
nature, are to be explained. It is certainly unscientific to postulate 
elasticity and density, or any structure, for this medium, if by means 
of it we are to account for the elasticity, density, and structure of 

^ The ancients certainly appear to have had no difficulty in admitting the simul- 
taneous existence of several ethers and imponderable fluids, and at the present time 
the vast majority of people think of electricity as a fluid, or two fluids ! 
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matter. Such a procedure does not even push the inquiry one stage 
farther back. 

40. Heat and Light Reducible to the same Agency. — ^The idea 
that heat is ultimately due to a motion of some sort has been long 
entertained. I^y friction and collision the sensible motion of bodies 
disappears and heat is generated. The supposition has been that the 
motion in such cases is not really lost, but is merely transferred from 
the body as a whole to its individual particles. Thus when a moving 
body is brought to rest by friction, or collision, the energy of the 
original visible motion of the body is not annihilated, but passcy; over 
into the invisible atoms of the substances taking part in the friction or 
collision. 

Now we have evidence in favour of the supposition that light is due 
to wave motion in the ether, and we have exactly the same evidence 
in favour of the same supx^osition with regard to radiant heat. Radiant 
heat (for example the heat emitted by hot-water pipes or a blackened 
stove) and light behave in exactly the same way in a variety of 
experiments — in fact the only difference that can be detected is that 
light, as well as possessing all the characteristic qualities of the radiant 
heat, is also able to afifect the sense of sight. 

Radiant heat then, like light, is supposed to be due to wave motion 
in the ether. ^ We say that the molecules of a hot body are in a state 
of very rapid vibration, -pr are the centres of rapid periodic disturbances 

^ Among the contemporaries of Ruinford and Davy, Dr. Thomas Young seems to 
have been the only man who comprehended the full bearing of their.experimonts. 
He called in question the principle assumed by tlie calorists, that the heat absorbed 
in any process is precisely the sanie as that evolved when the body passes back again 
to its initial condition, and points out that this assumption had not been proved in 
a single case (“ Lecture on the Nature of Heat*'). That Young had thoroughly 
grasped the idea of the wave theory is prove<l by the following passage ; — “If heat 
be not a substance it must be a quality, and this quality can only be motion. It 
was Newton's opinion that heat consists in a minute vibratory motion of the 
particles of bodies, and that this motion is communicated through an apparent 
vacuum by the undulations of an elastic medium, which is also concerned in the 
phenomena of light. If the arguments which have been lately advanced in favour 
of the undulatory nature of light be deemed valid, there will bo jstill stronger 
reasons for admitting this doctrine respecting heat, and it will only be necessary 
to suppose the vibrations and undulations principally constituting it to be larger 
and stronger than those of light, while at the same time the smaller vibrations of 
light, and even the blackening rays, derived from still more minute vibrations, 
'may perhaps, when sufficiently condensed, concur in producing the effects of heat. 
These effects, beginning from the blackening rays, which are invisible, are a little 
more perceptible in the violet, which still possess but a faint illuminating power ; 
the yellow-green afford the most light ; the red gives less light, but much more heat ; 
while the still larger and less frequent vibrations, which have no effect on the sense 
of sight, may be supposed to give rise to the least refrangible rays, and to constitute 
invisible heat. ” 
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of some sort, that they thus excite waves in the ambient ether, that 
these waves travel through the ether between us and the body with 
the velocity of light, and that when they fall upon us they are more 
or less absorbed by, and cause corresponding motions in^ the molecules 
of our bodies, and thus arises the feeling of hotness.* The sense of 
heat in us is thus excited by the ethereal waves diverging from the 
hot body, just as the eye is excited by the waves diverging from a 
luminous body, or as the ear, in an analogous manner, is affected by 
the aerial waves originated by a sounding body. 

TJie question now arises. Are there two distinct sets of waves in 
the ether ? Are there heat waves and light waves, or are these waves 
of the same nature and type ? That a light wave also possesses heating 
power at once leads us to suspect that there is no essential difference 
in character between the wave motion which affects our sense of heat 
and that which affects our sense of vision. To explain how this may 
be we revert to the more easily comprehended case of sound. 

If a sounding bell vibrates one hundred times per second it 
generates waves in the air which are about 11 feet in length, and if 
it vibrates eleven hundred times per second the corresponding waves 
are about 1 foot long, while fifty vibrations per second will give rise to 
waves about 7 yards in length, and so on. The impression upon the 
ear depends on the number of waves which fall upon it per second * 

— that is, upon the rate of vibration of the sounding body, and as a Effect of 
consequence we derive the idea of pitch. That is, we say a note is 
high or Ipw according as the number of vibrations per second is 
comparatively largo or small. Further, the range of the ear is 
limited, and the rate of vibration may be so high that the ear fails 
to respond to the demand upon it, and the rate of vibration may, on 
the other hand, be so low as to cause no distinct impression. In 
other words, the aerial waves may be too short or too long to cause 
the impression of sound.^' There are certain limits of length between 
which the waves must lie — from about 12 or 13 yards to about J of 
an inch. These limits are determined by the construction and con- 
stitution of the ear, and vary slightly from individual to individual. 

The very long waves and the very short waves which do not affect 
the ear are, however, waves of exactly the same character as those 
which cause the impression of sound, the only difference is one of 

^ The rapidity uf vibration or frequency is- the main point to be kept in view 
rather than the length of the wave, and in what follows, a short wave is to be taken 
as meaning one of high rate of vibration, while a long wave is one of low rate. *For 
the same rate of vibration the actual length of the wave will dei)end upon the 
nature of the medium. 



54 


THEORY OF HEAT 


OHAF. I 


rapidity. The fault lies with the ear and not with the waves. We 
do not say that there are two distinct classes of aerial waves, those 
which give rise to sound and those which do not. We prefer to look 
upon all the waves as of the same class — that is, the physical process 
in actioA during the propagation of all is the same. The difference is 
merely one of rapidity, and, as the range of the ear is limited, it 
cannot meet the demands upon it in both directions to an unlimited 
extent. 

In the same manner every body in space is regarded as a source 
of incessant ethereal commotion. Every molecule of matter ^.is in 
vibration, and generates waves in the ether. The clouds may shut 
off the light and heat of the sun, but they are warm bodies them- 
selves, and radiate waves of heat. The earth itself is warm, and on 
the coldest night the dark space, embraced by its shadow is traversed 
by incessant streams of radiated waves. We are thus bathed day 
and night in the midst of never-ceasing change. The ether is never 
still. » 

It is, however, to be distinctly remembered that we do not 'make 
any assumption as to the nature of the vibration or the process going 
on in the ether. We merely call it a vibration, because we believe it 
to be a periodic variation of some sort. This never-ending tremor 
affects us in two distinct ways. To it we owe the sensation of vision 
as well as that of hea^. If an ethereal wave lies between certain 
limits of frequency it affects the eye, and we call it light. Such a 
wave falling upon our bodies may also set up commotions among our 
molecules, and give rise to the feeling of warmth. The same wave 
may thus cause two distinct impressions, that of light and also that of 
heat, just as if a sound wave could not only affect the ear but could 
also cause our bodies to tingle and develop a sensation of warmth. 
Thus while we have only one sense to tell us directly that the air is 
vibrating, we have two by which we can exkmine the ether. In this 
aspect, then, the sense of heat may be regarded as an extension of the 
sense of sight (see Art. 13). 

41. Existence of Waves beyond the Limits of the Senses. — The 
eye, like the oar, is, however, limited in range. An ethereal wave 
may be either too slow or too quick to affect it. Outside these limits 
waves of any power might fall upon us, and yet we should be 
enveloped in perpetual night. Our sense of heat would, however, 
come to the rescue. Waves which are too slow to affect the eye can 
warm our bodies. Thus these two senses overlap and extend each 
other. The waves, however, which most powerfully affect the eye are 
not generally those which most excite the sense of heat. While some 
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waves are of such a length that they can be easily detected by either 
sense, still some are so long that the eye fails to cope with them, yet 
they are easily responded to by the sense of heat ; and, on the other 
hand, some are so short that although they may affect the eye yet 
they are with difficulty, if at all, detected by the sensh of beat. 

We are now left with those Waves which undoubtedly exist in 
myriads, and which are too short or too long to bo detected by either 
the sense of sight or the sense of heat. Such waves might fall upon 
us for all time, and still by means of our unaided senses we could 
nevei^ become aware of their presence. An ether might exist and be 
continually troubled by such waves, and yet wo could have no direct 
evidence of their existence or of the medium which carried them. 
The suggestion of such a medium by any one would probably be 
looked upon as strong evidence of insanity. Even with the double 
evidence of our senses which we now have in favour of a space-filling 
ether, there are many who would rather doubt such evidence than 
. believe in a thing which they cannot directly perceive by the senses. 
However, considering the medium as only hypothetical, the fact that 
it might certainly exist and fill important functions in the life of the 
universe and still never be detected or suspected by us is a strong 
reason why the postulation of such a medium for the explanation of 
natural phenomena should not be branded as irrational pr un< 
philosophic. 

The ingenuity of man has not allowed these long waves, nor even 
the very short waves, to escape. Those which are too short to be 
directly detected by the eye can be placed in evidence by moans of 
their chemical action, while those which are too long to affect our 
sense of heat (it is only waves in the neighbourhood of .> oW 
of a millimetre that act directly on our senses) have been recently 
subjected to the power of man by the celebrated experiments of 
Professor Hertz. Previoiis to 1889 we were confined in our observa- 
tions to waves about 5 Jinr length, now we can 

work with ether waves a foot or a yard or a mile long if desired.^ 

42. [Restriction of the term Heat — As long as the waves which 
constitute radiant heat are travelling through free space or transparent 
bodies they obey the same laws as those of light. When, however, 
they fall on bodies which are opaque to them, both heat and light 
waves are absorbed, a conversion of ethereal into molecular energy^ 
takes place, and the bodies are warmed. In the study of heat we are 
chiefly concerned, not with the laws of the ethereal waves, but with 
the manifestations of the molecular energy of material bodies to which 
^ See the author's Theory of LvfhJt^ Chap. XXI. 
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they give rise. Hence it is generally convenient to treat of the energy 
of ethereal waves, whether visible or iiot^^ as light energy, and to 
restrict the term heat to the molecular energy of matter. If it 
should, however, be necessary to make special mention of the invisible 
heat-producing 'waves they may be referred to as radiant A«a/.] 

Before wo proceed to the study of the effects of heat it may be of 
advantage to glance at some considerations in relation to matter and 
motion,, and the ether as the vehicle of energy, for before any theory 
of heat can be worked out in full detail some satisfactory theory of 
matter must be first formulated, and this appears to be a task^of no 
ordinary difficulty. We shall, therefore, consider briefly the evidence 
we have regarding the structure of matter and the causes which 
determine its composition and physical state. A full knowledge of 
the ultimate constitution of matter may possibly lie beyond the grasp 
of the human intellect, for this can only be traced with certainty as 
far as our senses, combined with physical apparatus, enable us to 
observe it. The essential differences, however, between the three 
typical forms — solids, liquids, and gases — and, their modes of inter- 
action, form a legitimate subject of inquiry. 



SECTION VI 

ON MATTER 

43. Definitions. — Various, and very diverse, definitions of the 
term matter have been proposed from time to time. The experimental 
physicist, however, uses the word merely to denote the substance or 
stuff contained in the objects around him, and which constitute what 
is termed the external or material universe. These objects we 
recognise and distinguish by means of their properties — that is, by 
the impressions, direct or indirect, which they make on our organs of 
sense, and by moans of which we perceive their presence and con- 
sequently say they exist. Two general properties have been usually 
attributed to matter, namely, extension and impenetrahilUit^ the former 
term being used to signify that any portion of matter occupies space, 
or has volume, and the latter to denote that two bodies, or portions 
of matter, cannot occupy the same portion of space at the same 
time. 

The term impenetrability thus appears to mean pretty much the 
same thing as extension, for if we say a body occupies a certain space, 
we ought to mean that it occupies that space to the exclusion of all 
other bodies. So that in addition to referring to no new property, and 
being therefore unnecessary, the name seems to bo ill chosen, as it is 
undoubtedly misleading in its signification. 

We distinguish different kinds of matter by such properties as 
compressibility, greater or less rigidity, colour, taste, smell, but the 
one property which charact'erises all forms of matter, as we know it, is 
weight. We measure matter by weight, and we say that two bodies 
of ^qual weight have equal masses — that is, contain equal quantities of 
matter. The term “conservation of matter” might, therefore, with 
advantage be replaced by the term “ conservation of weight*' as it would 
keep the mind in closer touch with the property that really is con- 
served throughout chemical processes, namely weight. Thus tkere is 
no mental necessity compelling us to believe that the weight of two 
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or moro atoms in chemical combination should be the same as the sum 
of their separate weights before combination, even though the quantity 
of matter (measured in the same way) remained the same as before. 
Thus if matter be regarded as an objective reality independent of 
and his ideas, then we could easily imagine that matter should remain 
permanent in quantity throughout any chemical change, and yet the 
weight in the same case might bo very different at the end of the^; 
reaction from that at the beginning. It is, therefore, better to adheice/ 
strictly to the main fact, namely, that the weight is conserved so^far 
as our experience has yet gone. 

The property of extension, however, docs nOt sufficiently SfcuniT 
scribe the term matter for our purpose, for this property belongs to 
anything conceivable by the human mind as existing in space. We 
do hot wish to call the ether matter, or if we adopted the fluid theory 
of heat or electricity, or the corpuscular theory of light,* wo should 
avoid calling these media matter, for they have all been supposed to 
bo . devoid of weight, which is the characteristic of all matter as we 
know it. We might speak of ether, or caloric, or electricity, as fluids 
or fluid media, or* simply as media, but never as matter. It must now 
be clear that when we speak of matter we use the term for the sake of 
convenience to denote that stuff which constitutes the bodies around 
us, and that the property common to all kinds of matter, as we know 
it, is weight. 

What wo constantly observe, however, is change ; and in matter we 
observe both change of quality or state, and change of position or 
motion. Thus wine when exposed to the air turns into vinegar, 
and water when heated turns into vapour. The former is a change 
in quality and is termed a chemical change or process, while the latter 
is a change of the state of aggregation of the matter and is referred 
to shortly' as a change of state. 

44. Divisibility of Matter. — Much futile discusdon has been 
engaged in by metaphysicians and physicists as to th^* infinite 
divisibility of matter. A block of wood may be split in two by 
hatchet, and each of these portions may be again divided, and jjp 6%^, 
The question then arises. Can this process of subdivision be carri^^ 
on indefinitely ? Divisibility in the abstract can certainly be carrfed 
on indefinitely, for here it only depends on the imagination ; but*in 
practice it is quite a different question. If any body can be divided 
into two portions it is a matter to be tested by experiment alone if 
each of these portions can be divided into two others, and so on 
indefinitely. The question of the infinite divisibility of matter is, 
however, beyond the scope of experiment, since the infinite, from the 
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very meaning of the word, cannot be the subject of experience. The 
question is therefore an objectless one for experimental science. 

If by experiment, however, it were found that the process of 
division could not be pushed beyond a certain^ limit, that we finally 
came to jjarts which we could not further break up,* we stiH would 
not bo justified in saying that further division is impossible, but 
• ^ould rest satisfied with stating that we did not yet possess the 
queans of pushing the division any further. 

45.^ Antiquity of the Idea of Atoms and Molecules. — The idea 
thai ^irjbodies are composed of a multitude of very small particles 
seenxs lo have boon entertained since the earliest times of civilisation. 
The hard atom was conceived 2400 years ago by the Greek philo- 
sophers Democritus and Leucippus, and was subsequently glorified in 
the poetry of Lucretius. An argument urged- by the latter in favour 
of the hypothesis is the facility with which it lends itself to the 
explanation of the mobility of fluids such as air and water. This 
arises, according to the poet, because there are vacant spaces between 
the perfectly solid particles, and hence, although the particles are hard, 
yet the substance as a whole may bo soft and yielding. 

The idea of a perfectly hard atom seems to be refuted by all those 
modern researches, such as spectroscopic work, which load us to reflect 
on the molecular structure, of matter. The behaviour of matter in 
regard to radiant he*it and light leads us irresistibly to conclude that 
an atom is not simply a hard, structureless particle, but that it is a 
more or less ‘complicated system capable of internal vibrations of 
several distinct periods. 

The atomic theory, however, only acquired a definite form at the 
, beginning of this century, when it was revived by Dalton to explain 
the fact that in chemical combinations the elements unite in certain 
definite proportions. Since that time the hypothesis has grown in 
strength, and has been a fruitful instrument of progress in many 
branches of physical science, so that it now claims the rank of a well- 
tmted theory. 

^.♦46, Value of a Theory. — Such a theory, however, claims not the 
tl^tlrof an abstract law. The human mind deals much less easily 
witk abstract truths by themselves than by aid of well -conceived 
analogies and illustrative imagery. The value of any hypothesis 
depends upon its convenience in systematising observed facts, and by 
the extent to which it embraces all known phenomena must its 
utility be estimated. Such an hypothesis cannot bo proved. It 
may be true, but it must, nevertheless, be regarded merely as a tool to 
be used for the sake of convenience as long as it is consistent with 



60 


THEORY OF HEAT 


CHAP. 1 


observation, and which must be rejected, or modified to suit our 
wants, when found to be no longer applicable. A well-chosen hypo- 
thesis not only concatenates the observed facts, and gives a clear 
and connected idea** of the general laws to which they are subject, 
but may often lead to the discovery of new relations, and thus place 
in our hands the means of anticipating phenomena previously un- 
observed. The process of scientific inquiry may be thus advanced 
from the stage of blind groping to that of well-planned and conscious 
investigation. 

47. Molecules considered as Groups of Atoms. — According to 
the molecular theory all bodies consist of Very small parts ternied 
molecules. Every molecule is supposed to be similar to every other 
molecule of the same substance, and to possess all the mass properties 
of the substance. In other words, it is the smallest part of the body 
which can be separated frOm it and still possess all the charac- 
teristics which distinguish the substance. The necessity for this 
liipitation arises from the fact that substances which are apparently 
homogeneous can be decomposed into two or more other substances 
which are very dissimilar in their properties. Thus water can be 
decomposed into hydrogen and oxygen, the volume of the former 
being twice that of the latter. For this reason a molecule of water is 
said to consist of two atoms of hydrogen united to (or in chemical 
union with) one atom of oxygen. It must, however, be admitted that 
we have no right -to assert that two atoms of hydrogen united in this 
way to one atom of oxygen — that is, a molecule of water— would, if we 
could deal with it, possess all the mass properties of water. Any 
portion of a substance that we can subject to experiment contains an 
enormous number of molecules, and its properties may bo, and probably 
are, very different from those of a single molecule. The chemical 
definitions, therefore, require modification. 

It is also found, that such substances as hydrogen and oxygen 
cannot be further decomposed by any process at our command, and 
they are consequently said to be simple substances. An atom is 
the smallest portion of a simple substance which can enter into 
chemical combination. A n^olecule, on the other hand, may consist of 
two or more atoms associated together in a manner which we do not 
as yet understand, and to denote this manner of association we say 
th6y are in chemical union. A molecule of a compound substance 
is thus a little society of atoms of what we call the elementary 
substances. Thus if we suppose the solar system to dwindle down 
till the masses forming it attained the size of atoms, then the whole 
system thus associated might bo taken tq represent what we^call a 
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molecule, the different planets and their satellites forming its con- 
stituent atoms. 

48. Evidence in Favour of the Atomic Theory.— The atomic 
theory involves the supposition that there is a practical limit to the 
divisibility of matter. In fact, it is only on this supposition that 
any definite meaning can be attached to the existence of elements 
in chemical combination according to Dalton's law of multiple pro- 
portions. An atom as a whole enters into or passes out of chemical 
combination; a portion of it cannot be removed from a molecule 
leaving the rest in combination, and this is what the name signifies. 

« All chemical experience harmonises with the atomic theory, and 
finds in it an easy and intelligible mode of expression. The hypo- 
thesis is also strongly corroborated by spectroscopic researches, ‘and by 
observations in the other domains of physical science ; yet, as to the 
ultimate nature of matter, and as to the question whether in going on 
dividing a portion of matter we should finally arrive at an atom, or 
portion which could ^ not be further divided, man is still quite as * 
ignorant as he was in the days of Lucretius. The solution of this 
problem appears to recede from our grasp as fast as we approach it, 
and this, perhaps, is as yet a matter of indifierence in chemical 
investigation. 

49. Idea of a Fundamental Substance — The Protyle Theory. — ' 
Any substance, such as oxygen or hydrogen, which cannot be further 
decomposed, is called an element or simple substance. It must be 
carefully remembered, however, that an element in the chemical sense 
is an undecomposed, not necessarily an undecomposable, substance. 
Attempts to dfaw general conclusions as to the constitution of the 
various elementary substances, from the values of their atomic weights, 
have been made in two directions. The first line, started by Prout in 
1815, was based upon the philosophic assumption of a fundaipental 
substance, or “protyle.” This substance was supposed to be hydrogen, 
and all the other elementary substances were supposed to be made up 
of it, so that if weight be conserved throughout chemical combination, 
or such combination as would yield the various elements out of 
hydrogen, then the atomic weights of all the elements, and in fact 
of all substances, simple or compound, should be multiples of that of 
hydrogen. In other words, if the weight of an atom of hydrogen be 
taken as unit of weight, then the weight of an atom of any other 
element, or of a molecule of any chemical* compound, should be 
expressible as a whole number, provided the weight of a molecule be 
equal to the sum of the weights of its constituent atoms. 

The test of the applicability of such a theory will depend upon 
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the accuracy of the determination of the atomic weights of ‘the 
elements, and in the opinion of J. S. Stas, the accuracy of whose work 
far surpassed that of his master Dumas, the hypothesis of Front is 
inadmissible. The atomic weights in many cases differ from those 
required by the theory by quantities much larger than the probable 
errors of experiment. There is, however, a surprising approximation 
to the multiples of hydrogen in the atomic weights of many elements, 
and Dumas devoted himself to showing that although the atomic 
weights of all the elements could not be exactly expressed as multiples 
of hydrogen, still they all could be expressed very approximately as 
multiples of half the weight of a hydrogen atom. Afterwards, how- 
ever, he was forced to adopt the quarter hydrogen atom as the basis 
of all the other elements, so that the whole subject here loses all 
practical interest, for it is evident that by taking a sufficientlj^ low 
limit of weight the approximation could be carried to any degree of 
closeness (see Art. 58). 

60. The Periodic System. — The second line of consideration, intro- 
duced in 1864 by Newlands in England, and Lothar Meyer in Germany, 
might be termed the periodic system. In the hands of Lothar Meyer 
and Mendelejelf it has yielded a considerable harvest, and they have 
shown that in a fairly general way the properties of the elementary 
substances are periodic functions of their atomic weights. Thus if 
all the elements be arranged in the order of their atomic weights 
their chemical properties will vary from member to member till a 
certain number of elements have been passed, and then these properties, 
or very similar ones, will be repeated again in order as we pass up 
the series of elements. This system is by no means perfect. Many 
incongruities still remain to bo eliminated by,new facts, or fresh con- 
siderations, and so far it can only be regarded as the commencement 
of what promises to be a fruitful method of investigation. 

61. Continuity Possible. — The supposition of atoms and molecules 
is, however, by no means absolutely necessary. Matter might also be 
regarded as continuous and structureless, not composed of discrete 
particles, but completely filling 'the space enclosed by the surface of 
the body. It is difficult, from this point of view, to explain com- 
pressibility, unless we postulate it as a primary quality of every 
clement of matter, „yet the theory need not be discarded at once on 
this account. Our powers of forming conceptions are limited by our 
experience, and to say that a supposition is inconceivable is merely to 
assert that it has not yet come within the bounds of our experience. 
Every explanation in physical science is but a reduction of a complex 
problem to its simpler elements, and there is probably a limit to such 
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reduction beyond which the mind of man may never pass. Our ex- 
planations, in all cases, arc made in terms of ideas which arise out of 
our experience. Beyond this we cannot go, but we attempt to fathom 
the unknown by means of analogies derived from the known. 

52. Heterogeneity Possible. — Chemical combination might result 
from the mixture of different substances which penetrate each other 
so intimately that wo cannot find in the compound the properties^ of 
any of the separate substances of which it is composed. The smallest 
portion which we can examine is ai>parcntly homogeneoiis with the 
whok^mass. The mass, however, may still be intensely heterogene- 
ous, and in fact such heterogeneity is indicated in apparently homo- 
geneous bodies, such as water an<l mercury, by different lines of 
reasoning based on*cxperimental facts. liOrd Kelvin^ has shown that 
with such a constitution of matter gravitation alone would sufficiently 
explain the greater part of the jjhcnoniena which have been ascribed 
to the so-called molecular forces. That such heterogeneity might 
actually exist in the apparently most homogeneous substances and 
still escape notice is clear, for its detection will depend on our powers 
of observation. Thus, if wo consider a cubic mile of pudding-stone 
forming a i>ractically continuous mass, made up of blocks of various 
sorts of stones varying in volume from a cubic foot to a cubic inch, 
then one cubic foot of such a conglomerate might differ entirely from 
another cubic foot, and we should say the mass was intensely hetero- 
geneous. If, however, wo suppose the whole mass to be reduced 
according to a uniform scale, so that the cubic mile becomes a cubic 
foot, the heterogeneity will now fairly escape observation, and we 
should say that of such a mass any cubic foot was the same as any 
other cubic foot. In fact, we should say the mass was homogeneous. 
Thus, in a liquid the molecules may be clustered at some points and 
uniformly distributed at others, so that at some points the molecular 
aggregation may approximate to that of the solid state, while at 
others it may resemble that belonging to the vapour. 

This idea of ultimate heterogeneity in masses which are apparently 
homogeneous will be found very useful in dealing with some pheno- 
mena which at first sight appear difficult to explain, such, for example, 
as variations of specific or latent heat. Thus in the fluid state the 
molecules at some points may be arranged in that condition which 
characterises the solid state. It is not at all likely that a system of 
molecules which mutually attract each other would travel for ever 
singly (as they are ordinarily supposed to do in a permanent gas) as 
if they were a system of hard spheres. It is much more likely that 
^ W. Thomson, Proc. Hoy, Soc, Edin., 1862 . 
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at some points they will get into clusters, so that here and there in 
the gaseous mass an element of the substance partakes more of the 
properties of a liquid than of a gas, and as the gas approaches its 
condensing point more closely it is likely that these clusters rapidly 
increase in number until condensation sets in. So also when a liquid 
approaches the freezing point, the state of aggregation which appertains 
to the solid state may be regarded as coming more and more into 
prominence until solidification actually sets in. The whole idea, then, 
comes to this, that we shall be probably near the truth in regarding as 
ordinary gas a mixture of what we call a perfect gas with the Jiquid, 
and a liquid may in the same way contain a portion of the solid in 
solution. 

63. Three States of Matter — Molecular Theory. — The three 
states of matter — viz. solid, liquid, and gas — must now be considered 
with reference to the molecular theory. In general, any substance 
may take each of the three states — the state in which it happens to 
exist being determined by its temperature and pressure. ThuS, water 
substance at the ordinary atmospheric pressure may exist either as 
solid ice, liquid water, or be altogether converted into vapour, accord- 
ing to the temperature. 

To explain this, the theory supposes that the molecules of every 
body are in a state of perpetual agitation, and this may consist in the 
motion of the molecule as a whole, or as a vibration or rotation of 
its constituent parts, or both. This molecular motion is supposed to 
depend upon the temperature ; the hotter a body is, the greater the 
intensity of its molecular agitation. In a solid the molecules are 
supposed to oscillate round .mean positions. Each is confined to a 
very small space, which it never leaves.^ As the temperature rises the 
molecular agitation increases, and at length becomes so violent that 
the molecules break away from their imprisonment and wander about 
indiscriminately amongst each other. In this, state the substance is 
said to be in the liquid form. 

In a liquid, then, the molecules as well as being in a state of 
vibration have also a motion of translation whereby they continiially 
move in and out amongst each other, so that any molecule in one 
part can pay a visit to another in any other part of the liquid. Such 

* ^ [The experiments' of Sir W. C. Bober ts- Austen on the ditfiision of solid metals 
into each other show, however, that this view can only be approximately true (see 
ProG. Roy. Soc., Eeb. 1896). W. H. and W. L. Bragg, by studying the diffraction 
effects due to X-rays in cry.stals, have determined the mode of arrangement of the 
atoms in a number of crystals. A crystal cannot be regarded (in many cases at 
any rate) as composed of distinct molecules ; the constitution is atomic (X-raya 
aivd Atomic Structure, by W. H. and W. L. Bragg, 1916).] 
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a visit, however, is quite accidenti^l. Each molecule is so jostled by 
the others in its wanderings that its path is almost entirely for- 
tuitous. In order to endow the molecules with this extra motion, 
and also to overcome the forces which held the molecules confined iq 
the solid state, work must be done, and this work is the equivalent of 
what is known as the latent heat of fusion. This continual interchange 
of position and gliding through each other of the molecules of a liquid 
is suggested by the phenomenon of diffusion, which takes place even in 
opposition to the force of gravity. 

If we now consider a liquid to be gradually heated the molecular 
energy will increase, and when a molecule approaches the surface it 
may possess a velocity sufficient to project it completely from the 
liquid into the space above against the attraction of the neighbouring 
molecules in the surface layer. There will thus be a continuous 
stream of projected molecules leaving the liquid, and this is what we 
know as evaporation, and when the molecules all attain velocities 
sufficient to carry them through the surface layer, the liquid will all 
pass into the state of vapour or become a gas. 

The essential difference between a liquid and a gas according to 
our theory is, that while in a liquid the molecules move about amongst 
each other, each can travel no appreciable distance before it encounters 
another, and has its direction of motion altered by impact or mutual 
influence. In a liquid there is nothing of the nature of a free path ; 
each molecule is constantly under the influence of its neighbours. In 
the case of a gas, however, each molecule between two consecutive 
collisions is free from the influence of the others.^ There is a free 
path, and this path is rectilinear but very short. In the passage 
from the liquid to the gaseous state, the molecules must be separated 
from each other in opposition to their mutual attraction, and the work 
thus spent represents part, at least, of what is known as the latent 
heat of vaporisation. 

64. Encounter and Free Path. — When two approaching molecules 
come within a certain limiting distance of each other, their relative 
velocity in the direction of the line joining their centres is supposed 
to diminish gradually, and become finally reversed. This mutual 
action is referred to as an encounter between two molecules, and in a 
permanent gas the time spent during an encounter must bo much less 
than that occupied in the free path. As the density of a gas increases 
the length of the free path diminishes, and the encounters become 
more frequent. The proportion of time spent in collision becomes 
comparable with that of free motion, and the properties of the sub- 

^ Tho reasons for this siip[>osition will be given afterwards, see Art. 241. 

F 
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stance become considerably modified by the mutual influence of the 
molecules on each other. The effect of compression is to bring the 
molecules more within the sphere of each other’s attraction, so that 
the substance gradually loses the characteristic properties of a perfect 
gas and acquires gradually the properties appertaining to the liquid 
state. In liquids there is no free path. The molecules are con- 
tinually within the sphere of each other’s attraction, and the behaviour 
of the substance with regard to pressure and temperature will be 
determined by the nature of the molecules and their mutual action. 
On the other hand, the mutual influence of the molecules is praf*.tically 
negligible in gases, and the behaviour of such substances with respect 
to pressure and temperature will, within certain limits, be independent 
of the nature of the molecular attraction, and the law connecting 
volume, pressure, and temperature will be the same for all gases.^ 
It ought to be kept in mind, however, that when two molecules 
approach each other the encounter may not always be accompanied by 
a rebound, for the two may start rotating about each other, and thus 
form the nucleus of condensation which leads to the heterogeneity 
spoken of in Art. 52. 

65. The Dynamical Theory of Gases. — In order to account for 
the pressure of gases against the walls of the enclosing vessel, as well 
as their power of expanding to fill any space, their molecules were 
endowed by many philosophers with mutually repelling forces.^ The 
idea that the molecules of a gas repel each other does not seem to be 
yet quite extinct, although it was shown by Daniel Bernoulli® as 
early as 1738 that the pressure and expansive power of gases could 
be satisfactorily explained by the supposition of moleciilar motion. 

Let us, for the sake of clearness, consider the molecules of a gas 
as small equal masses, and let us inquire into the effect of a number 
of such molecules when enclosed in a vessel, and each in rapid 
motion. Let the vessel be a horizontal tube closed at one end, and 
having a movable piston fitting into the other, so as to slide freely 
in it. We shall consider the bombardment of the molecules against 

' ' Sir Will. OrookoH regards the ultra-gaseous condition in which, the molecules 
are so far apart that collision is rare as b, fourth state of matter (** Radiant State 
of Matter,'* Pt'oe. Roy. Soe. vof. xxx. p. 469, 1880). 

^ The a.ssunq>tion of such a mutual repulsion between the molecules of a gas is 
'contrary to all experience, except the term be restricted to such forces as those 
which come into operation during impact and rebound. For if the molecules 
repelled each other, their kinetic energies would increase as their distances from 
each other increased, that is as the volume of the gas increases. Consequently, if 
a gas expanded without doing external work, its temperature would rise, that is if 
the temperature is determined by the energy of motion of the molecules. 

* Bernoulli, Hydrodyuamiat^ Strasbourg, 1738. 
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the piston. Each molecule as it strikes the piston communicates a 
certain impulse to it which would set it in motion outwards if not 
held at rest. Here, then, at once we find that a certain force will be 
necessary to hold the piston in position, or, in other words, the en- 
closed gas exerts a pressure in virtue of the motion of its molecules. 
The force necessary to hold the piston in position will depend on the 
number of molecules which strike it per second, and for molecules 
of a given kind moving with a given velocity this will bo propor- 
tional to the number of molecules per unit volume, that is, to the 
densityiiof the gas. The pressure then will be proportional to the 
density, that is, inversely as the volume when the mass is given. 
If the temperature of a gas depends only on the motion of its 
molecules, it will follow, then, that at constant temperature the 
product of the volume and pressure will be constant. Thus wc have 
deduced Boyle’s law as an immediate consequence of the dynamical 
theory. 

We shall now examine the matter a little more closely. If a mole 
cule of mass r\i approaches a wall with a velocity //, and rebounds with 
the same velocity, the momentum or impulse given to the wall by 
the impact will be twice the momentum of the molecule, that is 

2niu. 

For simplicity let us consider a single molecule moving perpen- 
dicularly to a pair of opposite sides of a cubical box of unit volume. 
If the molecule moves backwards and forwards with velocity n im- 
pinging on the two sides alternately, it will strike each side \n times 
per second (since the space traversed between Uvo consecutive impacts 
on^the same wall is twice the edge of the cube or two units of length), 
hence the impulsive pressure caused by .a single molecule will be 

Imn X 2 - 

and if n molecules be enclosed, the pressure will be the sum of the 
partial pressures due to the individual molecules (that is, if they are 
so sparsely distributed that their mutual influence may be neglected), 
and the pressure will be 

‘/t - 

If, however, u- be taken to represent the mean of all the values of . 
for the various molecules, then if there be n molecules in the unit 
volume we shall have = and 


Now, in the general case a tnolecule may be moving in any direc- 
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tion with a velocity V, the rectangular components of which perpendi- 
cular to the faces of the cube are u, u, u'\ so that 

and if denotes the mean of^all the values of V‘^ for the various 
molecules, with corresponding meanings for w, u\ n\ we shall have 

and since the molecules do not tend to accumulate in any part of the 
vessel there will be, on the whole, as many passing across any plane 
per second in any one direction as in the opposite, or, in oth^ words, 
the pressure will be equal in all directions, and 

Consequently in the general case, when the molecules are moving 
indiscriminately through the cube with a velocity whose mean square is 
V^, the pressure per unit area will be 

where n is the number of molecules per unit volume. Now mn is the 
mass per unit volume, or the density p of the gas, consequently ^ 

If a given mass M of gas be enclosed in a vessel of volume then 
M = pv and the equation^ becomes 

Hence if the mean square of the velocities of the molecules remains 
constant the product of the pressure and volume will be constant. 
For unit mass we have therefore for all gases the* equation 

^ This equation enables us to calculate the velocity of mean square for any gas; 
as was shown by Joule. (Paper react before Manch, Lit, and Phil, Soc,, 1848. 
Republished in Phil, May, vol. xiv. p. 211, 1857.) Thus at atmospheric pressure 
p = 1033 grammes per square centimetre, and at 0° C. the density of hydrogen is 
0*00008957 (gr. per c.c.), hence taking «jr=981, we have for hydrogen at 0“ C. — 

vel. of mean square = 1842 metres per second. 

[Clausius (Potjg, Ann, c. 1857, p. 377) has given the following values for velocities of 
mean square of gases at 0" C. : — 

'Oxygen . . . 461 metres per second. 

Nitrogen . ' . . . . 492 ,, 

Hydrogen 1844 ,, 

It is to be observed that the velocity of mean square {i,e, the square root of V* the 
mean value of the squares of molecular velocities) is not the same as the mean 
velocity of the molecules. The former is somewhat greater than the latter, see 
Art. 374.] 
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It is thus proved that the pressure of a gas may be thoroughly 
explained by the motion of its molecules, and that the supposition of 
repulsive forces between the molecules is quite unnecessary, as well as 
b^ing unscientific, molecules being already endowed with the property 
of mutual attraction. There is one point, however, which should be 
noticed. By Boyle’s law we know that the product pv is constant at 
constant temperature, and, therefore, the right-hand member' of the 
above equation must be a function of the temperature. The tempera- 
ture, then, must be measured in some way by V*, the mean square of 
the veUcities of the molecules, or by their mean kinetic energy. 
Hence the heat of a gas must be in some way related to the kinetic 
energy of its molecules, and the same conclusion may be legitimately 
extended to all other bodies. 

Cor. If several gases be mixed in the same vessel, and if their 
molecular masses are etc., while the number per unit volume 

of each is Wp etc., then as before, if their mean squares of 

velocities are Vg'^, etc., 

•p ~ V ^ -I- + oto. , 

or 

ntc. 

That is, the pressure of the mixture is equal tot the sum of the press- 
ures which the gases would exert if the}^ occupied the whole space 
separately. This result was discovered experimentally by Dalton, 
and is true of course only so long as the molecules do not sensibly 
obstruct each other. 

66. Structure of Atoms — Rankine’s Hypothesis. — The hard atom 
of the Grecian philosophers, although at present in disrepute and out 
of touch with the more modern scientific conceptions, still survives in 
a certain sense unrefuted. Rival theories have been developed which 
are perhaps just as improbable, and perhaps not less illusory. The 
most inconceivable of these is that of Boscovich, who by mathematical 
refinement got rid of the material atom altogether, and replaced it by 
a mere point, or centre of force towards, or from, which certain forces 
were directed. This view was supported on the assertion that matter 
can only be known by its effects, and if these can be explained other- 
wise the assumption of a substance is not necessary. The phenomena 
of nature were thus to be explained by a mathematical fiction similar 
to that which in the hands of Gauss and Poisson formed the founda- 
tion of the theory of statical electricity. 

The first step towards a rational theory was made by Rankine,^ 

^ Trans. Boy. Soe. Bdin., 4th Feb. 1350 ; Phil. May., Dec. 1851 ; Scientijio 
Papers,^. 16. 
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who about 1842 endeavoured to derive the laws of pressure and 
expansion of gases from what he termed the hypothesis of molecMlar 
vortices. 

This hypothesis assumes **that each atom of matter consists of a nucleus or, 
central point enveloped by an elastic atmosphere, which is retained in its position 
by attractive forces, and that the elasticity duo to heat arises from the centrifugal 
force of those atmospheres, revolving or oscillating about their nuclei or central 
points.*’ No definite supposition is made as to whether the elastic atmospheres are 
continuous or consist of discrete particles — that is, whether the elasticity of these 
atmospheres is a primary quality or entirely «luo to the “repulsion” of discrete 
molecules. Further, the nucleus at the centre of each molecule may or may not be 
distinct in nature from the elastic envelope. It may be a ],H)rtion of the atftiosphere 
in a condensed state, or merely a centre of condensation of the atmosphere. The 
word nucleus signifies merely the atomic centre, and its volume, if any, is assumed 
to be inappreciably small compared with that of the envelope. The .supi>o.sition 
peculiar to the inquiry is “ that the vibration which, according to the wave theory, 
constitutes radiant heat and light, is a motion of the atomic nuclei or centres, and is 
propagated by means of their mutual attractions and repulsions.” The absorption 
and emission of heat and light consist in a transference of motion from the nuclei 
to their atmospheres, and vice versd, and this hypothesis llankine coiisMerc»l as pos- 
sessing immense advantages in explaining the ])ro[)agatlon of transverse vibrations, 
the immciiso velocity of light, and its dispersion as well as its mode of j>roi)agatioii 
through crystalline media. According to this theory, in the case of perfect flui<lity 
each atomic atmosphere possesses uniform density throughout each s|>h(?rical layer 
described round tlie central nucleus. In other Words, the density at any point of 
the atmosphere is considered as a function of the distance from the centre of the 
atom. The quantity of heat in a body is measured by the kinetic energy of its 
molecular revolutions or oscillations. These molecular motions might either bo 
ail oscillation of the .spherical layers of the atomic atmospheres to and from their 
centres, or else a vortex motion of the elements of tho atmos{>hcres round the radii 
of the spherical atoms, so that* each spherical layer is filled with radial vortices. 

Such is Eankine’s settempt to explain dynamically the increase of 
pressure of gases caused by heat, and although it is merely a first trial, 
and probably is far from the truth, yet in its very name it contains 
the germs of suggestion which render it not unworthy of its author.^ 
67, Ppellmlnary Considerations on the Possibility of Matter being: 
due to Motion in a Medium. — The question which now presents itself 
is. What is an atom of matter ? By assuming the existence of atoms 
and molecules, and endowing them with certain qualities, many of the 
properties of bodies may be plausibly explained, but, granting the 
existence of atoms, the problem which still remains, and which 
probably ever will remain, for speculation is. What is an atom ? The 
existence of a funldamental medium, the ether, has already been 

^ A germ of Rankine’s theory seems to be contained in the older opinion regarding 
the heat fluid. According to Becher and Stahl the terra inJiammabiUs^ or plilogiston, 
was affected with a rapid whirling motion, motus vorticiHaris, and when the particles 
of any body were agitated with this motion it exhibited the phenomenon of heat, 
or ignition or inflammability, according to the violence of the motion. 
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postulated for many reasons. Being furnished with this medium and 
motion in it, the problem before us, broadly stated, is ** construct the 
physical universe.” 

In attacking a problem of this nature we may with profit consider 
the case of a person furnished with ordinary faculties, and placed in a 
unifonn medium. For the sake of clearness let us take a being capable 
of moving through a homogeneous ocean, .and having no knowledge of 
its boundaries, or of what is called the. top and bottom. The ocean Being in 
being supposed perfectly uniform in all directions, the supposed person 
can dei;ect no differences in its properties as he moves through it, and 
he will consequently be ignorant of his own motion, as well as of the 
existence of the medium in which he moves. Let us now suppose 
that at a certain place in the ocean there is a whirlpool, or what is 
termed a rectilinear vortex. When the being approaches this part of 
the ocean he will experience certain actions, or sensations, .arising from 
the motion of the medium, and on reflection he will consider that there 
is something at this place, and will give it a n.ame. This whirlpool 
will be something to him, and all the rest of the ocean will be void. 

If other whirls exist at other places he will also regard them as objects, 
and he will be able to determine their positions with respect to each 
other, as well as his own position and motion with respect to them, so 
that he is now furnished with the ideas of distance, relative position, 
and motion. For the sake of distinctness we may assume that by 
some means he is able to see these whirlpools. For example, they 
may be in a state of vibration, and may piopagate waves in the 
medium, and these waves may excite a sense appertaining to the 
being, which for the present we shall call the sense of sight. Thus, 
even though at a distance, he can now detect the whirls by their effect 
on his senses. The same waves may also affect other senses, for 
example the sense of heat, or they may not affect either sense, for 
they may be too long or too short, just as sound waves may be too 
long or too short to affect the sense of hearing. 

Thus a person situated in a homogeneous medium might not be 
aware of the existence of the medium, but he might be aware of 
certain parts of it which are in a certain state of motion, and oii 
account of this motion those parts might appear luminous and hot) 
and possess many other properties which would be discovered through 
his other senses, and on account of which he would say that these 
parts were objects, or bodies, or matter, while he fails to recognise 
the parts of the medium which do not possess this kind of motion. 

Thus to him certain parts of space would appear occupied by bodies 
and the remainder would seem to be empty, although all space might 
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in reality, be filled with a medium, one part of which differed from 
another only in the nature of its motion. 

The motion of one part or whirl might also be influenced by that 
of the others, and as a consequence each will exert certain forces on 
the others, causing them to move towards it or farther away. That 
is, these whirls might attract or repel each other according to some 
law determined by the nature of the whirl. Hy the very motion, 
then, which constitutes these objects, they would be endowed with a 
property analogous to gravitation. 

In connection with this part of the subject it may be ^^ell to 
consider the terms attraction and repulsion which are so freely used 
in natural philosophy. If two objects which are free move towards 
each other they are ordinarily said to attract each other, but if they 
move away from each other they are said to repel each other. When 
we say the earth attracts a stone, we only mean that a stone will 
move towards the earth when let go at any point above its surface. 
When we say that the earth attracts the stone, we do not explain 
the motion or its ultimate causes, we merely describe it. The intro- 
duction of a new word is very satisfying to a certain class of mind, 
and often stops further inquiry. There are many who are quite 
satisfied that a phenomenon is explained when it has received a 
name. 

To exemplify this, let us consider the case of a person situated 
in an ocean of water on the earth’s surface, and ignorant of the 
top and bottom, and let this person be furnished with a number 
of pieces of cork and also a number of pieces of stone. Then if he 
at first takes a piece of cork and a piece of stone simultaneously 
in his hand and lets them go, he observes that the cork flies in 
one direction and the stone in the opposite. His first inference is 
probably that the cork and stone repel each othei*. He now takes a 
piece of cork by itself, and he finals that it moves in the same direc- 
tion as the other piece of cork, and gfimilarly any piece of stone will 
descend after the other without a piece of cork being near it. He 
now will probably begin to doubt the truth of his first surmise, that 
cork and stone repel each other. For he has found that the cork rises 
just as rapidly whether the stone be near it or not. The force on a 
piece of either material is the same at all distances from the other, so 
that the law of force* on each of them is independent of the di^ance 
or magnitude of the other body. He will probably look beyond his 
immediate surroundings and begin to speculate in the wildest manner, 
till by chance he becomes acquainted with the bottom of the ocean. 
He will now assert that the bottom is the vera musa of the motion, 
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and that it repels cork and attracts stone. If, however, he had first 
become acquainted with the top he would have been quite satisfied 
that the top attracted the cork and repelled the stone, and when he 
knows both top and bottom he is furnished with a variety of alter- 
natives. He may say that the top attracts the cork and the bottom 
attracts the stone, or that the top repels the stone and the bottom 
repels the cork. Probably the ‘last thing which will strike him will 
be that the top and bottom may be without influence on both pieces 
of matter, and that these bodies may also be without direct action on 
pach 9ther, but that their motion in all cases arises from the immediate 
action of a medium in which they are immersed. 

68. The Voptex Atom. — The idea that motion is in some way the 
basis of what we call matter is an old one, but no distinct conceptions 
on the subject were formed till Helmholtz^ (1858) developed his 
investigations in fluid motion. In this celebrated paper it was shown 
that the rotating parts of .a perfect, incom^^ressible fluid, in which 
there is no slipj^ing, maintain their identity for ever, and are thus 
eternally differentiated from the non-rotating parts. Also that these 
rotating j^arts are arranged either in endless filaments forming closed 
curves, or are terminated only at the boundaries of the fluid ; and 
these vortex filaments, as they are called, may be knotted or linked 
together in a variety of ways. Thus if we treat the ether as [i perfect 
fluid, then any portion of it in vortex motion 
must for ever remain so. Such motion can never 
be created or destroyed, and a portion of the 
ether possessing it must for ever remain differ- 
entiated from the rest. A vortex filament in 
the ether will thus at once possess the character 
of*permanence demanded for matter. It will be 
an atom in the true sense, for it can never be 
pevered. The ends of such a filament cannot 
exist except at the boundaries of the ether, which is supposed to fill 
all space. 

The vortex atom theory of matter was originated by Sir William 
Thomson, 2 soon after the appearance of Helmholt//s paper — in fact 
while witnessing Professor P. G. Tait's beautiful experiments on vortex 
rings.^ 

Vortex rings are formed when air is puffed through a circular 

^ Helmholtz, CrellCf 18.58 ; Phil. Mag.^ 1867. 

® Sir William Thomson, Proc. Roy. Soc. JSdin., 1867. 

* Recent Advances in Physical Science, p. 290. Some interesting experiments on. 
vortex rings are also described by Sir R. Ball, PhiU Mag, vol. xxxvi. p. 12, 1868. 
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aperture in the side of a box. The smoke rings which some smokers 
are export in leaking are also fairly good examples. 

Professor Tait conducted his experiments with the simple appa- 
ratus represented in Fig. 3. It consists of a plain wooden box with a 
circular aperture, fi or 8 inches in diameter, in one end. The opposite 
end of the box is removed and replaced by a tightly stretched cloth 
or sheet of india-rubber. In order to render the rings visible the air 
in the box must be impregnated with smoke or fine particles of some 
floating matter which arc distinctly visible. For this purpose the 
bottom of the box is first sprinkled with a strong solution of amn^nia,. 
so that the interior becomes filled with ammonia gas. Hydrochloric 
acid gas is then generated in the box by simply pouring some sul- 
phuric acid into a saucer containing common salt. The hydrochloric 
acid gas unites with the ammonia and forms a dense cloud of small 
crystals of sal-ammoniac in the air within the box. If now a sudden 



Fig. 3. — Vortox rings in pnrsuil. 


blow is given to the membrane covering the end of the box, a vortex 
ring issues from the aperture in the other end and moves forward 
through the room like a solid projectile. When two such rings collide 
they rebound and vibrate^ in consequence of the shock, like bands of 
solid india-rubber. Vortex rings may, however, be caused to vibrate 
without impinging on one anothe^. When the hole is circular the^ 
rings are circular, and this is the stable form. If the rings deviate 
from the circular form they will vibrate about that form as a position 
of equilibrium. Hence to obtain vibrating rings it is only necessary 
to make the aperture through which they arc discharged elliptical, or 
oval, or oven square. 

Another curious result deduced by Helmholtz in his paper may 
also be shown experimentally. If two vortex rings be moving in the 
same direction with their planes perpendicular to the line joining their 
centres, the pursuer contracts and accelerates its speed, as A and B, 
Fig. 3, while the pursued expands in diameter and diminishes in 
speed, so that the hinder one ultimately overtakes, passes through the 
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other, and takes the lead (shown at A'B'). The same process occurs 
again, and a system of alternate threading is kept up. If, however, 
they approach each other from opposite directions, both decrease in 
velocity and expand indefinitely in diameter, but never reach each 
other. One behaves to the other as its image in a plane mirror, and 
the same thing happens when a vortex ring moves up directly towards 
a plane wall. 

As any ring sails through the room it is not only the particles of 
sal-ammoniac or smoke (which merely render it visible) that remain 
porrjanently in it. The air forming its core remains the same, and is 
the very ring of air which left the aperture of the box. In fact, if 
there were no fluid friction the ring would not only remain perma- 
nently constituted of the same particles of air, but would go on rotat- 
ing for ever. Once created, it would remain eternal. Vortex rings in 
a perfect non-viscous fluid thus possess the essential property of inde- 
structibility demanded for matter by chemistry, and in such a fluid it 
would be equally impossible to create such rings. Theoretically a 
vortex filament may have a variety of dillerent shapes, and may be 
knotted or looped about in any manner. In practice, however, it 
seems possible only to form rings, of the simple circular type. An 
aperture has not yet been devised which will allow the smoke rings to 
escape in a knotted or looped form. 

The motion of the air in the ring is a rotation round the core or 
central line. If the ring be looked at when approaching the observer 
from the box, then the particles of air on the inner edge are Moving 
forward, and those on the outside edge are moving backward, from 
the observer, as shown in Fig. 2. 

The vortex atom has at first sight very strong recommendations in its claims of 
favour. It jjossesses at once many of the essential qualities of matter. 

It is indestructible and indivisible while its strength and volume 
remain constant, although its diameter may vary, and if two rings be 
linked or knotted they must remain so for ever. Again, a vortex ring, 
when free from the influence of others, moves rapidly forward in a 
right line, and thus possesses kinetic energy, while it may also 
vibrate about a form of equilibrium, and in this way give rise to such 
wave motions in the ether as are supposed to constitute light and 
radiant heat. The theory is consequently much more fundamental in 
character than any other, since it merely makes use of a postulated 
medium, the ether, and the principles of hydrodynamics to explain 
the properties of matter, and consequently all the phenomena of 
nature. It does not posit hard atoms endowed with powers of 
attraction and repulsion, but it endeavours to follow the mechanism 
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by which one molecule influences another^ and thus gives a mental 
representation of the actual processes in action. 

The development of the subject is seriously impeded by very 
formidable mathematical difficulties, and the theory is as yet in its 
infancy. Only some of the simpler problems have been worked out,^ 
and we cannot tell as yet whether the theory will survive the tests 
which lie before it, when the complete mathematical investigations 
shall have been worked out, and the results compared with experi- 
ment. In making such a comparison, however, it must be kept in 
view that the experimental work will deal with vortex rings for^ied 
in a material fluid, such as air, which is not even approximately 
perfect in the sense required by the mathematical investigation. The 
adaptability of the theory will therefore depend on the assumed pro- 
perties of the ether, and modifications found necessary by future 
investigation need not overthrow the theory, but rather lead to a 
knowledge of the necessary properties of the medium.^ 

[The properties of radioactive substances discovered in recent 
years, together with the laws relating to the spectral lines and other 
physical properties of the chemical elements, point strongly to the 
conclusion that the true atom is the atom of electricity, of which 
two kinds exist, positive and negative. The researches of Sir J. J. 
Thomson have shown that the unit of negative electricity, now 
usually called an electron, possesses a mass less than one-thousandth 
that of a hydrogen atom, this mass being probably entirely due to its 
electromagnetic inertia and consequently dependent on the velocity of 
the electron. The unit of positive electricity possesses a much greater 
mass than the electron. A neutral chemical atom is regarded as 
being made up of an equal number of units of positive and negative 
electricity, bound together by their mutual attraction. Ijord Kelvin 
proposed the view that an atom of matter consists of a sphere of 
positive electricity containing within it a number of electrons whose 
total charge is equal to that of the positive sphere. This theory 
has been elaborated by Sir J. J. Thomson, who has shown that the 
stability of the system can bo accounted for on mechanical principles, 
if the *electrons rotate in concentric rings. If the electrons are 
less than five in number, a stable arrangement is possible without 
rotation. Five electrons will form a stable system if rotating in 
a single ring round the centre of the positive sphere. If there 
are more than five, there must be more than one ring. A positively 
charged atom is one which has lost one or more electrons, and a 

* J. J. Thomson on Vortex Rings : Macmillan and Co., 1883. 

® Cf, Tait, Properties of Matter, p. 21. 
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negatively charged electron is one which has acquired one or more 
electrons in excess. This theory accounts successfully for a number 
of chemical facts, such as the valency of elements and the periodic 
system. It has, however, been shown by Sir E. Rutherford that 
it is necessary to assign a very small positive nucleus to the atom 
in order to account for the scattering of a particles by matter. On 
this view, a remarkable theory of the atom has been put forward by 
N. Bohr.^ According to Bohr’s theory the atom of hydrogen, for 
instance, consists of a very small nucleus of positive electricity with 
a smgle electron rotating round it in an orbit which is probably 
circular. A positively electrified hydrogen atom is one which has 
lost its electron, and is therefore simply a unit of positive electricity. 
The mass of* the atom is practically all resident in the positive 
nucleus. The atom of helium consists of a double charge of positive 
electricity in the nucleus with two electrons revolving round it in 
the same orbit, but situated at opposite ends of a diameter. Thus 
the a particle of radioactive processes is a helium atom without 
its electrons. The lithium atom has a. triple positive charge at 
the centre with three electron’s rotating round it, two in an inner 
and one in an outer orbit, and so on for successive elements. To 
account for the stability of the systems and the homogeneity of their 
spectral lines, Bohr abandons the ordinary Newtonian mechanics 
and invokes the aid of Planck’s quantum theory (see Art. 284). 
The orbit in which the electron of a hydrogen, atom revolves, may 
be any one of an infinite series determined by the quantum* theory. 
When the atom is ionised, as in a Geissler tube, and recombination 
takes place, then the energy emitted during recombination is 
given out as a homogeneous radiation whose period is determined 
by the particular orbit into which the electron settles down, no 
radiation being emitted while the electron continues* in any orbit. 
The innermost orbit, corresponding to the greatest emission of 
energy during recombination, is the most stable. In this way Bohr 
*is able to account for the scries of spectral lines, known as .the 
Balmer series, for hydrogen and helium. The constant (Rydberg’s 
constant) occurring as a coefiicient in the formula for spectral lines 
is given correctly in numerical value by the theory, and striking 
confirmation is afforded by its agreement with many other physical 
and chemical facts. The order of the chemical elements appears 
to depend solely on the positive charge of the nucleus, which is 
roughly equal to half the atomic weight. This was pointed out by 


1 Phil, Mag., 1913, pp. 1, 476, 857 ; 1914, p. 506 ; 1915, p. 394. 
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Rutherford, and is supported by Moseley s experiments on the 
X-ray spectra of the elements,’ If the vortex-atom theory of 
this Article should ever be revived, it will doubtless be in a 
different form, and designed to account for the constitution of the 
electrical atom.] 

' Fhih Mmj„ Dec. 1913, p. 1024. 
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59. Motion the Primary Basis of all Phenomena. — If we admit 
the belief which lies at the foundations of chemical science, namely, 
that all material substances are built up of simpler substances or 
elements, which may combine in various manners, but which are 
unchangeable, and ever retain their distinctive properties, we are led 
to regard all changes in the universe as ultimately due to changes in 
the local distribution, or state of aggregation, of elementary matter, 
and therefore eventually brought about through motion. If, therefore, 
motion be the primary change which lies at the basis of all other 
changes, the final aim of physical science must be to determine those 
movements which give rise to all other phenomena, and trace their 
origin and progress. The problem thus merges itself into one of 
dynamics, and all the various so-called forces of nature must be 
estimated by the same standard, namely, mechanical force, and this, 
in fact, is expressed iii the law of the conservation of energy. 

60. All Motion and Energry Relative. — In speaking of motion it 
must always be borne in mind that all estimation of it is necessarily 
relative, and for this reason no body considered by itself can bo said 
to be either at rest or in motion. When we say a body is at rest, or 
moves uniformly in a right line, the estimation is made relatively to 
some system which we arbitrarily choose as fixed. Force, then, which 
is measured by the rate of change of motion (the word here meaning 
momentum, or mass multiplied by velocity) is also relative, and 
kinetic energy which is measured by half the product of the mass 
and the square of the velocity is also relative to the same system. 
Energy, then, in its estimation is relative, simply because velocity is 
relative. 

When we speak of the kinetic energy of a body or system, we always 
mean the energy with respect to some other chosen system, or else 

mean nothing at all. This relativity of energy is sometimes lost 

79 • 
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sight of, and it is not uncommon to find the kinetic energy of a body 
spoken of aa something quite independent of all modes of calculation 
— in fact as an objective reality, a thing existing outside our senses, 
as the mass of a body is commonly regarded to be. 

Energy is again often stated to be only associated with matter, so 
that matter has been defined as the vehicle of energy ; this, however, 
does not hold according to our limitation of the word matter, for we 
know that energy in immense quantities is perpetually passing through 
space with the velocity of light in the form of radiant heat and light, 
and that it exists also in the so-called potential state. The i^rmer 
exists in the ether, and probably also the latter. 

The ether, then, is the great vehicle of energy ; and, indeed, it 
is chiefly on this account that the ether has been postulated. For 
the sake of distinctness we have agreed not to regard the ether as 
matter, or a material substance, or as necessarily possessing the 
distinctive properties of matter, but choose rather to take it as a 
fundamental medium, and to endeavour to explain all phenomena, 
matter included, by means of it. If the law of conservation be true, 
however, the energy in an isolated system is objective like the matter 
of the system in so far as it is measured relative to a being in the 
system. To this being the quantity of energy will be definite and 
constant. ’It cannot increase or diminish, except by communication 
from or to the regions outside. To a being outside the system, the 
energy of the system will depend altogether on the standard of 
reference, and the question then arises if the matter of the system 
also varies to that being in a similar manner. 

It will consequently be of prime importance to examine the 
meaning and foundation of the law of conservation of energy, on which 
all modern physical science has been built. 

61.i«Measure of Energ-y and the Law of Conservation. — We 
approach the subject of energy through our i<leas of work, or sense of 
effort. When a weight is raised from the surface of the earth, work 
is said to have been performed or energy spent. The work done is 
proportional to the weighty and to the height through which it is 
raised conjointly, and the measure of the amount of work done or 
energy spent is accordingly taken equal to the product of the 
weight V) and height A, or wh. Now if any mass falls under the 
action ‘ of gravity through a height A, the square of its terminal 
velocity will be v^=2gh, so that = wh, where m is the mass of the 
body and w is equal to mg. In the same way ^ if the mass m be pro- 

^ It should be carefully noticed that tlie equation ivh = lmv^ is not a new relation 
containing a new physical law, but arises entirely from our definitions of work and 
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jected vertically upwards with a velocity v, it will rise to a height 
h given by the foregoing equation, so that the initial velocity v 
possessed by the mass m will perform the work necessary to raise it 
to a height h. For this reason we say that a body in virtue of its 
velocity can do work, and the measure of this work is We 

consequently say it possesses energy of motion or kinetic energy. 

Conversely the body in descending through a height h could draw* 
an equal mass up to an equal height, or any other weight v/ to a 
height h' given by the equation wh = v)h\ so that a body in virtue of its 
positio^i can do work, and this we call energy of position or potential 
energy. • As thus measured, the two energies are exactly comple- 
mentary. In the case of a body falling freely, as the potential energy 
diminishes the kinetic increases, and their sum remains constant. This 
is the simplest case of conservation, and is beautifully illustrated in the 
common pendulum. At the highest point of the swing the velocity is 
zero, and the kinetic energy vanishes. Here the potential energy is 
greatest, but as the pendulum falls the potential diminishes and the 
kinetic increases. The speed of the falling bob increases as it descends, 
and at the lowest point it possesses a velocity sufficient to raise it to its 
original leve\; here the energy is all kinetic and the potential vanishes. 
At any other point the energy is partly kinetic and partly potential, 
but their sum has always the same value. If A be the height above 
the lowest point at any instant, and v the velocity of the bob, then . 
wh + is the same at all points of the swing. 

The same oscillation from kinetic to potential and back again 
occurs in the planetary system. When the earth is farthest from the 
sun, her velocity and consequently her kinetic energy is least, but in 
this position she possesses a balancing store of potential. As she 
rounds the farthest point of her orbit and begins to approach the 
sun, she acquires increase of kinetic at the expense of her potential 
energy. When nearest the sun her velocity is greatest and her potential 
energy least. As she rounds this nearest point, and begins to retreat 


force, and their mode of measurement. Thus force is measured by the rate of 
change of momentum, or for a body of given mass m 


F 


d{mv) _ 

lu 


and work is defined as force multiplied by distance worked through, that is the 
space integral of the force. Hence 

a 

W = J* Fc/5-= J* j = j iiivdv=^inv^ + G. 

The work done, therefore, in changing the velocity of a body from Vo to v is 
and this follows from the mode of measuring force and work. 

O 
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IlluAtra- 
tions of the 
principle. 


from the sun, her kinetic energy begins to diminish j it is used up in 
doing the work necessary to withdraw the earth against the powerful, 
attraction of the sun, but an equivalent is always stored up ready for 
use, full tale, without loss, but still without gain. Such is the ebb 
and flow throughout all nature of the visible energy of the universe. 
At one place increasing and exhibiting itself, like new life in the motion 
of her matter ; at another diminishing, disappearing, becoming latent, 
or, as we say, potential, leaving the matter, at least as visible motion, 
oscillating throughout all the regions of space from potential to kinetic, 
and from kinetic to potential, but without increase or diminution of 
the total stock. 

Other examples of stored-up or potential energy occur in a wound-up 
clock, a bent cross-bow or spring, etc. The work done in winding up 
a clock or watch is stored up. as this so-called potential energy, and, 
being paid out gradually to the machinery, keeps it in motion. The 
energy spent in drawing a bow reappears again in the kinetic energy 
of the shaft which flies from it, and perhaps it is in some very similar 
manner that the vast stores of potential energy are pent up in 
explosives. 

Illustrations of the principle of conservation occur iq all the ordi- 
nary working engines and mechanical contrivances to facilitate labour. 
A great weight may be raised to a house-top by a single man through 
the means of a system of^ pulleys, or a large mass may be moved by a 
lever ; but in all such cases the work done by the man is undiminished 
by the use of the engine. It merely enables one man to do a piece 
of work which it might have required ten to do without the engine, 
but the work done by the one man, measured in the ordinary way, is 
always equal in quantity to that done by the ten without the engine. 
This general principle is usually stated for machines in the form, 
“What is gained in power is lost in speed.” 

When a body falls freely’ under gravity it gains velocity or kinetic 
energy. During its descent, however, the body may bo used to j^erform 
work, to raise other bodies, or to put them in motion — for examplOj to 
turn machinery. This takes place in water-wheels in which the fall 
of water from a higher to a lower level is utilised to supply the motive- 
power of mills. In the case of overshot wheels the water escapes over 
the top of the wheel, and by its descent keeps the wheel in rotation ; 
in" the case of undershot wheels the water escapes below the wheel, 
and turns the wheel by impact. The machinery, in the latter case, is 
turned not directly by the fall of the water, but by means of the 
previously acquired motion of the water. The kinetic energy of the 
vrater is directly transferred into kinetic energy of the machinery, and 
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this may be converted into any kind of work.* The machinery, for 
example, may be employed to work a dynamo, and the electric current 
so generated may drive an electric motor, which may be used to raise 
weights (or perform any other kind of work), and throughout all these 
various transformations, if we could arrange that no loss would occur, 
the output of the motor would be equal to the supply advanced to the 
water-wheel. The motor would be able to lift all the water back to 
the level from which it fell. Another variation might be employed, 
which would embrace other forms of transformation ; the electric cur- 
rent n^ght be used to generate heat in a wire, or decompose water, 
or it might be distributed in any way to drive dynamos and light 
our streets and houses.^ 

The windmill is, like the undershot wheel, driven by impact. It 
derives its motion from the motion of the air : but in both cases the 
velocity of the water and the velocity of the air are diminished. The 
energy of motion of the driving material (water and air in these cases) 
is diminished by an amount equal to that gained by the engine. 

The output of such an engine is, however, in practice always less 
than the supply. Thus a pendulum once started to swing should 
go on swinging for ever, but in practice this is not the case. The 
amplitude of the swing gradually decreases, and finally the pendulum 
comes to rest. It gradually loses its energy. The kinetic eiiergy it 
possesses at the lowest point of its swing does not raise it to quite so 
high a level as that from which it fell. One cause of this will be found 
in the air in which the pendulum moves. • During its oscillation the 
pendulum is continually beating the air away in front. It is setting 
the air around in motion, and consequently losing a part of its own 
motion, so that the kinetic energy at the lowest point becomes less and 
less every swing, till it is finally all frittered away. If there were no 
air around the pendulum, the motion would still gradually subside 
from another cause. This arises in the friction at the supports. In 
the same way a fly-wheel turning on an axle gradually loses its motion 
through friction. Heat, wo know, is generated by friction, and the heat 
produced is, by Joule’s experiment, equivalent to a certain amount of 

^ In 1891 a dynamo driven by water-power at Lauffen on the Neckar generated 
an electric current, which was conducted to the Electrical Exhibition at Frankfort, 
over 100 miles distant. This current was transformed at Lauffen from one of low 
to one of high electro-motive force, and on arriving at Frankfort it was transformed 
back again to one of low electro-motive force. Part of it was tfien used to illuminate 
1200 arc-lamps, and the remainder was employed in driving a pump, which raised 
water from the mains to the tox» of an artificial hill, where it descended as a water- 
fall on the Exhibition grounds. Thus the waterfall at Lauffen was reproduced in 
part at Frankfort, the energy being transmitted over a distance of 108 miles, and 
reappearing after several transformations in its initial form. 
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work. When heat iS produced a certain amount of energy must be 
spent somewhere, so that if friction occurs in any part of a machine 
there is a loss of energy there. For this reason, then, the fly-wheel 
comes to rest. Even though heat were not produced, electrification 
may be produced, and this would use up part of the energy, and the 
system would come to rest. If, however, neither heat nor electricity 
be produced, the energy of the system might be spent in processes of 
which we have no cognisance. It might be gradually radiated into 
space, so that, although by experiment we would be unable to account 
for the dissipation of the energy of the system, yet the principle of 
conservation might be true. In the same way the machinery might 
receive energy from the vast store in the ether, ^ and of this we might 
have no cognisance, so that friction might occur and still the machinery 
go on for ever. We should then have a kind of perpetual motion, but 
not necessarily a violation of the doctrine of conservation of energy. 
From this point of view, the principle can be neither proved nor 
disproved ; it must for ever rest on accumulated evidence. 

62. Recapitulation. — In recapitulation, then, we see that; an 
elevated mass can do work by sinking to a lower level, and that it 
loses its capacity for doing such work as it sinks, that is, in proportion 
as the work is actually performed. The same api>lic8 to siu-ings and 
elastic bodies in a state of compression or extension, as well as to 
moving masses. Heat\may be employed to do work, but in this 
process an equivalent quantity of heat is destroyed. Electric currents 
may be used to do work, but to maintain the current an equivalent 
amount of work must be spent. Chemical compounds may be de- 
composed by the expenditure of energy, and the energy may be 
regained by recombination of the elements. Thus the universal 
characteristic of equivalence and convertibility prevails in all 
mechanical, electrical, thermal, and chemical forms of energy. When 
a quantity of any form is spent, an equivalent of some other form, or 
forms, is produced. 

According to the law of conservation, the universe is endowed with 
a store of energy which, through all tKe varied changes of natural pro- 
cesses, can be neither increased nor diminished, but which, though pass- 
ing through ever- varying phases of transformation, is, like the matter 
of the universe, unchanging in quantity from eternity to eternity. All 
changes and phenomena are due simply to variations in its mode of 
appearance. Here we find one portion of it as the vis vivii of masses 

^ Take, for example, the storage of energy by plants and motion of the radio- 
meter. These operations might also be cflccted by waves which we could not detect 
otherwise. 
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moving as a whole, or as the vibration of their parts, and there we 
detect another in the ethereal waves which produce light and radiant 
heat ; while, on the other hand, we locate vast quantities of it in the 
energy of position of large masses, -or of their constituent molecules, 
under the names potential and chemical energies. This probably is 
engaged in the process by which one body attracts another and one mole- 
cule another, while iti perhaps some similar way a portion is distributed 
in the ether around magnets, or engaged |in electrical processes. The 
principle, as it now stands, has come to be by far the most fruitful 
generattsatiou of modern physics, and its truth is supported by every 
experiment and application of physical principles. There is no depart- 
ment of j)hysical science with which it docs not deal and furnish the 
investigator w'ith an engine of attiick of the most iwwerful character. 

63. Historical. - -The first clear and distinct statement of the law 
of the conservation of energy in its general form was published in 
1842 by Dr. Julius Robert Mayer ‘ of Heilbronn. For a small group 
hi phenomena it had been already stated by Galileo and Newton, and 
afterwards more definitely by D. Bernoulli, and so continued recog- 
nised as applicable to the then known mechanical processes. Certain 
amplifications were from time to time introduced by such men as 
Rumford, Davy, Carnot, Sc'jguin, and Montgolfier, and it is j>robable 
that more than one of these philosophers* had a strong feeling of its 
perfect generality, but feared to state it without sufficient experi- 
mental evidence. This evidence did’ not exist when Mayer first 
published his general statement,*^ but still remained to bo deduced in 
that department where the applicability of the law appeared most 
doubtful, viz. the production of heat from work, and of work from 
heat. While Joule and Colding independently laboured to establish 
the law, Mayer was led to it by physiological questions, and with the 
greatest clearness grasped the principle in its widest generality. 
He also pointed out that the dynamical equivalent of heat was a 
fundamentjil constant to be determined by experiment, and assuming 

' Liebig’s Annaleti, May 1842. , 

- Joule says : “ Neither in S^tguiii’s writings, nor in Mayer’s paper of 1842, "wero 
there such ju'oofs of the hypothesis advanced as were sufficient to cause it to be 
admitted into science without further inquiry. I believe that the experiment 
attributed to Gay-Lussao was not referred to by Mayer previously to the year 1846. 
Mayer appears to have hastened to publish his views for the express purpose of 
securing priority. He did not wait till he had the opportunity of supporting them 
by tacts. My course, on the contrary, was to publish only such theories as I had 
established by experiments calculated to commend them to the scientific public, 
being well convinced of Sir J. Herschel’s remark' that * hasty generalisation is the 
bane of science * ” (Joule, PhiL McLg,^ 1864, part ii. p. 151 ; see also 1862, part ii. 
p. 121). Joule’s experiments were commenced in 1840. 



86 


THEORY OF HEAT 


CHAP. T 


that tho work done in compressing a gas is the equivalent of the heat 
generated, he deduced the number 367 gr. met. from* the values of the 
two specific heats of air available at tho time (see p. 255). With regard 
to this method, which will be described elsewhere (p. 267), it may be 
remarked that the substance operated* on does not pass through a 
complete cycle of changes ; it is not in the same condition at the end 
of the operation as at the beginning, and consequently it is not legiti- 
mate to assume that tho heat evolved is the sole effect of the work 
spent in compressing tho gas. The volume is changed, and it is quite 
impossible to say a priori whether this change may not involve an 
expenditure of work such as is employed in winding up a spring. 
Throe years previously (1839) Sc^*guin had given expression to the 
same ideas regarding the equivalence of heat and work, and had 
obtained the value 369 by a similar method, and it appears from the 
last edition of Carnot's works that at least before 1832 (the date of 
his death) this distinguished scientist had not only embraced the 
dynamical theory of heat, but had planned many of those very ex- 
periments by which Joule subsequently established the equivalence of 
heat and work. He also gave an estimation of this equivalent (370), 
probably deduced from the same data as those emjdoyod by Mayer. 
It thus appears that the principle of equivalence was harboured by 
nearly all tho great scientific thinkers of the early part of this century, 
and that the general doctrine of tho conservation of energy grew in a 
more or less gradual manner as experience became more and more 
extended. Great service was undoubtedly rendered to science by 
Mayer's distinct and comprehensive statements, but at tho time he 
made these statements. Joule was conducting his experiments on the 
dynamical equivalent of heat, and Golding was presenting important 
papers on the same subject to tho Royal Scientific Society of Copen- 
hagen. It does not seem just, therefore, to assign to any particular 
person the credit of* establishing tho general principle, or to regard any 
particular man as the father of the doctrine of the conservation of 
energy, but one thing is certain, namely, that Joule was the first to 
make an accurate determination of the dynamical equivalent of heat, 
and that the final development of the methods of applying the doctrine 
in detail to the problems which occur in the science of heat was 
mainly due to the simultaneous work of Clausius, Rankine, and 
William Thomson between 1849 and 1851. 

Much about the same time Helmholtz independently set himself 
to work out the principle from a mathematical point of view, and 
showed ^ that the energy of any system must be conserved by starting 
^ Helmholtz, Erhaltung der Kraft ^ 1847. 
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with Newton’s laws of motion, and the supposition that matter consists 
of particles which act on each other with forces’ directed along the lines 
joining them, and which depend only on the distance. 

The general principle of the conservation of energy is not, how- No abso- 
ever, to be proved by mathematical formulae. A law of nature must **’^®°^* 
be founded on experiment and observation, and the general agreement 
of the law with facts leads to a general belief in its probable truth. 

Further, the conservation of energy cannot bo absolutely proved even 
by experiment, for the proof of a law requires a universal experience. 

On th% other hand, the law cannot be said to be untrue, even though 
it may seem to be contradicted by certain experiments, for in these • 
cases energy may be dissipated in modes of which we .are as yet 
unaware. 

64. On Potential Energy — all Energy probably Kinetic. — It 

may not be out of place to examine here the meaning of the term 
potential energy. When a body is projected vertically upwards its 
velocity gradually decreases, the kinetic energy which it possessed at 
the beginning of the flight gradually leaves it as it rises, and when the 
body reaches its highest point all its initial energy of motion has dis- 
appeared. I’he (question then arises, what has become of the energy 
of motion of the body ? AVe say it has become potential, that it has 
become latent or has disappeared, or ceased to exist as visible motion, 
or that it has been used up in raising the body from the earth. This, 
however, is by no means an explanation of what has happened. It 
teaches us nothing further as to the process in operation during 
motion. Observation shows us that the body possesses motion 
initially, that as it rises the. motion is gradually lost, and that it is 
gradually regained as the body returns to earth. The word potential 
enei’gy heie is only a name for the difference between the initial 
kinetic energy of the body when starting in its upward flight, and that 
possessed at any other point of the path. This, we have seen, may 
be represented by the expression wh, where w is the weight of the 
body and h the height* it has ascended. In the same way the potential ’ 
energy of an isolated system of masses in any configuration merely* 
denotes the difference between the kinetic energy of the system in that 
configuration, and the kinetic energy in some other chosen configura- 
tion (generally chosen as that of maximum kinetic energy). 

The question still remains, what becomes of the motion when the 
kinetic energy of a system diminishes ? Can motion over bo changed 
into anything else than motion ? If we assume a fundamental medium 
whereby to explain all the phenomena of nature, then the properties of 
this medium ought to remain unchanged, and all other changes must 
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be explained by motion of the medium. Such an assumption is quite 
philosophic, and the method of procedure is certainly scientific. An 
evident reply to the question of what becomes of the motion of a 
projectile rising upwards is that it passes into the ether. The first 
assumed property of the ether is that it can contain and convey energy. 
There is no a priori reason, then, why the energy of motion of a pro- 
jectile as it rises upwards should not be stored up as energy of motion 
of the ether between the body and the earth, or elsewhere. The 
Kinetic oscillatio^ from kinetic to potential, and from potential to kinetic, in 
thretter pendulum is then, from this point of view, fnerely 

• • an interchange of energy of motion going on between the mass 

of the pendulum and the ether around it. According to this 
view all energy is energy of motion, and must be measured by the 
ordinary mechanical standard. The work we do in lifting a body 
from the earth is spent in generating motion in the ether, and as the 
body falls this motion passes from the ether to the body, which thus 
acquires velocity. In the same way, the work spent in generating 
electric currents and electrifying conductors must be represented as 
spent in generating motion of the ether around the electric circuits 
and conductors. On the vortex atom theory of matter this view is 
quite intelligible, for here we have nothing but ether and motion in 
the universe, so that all change must be interchange of motion. If 
motion passes from one body it must either pass into other bodies or 
else into the ether, so that all energy is kinetic, and what we call 
' potential energy, or energy of position of a system, is energy of motion 
in the ether, which has left the system and become located in the ether, 
and which may be regained by the system from the ether. The oscil- 
lation of energy, then, is from ether to matter, and from matter to other, 
and on this oscillation all the physical life of the universe depends. 

A rough mental picture of the process might be obtained as 
follows. We might suppose a body connected to the earth by vortex 
filaments in the ether, which would replace the lines of force. The 
ether is spinning round these lines, and when the body is lifted from the 
earth the work done is expended in increasing the length of the vortex 
filaments. The work is thus being stored up as energy of motion of 
the ether, and when the body falls to earth the vortex lines diminish 
in length, and their energy of motion passes into the body and is 
represented by the kinetic energy of the mass. 

66. Perpetual Motion — Indestructibility of Matter. — The object 
of the perpetual-motionists was to construct an engine which would work 
continually without the aid of any external driving force-^an engine 
which would do work without fuel or any other supply of energy. The 
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solution of this problem promised enormous gains, and bid fair to replace 
the gold-hunting operations of the alchemists. Work is wealth, and a 
machine which could work without fuel would prove as profitable a 
possession as the philosopher’s stone. The possibility of perpetual 
motion in this sense, viz. the creation of energy, is opposed to the law 
of conservation of energy, which is rfow universally accepted as the 
foundatioTf of physical science. Still it would be quite consistent with 
this law to construct an engine which would go on working without 
expense to the owner, other than the wear and tear of the machinery. 
An aetual example of such an engine is a water-wheel. Here the 
driving power costs nothing, except there be a river tax; it comes 
indirectly from our great reservoir, the sun. In the same way, on a 
small scale, Crookes’s Hadiomcter is more directly driven by the heat 
of the sun, and there is no a priori reason why the ingenuity of man 
should not utilise the vast stores of energy which are located in the 
etlier, and ever traversing it, to drive his engines. 

So also, if matter be vortex motion in the ether, it is not impossible 
that the constitution of the ether may be such that the very motion 
which constitutes matter may in time be used to serve the purposes of 
man. Matter, in fact, may not be indestructible or uncreatable, and 
man piay yet discover the’ means of so directing the motions already 
existing in the ether, that any one kind of motion may bo converted 
into any other at will, and still the law of conservation may hold 
throughout. Such speculations are, perhax)s, visionary, but still they 
are not out of place, for they tend to overthrow dogma as to what 
must or must not happen. If the ether fills the universe, and if it 
contains energy throughout, then the store is infinite; and with this 
infinite store at our disposal what may not be possible when we 
discover the means of using it ? 

Indicator Diagrams 

66. Graphic Representation of the State of a Substance. — , 
An exceedingly fertile and lucid method of treating many physical 
problems was introduced by Watt, the celebrated improver of the 
steam-engine, and is known as the graphic method. This c6nsists in 
representing the pressure and volume of a substance by the co-ordinates 
of a point, so that each point in the plane of the figure corresponds to 
a definite pressure and volume, and therefore represents a definite 
condition of the substance. The state of the substance may, therefore, 
be said to be determined or represented by the position of the corre- 
sponding point in the diagram. The method Was devised by Watt for 
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teristic 

surface. 
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the purpose of determining the work done by a steam-engine, and it 
is still employed for that and similar purposes. Subsequently Clapey- 
ron employed it to interpret the work of Carnot, and it has since been 
adopted and used with great advantage in every branch of science, 
especially in the domain of thermodynamics, wlicre it often proves 
itself easily intelligible to those who cannot follow the more compli- 
cated analytical investigations. 

Let OX and OY (Fig. 4) be two fixed rectangular lines chosen as 
axes of reference; then the distances OA' and A A' of any point A 

from these lines completely deter- 
mine the position of A. These 
distiinces are termed the co-ordin- 
ates of the point, and when they 
are known the point A can be 
found. 

Hence, if pressures are meas- 
ured parallel to OY and volumes 
parallel to OX, so that A A' represents the pressure of a substance and 
OA' its volume (per unit mass), then the position of A on the figure 
represents the state of the substance as regards pressure and volume. 
Every position of A corresponds to a definite condition of the sub- 
stance, for when the pressure and volume are known the temperature 
is in genei’al completely determine<l. Sometimes, however, two or 
more different temperatures may be possible at the same pressure and 
volume, as happens in the case of water for an interval above 4"^ C., 
between 4*^ and 0°, and below 0'^' C. To represent the state of the 
substance completely then, it is only necessary to erect a perpendicular 
at A to the plane of the figure, and to measure off along this per- 
pendicular a length representing the temperature (or lengths represent- 
ing the temperatures) corresywnding to A, and as A moves about over 
the plane the extremity of the perpendicular will describe a surface in 
space which will represent the characteristics of the substance, every 
point on the surface corresponding to a definite condition of the sub- 
stance. Thus, if the characteristic equation connecting the pressure, 
volume, and temperature be /(p, v, 0) = 0, then this will be the 
equation 'of the foregoing surface, and p, v, 6 will be the rectangular 
co-ordinates of any point on it. 

Returning, however, to the case of two rectangular axes : if we 
suppose A to move along any curve AB, this will represent that the 
substance passes from A to B through a perfectly definite series of 
conditions, the pressure and volume in each condition being represented 
by the co-ordinates of the corresponding point on the curve AB. In 
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general, the temperature corresponding to any point will vary from 
point to point, so that in order to effect the transformation indicated 
by the curve AB heat must be supplied to, or taken from, the body, as 
it passes from point to point of the curve, in a manner which becomes 
completely determined when the nature of the curve is known. It 
may of course happen that the temperature of the substance remains 
constant throughout the transformation, and in this case the curve AB 
is termed an isothermal line, and a transformation may also be such 
that heat is neither added to, nor taken from, the substance at any 
stage ef the process, and in this case the transformation is said to be 
adiabatic - and the curve is called an adiabatic line. 

67. Graphic Representation of Work. — When a substance passes 
from the condition A (Fig. 4) to the condition B its volume has in- 
creased by an amount A'B', and, as it has been under jiressure (varying 
according to a definite law) throughout the transformation, it follows 
that work has been done by the body in expanding against this external 
pressure. This is termed the external work, and it is easy to show that 
it is represented by the area ABB' A', included between the curve AB, 
the axis OX, and the ordinates AA' and BB'. For this purpose let us 
take the case of a substance, say a gas, enclosed within a cylinder 
which is closed by a piston of area A. Let p be the pressure (per 
unit area), and let us suppose this remains constant while the piston is 
drawn out a distance x (which we can suppose as small as wo like). 
The whole pressure on the piston is />A and the work done is therefore 
pkx, but A« is the change of volume, so that if we denote it by dv, 
the work done by the substance in expanding by an amount dv will 
bo pdv. Referring again to Fig. 4, we see that if the substance passes 
from M to an adjacent point N, the volume changes by an amount 
M'N' = dv^ and that the external work is consequently represented 
by the narrow strip of area MNN'M'. Hence the whole work done in 
passing from A to B is represented by the area ABB' A' — that is, 

W = area ABB'A' — J’pdv, 

If the equation of the curve be given, p can be expressed as a 
function of v, and the integral expressing the area ABB' A' may be 
evaluated. 

The external work done while a substance passes from any state A 
to any other state B depends, therefore, not only on the positions of 
these points, but also on the nature of the curve AB, along which the 
transformation takes place. Hence, if a substance be caused to pass 
from A to B along the path AMB (Fig. • 5), an amount of work 
represented by AMBB'A' will be done by the substance while it* 
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Closed expands, and if it be caused to return from B to A along, a different 
path BNA, an amount of work represented by the area BNAA'B' will 
be done on it by compression, so that throughout the whole operation, 
while the substance passes round the complete cycle AMBNA, a 



FiK. 5. 


quantity of work represented by 
the area of the cycle is done by 
the substance. If, on the other 
hand, the substance had passed 
round the cycle in the opposite 
direction ANBMA, the wotk re- 
presented by the area of the cycle 
would have been done on the 


substance, for in this case the expansion takes placjc along ANB 
at the lower pressures and the compression is effected at the higher. 

We have thus the general result that if a substance be made to 
pass through any complete cycle of operations, returning to its initial 
condition, so that the indicator diagram is a closed curve, the external 
work done is represented by the area of the cycle, and is done by, or 
on, the body according to the direction in which the cycle is described. 
If the direction of motion opposite to that of the hands of a watch be 
taken as positive, Avhile the opposite is considered negative, then when 
a cycle is described in the positive direction a positive quantity of 
work, represented by the ^rea of the cycle, is done on the substance ; 
but if it be described in the negative direction a negative quantity of 
work, represented by the same area, will have been done on the 
substance, negative work done on the substance being merely work 
done by it. • 

The first law of thermodynamics informs us now that when a 
substance passes through any closed cycle of transformations, and 
returns again to its initial state, the area of the cycle is the mechanical 
equivalent of the heat evolved or absorbed by the substance during 
the'process. It is very important to notice, however, that when the 
cycle is not closed, so that the body has not returned to its initial 
condition A, but is in some other state B, then the heat supplied to 
the body is not the equivalent of the external work done, but is used 
up partly in doing this work and partly in altering the thermal 
condition of the substance. When the cycle is completed the body has 
returned to its initial condition, and for this. reason the external work 
is, in this case, the equivalent of the heat supplied during the cycle. 
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Examples 

1 . Show that tliu isothermal linos for a perfect gas are a system of rectangular 
hyperbolas. 

(The equation of any isothermal will be p?;= constant, and this is the equation of 
a rectangular hyi>erbola having the axes of reference for asymptotes.) 

2 . In the case of a gas prove that the isothermal elasticity is equal to the pressure. 
(The elasticity of a substance is the reciprocal of its compressibility, and the 

latt(a* is the^ change of volume, per unit volume, for unit imu’ease of pressure. 
Hence, if a volume v changes by an a.monnt dv for increase of pressure dp per unit 

area, the change per unit volume for unit increase of pressure will be - ^ so that 

• vdp 

the elasticity Avill be 



This ijuantity, and therefore the elasticity of a substance in a given statu, is in- 
definite, unless wo specify the particular transformation which it is supposed to be 
undergoing. Now for the isothermal changes of a gas = constant, therefore 

+ = or 

3. If a tangent drawn to an indicator curve at any point P (Pig. 6 ) meets the 
axis of pressure at L, and if M be the foot of the perpendicular from P on the same 
axis, show that the elasticity of the substance at the point P of the transformation 
is represented by LM. 

(We have LM = Mr tan L1>M.= d tan LPM= - etc. 

dv 


Since the intercept made by the asymptotes on any tangent to a hyperbola is 


bisected at the point of contact, it follows 
that LM=MO in the case of a gas during 
an isothermal transformation ; or the iso- 
thermal elasticity of a gas is equal to the 
pressure.) 

4. Prove tlnii the adiabatic lines of a 
substance, in wliich compression causes 
increase of temperature, are steeper than the 
isothermal lines. 

(For a given value of dv the increase 
of pressure dp will be greater for the 
adiabatic transformation than for the iso- 



thermal, on account of the increase of temperature, and therefore LM will be greater.) 

5. Assuming the adiabatic equation of a gas to bo 


= constant, 


prove that the adiabatic elasticity is 7 p, and hence that 7 is the ratio of the adiabatic 
to the isothermal elasticity. 

68. Mean Kinetic Energy of a System of Material Particles in Stationary 
Motion. — Whdn the velocity of a point fluctuates between certain limits while the 
point oscillates about a mean position, the motion is said to be stationary. All 
periodic motions, such as the vibrations of an elastic solid, are of this kind, and such 
also is supposed to be the molecular motion of a body which constitutes its heat. 

In Art. 65 we considered the behaviour of a system of molecules so thinly 
scattered that their mutual influence might be neglected ; we shall now consider the 
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case ill which the inolcculos are close to each other, and within the sphere oi' each 
other's attraction. 

Let the co-ordinates of any molecule ^ be jr, y, c, and lot the component forces 


on it parallel to these axes be X, Y, Z. 


Thohm^=X. 


But by ditferentiatioiL we tiiid 


Hence 










The lueau value of the left-hand member during any time I will be 


The two terms involving the sign of integration in this equation are the mean 
values of the quantities under this sign, during the time /. For jieriodic niotions t . 
may ba taken the piuiodic time, and in this case the first term of the right-hand 






ember of the equation will vanish, for - will have the same value at the begin- 
mii^ and end of a complotc period. We shall then have 


mean value of 



-- mean value of IxX. 


For irregular motions such as those which occur in gases and liquids, we need 
only suppose t large comiiared with the time that a molecule moves steadily in the 
same direction. The term within the square bracket will vary within certain limits; 
and as it is divided by I, it follows that when t is large this term becomes negligible. 
The same reasoning applies toHhc motions X)a>rallel to the axes of y and so that 
we have 

mean of ) )• (rff )' + ('^i) ] = - -r Y sZ), 

or 

mean of - mean of ^^(.cX -l f/Y +;5:Z). ' 


This mean value has been termed by Clausius the viriiil of the system, and this 
theorem may therefore be stated in the form “the mean kinetic energy of the system 
is equal to its virial.” 

Coil. 1. If the force between two- particles be 0(r) a function of the distance r 
between them, then if a*, y, z and x\ y\ z' be the co-ordinates of the particlesji we 
have for one 


X = 0(rf 




with equal and 0 [q) 0 site values of X, Y, and Z for the otlicr, therefore 
\x + X'x' = X{x^ X-) = 

with corresponding expressions for the other two co-ordinates, so that 
* JS(a:X + yY ■\- zZ) = JSr0(r). 


^ Clausius, PAi/. May., August 1870. 
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Cor. 2. In the ease of a gas enclosed in a vessel a uniform normal external 
pressure p exists all over the surface of the mass, and the virial of this will be 

^ ^f^xtlydz + \jJydzdjG + \pj xdxdy - 

where v is the volume of the gas. 

Hence in this case we have 

or 

yv— 

Consequently if the molecules are out of the sphere of each other’s attraction, that 
is, if <p{r)~0, the product of the ]»ressure and volume will be ctpial to two-thirds of 
the mean kinetic energy of the molecules ; but if the molecules are within the 
'• sphere of each other’s attraction, the elfect is to diiuinish the product by an 
^amount equal to two-thirds of the virial of the intermolecular forces. Hence, when 
a gas is compressed it is anticipated that the product pv will vary and. not remain 
constant at constant temperature. The experimental investigations on this point 
will be considered later on (see Art. 242). 



CHAPTER II 


THERMOMETRY 

SECTION I 

LIQUID THERMOMETERS 

69. Discontinuous .Thermoscopes. — A thermoscope is an instru- 
ment for indicating relative temperatures, and its indications may be 
either continuous or discontinuous according to the property of matter 
employed. In continuous thormoscopes a property of matter which 
varies continuously is made use of, such as chlange of volume with 
heat, and the indications of discontinuous thermoscopes depend on the 
employment of some abrupt change of state, such as fusion. Any 
substance acts as a thermoscope, solids for a single temperature and 
liquids for two temperatures. Thus a piece of paraffin wax immersed 
in a bath will indicate whether the temperature of the bath is above 
or below the temperature of fusion of the wax, and by this means we 
could separate a series of given temperatures into two sets, those 
higher than the melting point of the wax and those lower. In the 
same way a piece of butter will tell us whether the temperature of a 
room is higher or lower than the melting point of butter. A liquid 
gives us more information; it tells us whether a temperature is higher 
or lower than either the boiling point or the freezing point of the 
liquid. The water in a basin not only tells us that the temperature 
of the room is higher than the freezing point of water, but also that 
•it is lower than the temperature of boiling. It thus places the 
temperature of the room between two others, which are definite and 
recoverable. 

If an instrument merely indicates whether the temperature of a 
body to which it is applied is higher or lower than a single definite 
temperature, it is called a single intrinsic thermoscope, because its 
indication depends upon some intrinsic quality of the instrument. 

96 
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The paraffin wax referred to is a single intrinsic thermoscope, the 
single temperature being its melting point, and the intrinsic quality 
the property of melting always at this definite temperature. 

A multiple discontinuous intrinsic thcrmoscope shows several 
definite temperatures, or indicates whether the temperature of any 
body to which it is applied lies between any pair of these temperatures. 
Such an instrument may be constructed by preparing a system of 
metallic alloys or other substances arranged and numbered in the 
order of their melting points, and a multiple intrinsic thcrmoscope has 
been ci>nstructed on this plan in a form convenient for use by Mr. 
J. J. Coleman.^ It consists of a set of paraffins which melt at definite 
temperatures between 40° and 100° F., and mixtures of glycerine*^ 
and water which freeze at temperatures from 30° to - 33° F. By 
multiplying the number of substances in such an instrument the 
consecutive definite temperatures which it indicates may be made to 
approach each other closer and closer. Ideally the system may be 
made nearly continuous by making a system of alloys with fine 
enough gradation of composition, but the method is essentially 
discontinuous. 

70. Continuous Thermoscopes and Thermometers. — A thcrmo- 
scope becomes continuous in its indications when the property of 
matter employed varies continuously with temperature. When such an 
instrument is properly graduated according to some arranged scale, it 
not only indicates whether the temperature of a body to which it is 
applied is higher or lower than some definite temperature, but it also 
informs us how much it is higher or lower, according to the chosen 

^ .1. .1. ("oleniau, Proc. Phil. JSoc. Gfastjoir^ 1884, vol. xv. }». 94. 

Glycerine when pure cryslalliscs a little below 0' C., but when mixed with a 
little water its freezing point is about 40^* C. below zero, and the solidification here 
is not of a crystalline but of a buttery nature. By varying the quantity of water 
the freezing point may be varied at pleasure. 

A discontinuous intrinsic tbernioscope for the measurement of high temperatures 
was proposed by Prin.sei) {Phil. 1828, p. 79). He formed a series of definite 

percentage alloys of silver and gold, and of platinum and gold. These alloys gave a 
series of fixed temperatures between the melting points of silver and gold and of gold 
and platinum. An observation is taken by exxiosing in a small cupel a set of small 
flattened specimens of the alloys, not necessarily larger than pin-heads, and noticing 
which of them are fused. The temperatures of fusion of these alloys have been 
determined by Erhard ami Shertel by a porcelain-air-therniomcter {Jahrb. far das 
Bcrg-%i 7 Mi-I{utUn- Wesen in Sachsen, 1879), An objection has been raised to Priiisex^’s 
alloys oil the ground of silver taking up oxygen at high tcmi)craLures and ejecting it 
again on cooling, which renders it inadvisable to use the same specimen twice. 

A similar method has been employed by Carnclley and Carieton Williams 
{Chem. Snc. Journal, 1876, 1877, 1878), in which metallic salts with high fusing 
points were used instead of alloys. The fusing points were initially determined by 
the calorimetric method. 

H 
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scale. In this case the instrument becomes not merely an indicator, 
but also a measurer of temperatures, and is termed a thermometer. 
In selecting a system of thermometry, any physical property of matter 
which varies continuously with heating might be chosen. We have 
already described how temperature may be defined and measured by 
the apparent volume of mercury enclosed in a glass vessel (p. 15). If 
this be taken as our standard instrument, then all other thermometers 
must be graduated by comparison with it, so that when placed in the 
same uniformly heated bath they may all agree in their indications. 
We shall thus have a uniform system of measurement, and experiments 
conducted at any place may be repeated at any other. 

The main object to be secured in thermometry is that all thermo- 
meters shall be strictly comparable, and since liquid thermometers are 
easily portable the simplest means of obtaining this object is by corn- 
standard- paring all thermometers, directly or indirectly, with some standard 
ising. instrument. All thermometers would then be copies of the same 
original, and would agree perfectly in their indications. This being 
arranged, thermometers may be constructed of other liquids than 
mercury, or by measuring, not the increase of volume, but the increase 
in length of a bar, or the increase in pressure of a gas kept at constant 
volume, or the change in electrical resistance of a wire, or change in 
pressure of the saturated vapour of a liquid, or change in shape of a 
spiral composed of strips of ejifferent metals, or change in the shape of 
a single elastic solid subject to stated stress. 

The condition implied in all cases is that the thermometers shall 
all be graduated according to the same standard, and that the property 
of matter made use of shall always give the same indication when the 
temperature is brought again and again to the same value. It is upon 
this last property that the accuracy of a thermometer depends. The 
constitution of the material of which the instrument is constructed 
must be permanent, so that the property made use of in measuring 
temperatures is always the same at the same temperature. 

Sensibility. The sensibility or delicacy of the instrument depends only upon 
the recognisability of changes in the indicating property with very 
small changes of temperature. A thermometer may be delicate in two 
ways — (1) when it detects very small changes of temperature, and (2) 
when it rapidly assumes the temperature of any body with which it 
is placed in contact. The delicacy of a thermometer is consequently 
to some extent similar to that of a balance, one of the circumstances 
determining it working in opposition to the other. Thus, in order to 
secure the first condition the bulb should be large and the bore 
narrow ; but in order to secure the second the bulb should be small, 
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have a large surface, and be filled with a liquid which will rapidly take 
up the temperature of the medium in which it is immersed, that is, of 
high conductivity. If the bulb is largo the weight of the contained 
liquid produces strain effects which may seriously affect the accuracy ; 
and if the initial temperature of the thermometer differs from that of 
the body with which it is placed in contact, the final indication of the 
instrument will not be the initial temperature of the body, but will be 
intermediate between that of the body and the initial temperature of 
the thermometer, for the body will become cooled in warming the 
thermometer. This final reading will differ from the original tempera- 
ture of the body more and more the greater the heat capacity of the 
thermometer, the less that of the body, and the greater their initial 
difference of temperature. In the construction of a thermometer, then, 
the nature of the work for which it is intended must bo taken into 
account. A thermometer which is best adapted for one class of work 
may be quite unsuited for another. 

71. Construction of a Llquid-in-glass Thermometer. — We shall 
now briefly describe the construction of a liquid-in -glass thermometer, 
such as the ordinary mercury thermometer. Such a description, 
besides being important in itself, affords an excellent example of the 
method by which the scientific investigation of such a phenomenon as 
temperature must be proceeded with. In making a thermometer a 
glass tube possessing a uniform capillary bore is selected, and a bulb 
of suitable size is blown (or fused) on one end, the other end being 
left open. It is important that the bore of the tube should bo as 
uniform as possible, and this should be ascertained beforehand by 
sliding a short thread of mercury through the tube, and observing its 
length in difterent parts. If this length is approximately the same 
at all parts of the tube the bore is fairly uniform, and the tube may 
be employed. Slight want of uniformity can be corrected for after- 
wards, as will be explained subsequently. The tube and bulb should 
now bo well cleaned, and all organic matter removed from its inside 
surface by means of boiling nitric acid. 

Some of the best thermometer tubes are furnished with a pear- 
shaped reservoir or funnel at the open end, to facilitate the process of 
filling. If such a reservoir be not already attached, the end of the 
tube may be simply bent round, so that it may be dipped with 
facility under the surface of some mercury or other liquid with which 
it is desired to fill the instrument. 

In order to introduce the liquid, the empty bulb is heated over a 
lamp, and the air within expands and is partly expelled. The open 
end of the stem is immediately dipped under the surface of the liquid, 
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and kept there while the bulb and the enclosed air cool. During^this 
process the pressure of the air within diminishes, and some of the 
liquid is forced through the stem into the bulb by the pressure of the 
atmosphere outside. By this means the bulb is partially filled. To 
complete the process, the liquid thus introduced is boiled till all the 
air is exjjelled, and the instrument contains only the liquid and its 
vapour. If the open end be dipped into a cup of the liquid while the 
boiling is still in operation, and if the instrument be allowed to cool, 
the vapour will condense, so that the bulb and stem will become 
completely filled with the liquid. c 

The process of filling a thermometer is a matter of some difficulty 
to a beginner, as it is by no means easy to ensure that all the air has 
been expelled. Minute bubbles are nearly always found remaining, 
which adhere with the greatest pertinacity to the sides of the glass 
and resist expulsion. Caution must also be exercised in the process 
of boiling the liquid, especially in the case of mercury, which has a 
high boiling j^oint, and if heated over a lamp the bulb may fuse and 
lead to disaster. To avoid this a special heating apparatus may be 
used, by means of which the bulb and stem may be gradually heated 
throughout its entire length to the boiling point of the liquid. 

When the bulb and stem are filled the instrument is raised to the 
highest temperature that it is intended to measure, and in this state 
the end of the tube is hermetically sealed. In order to avoid bursting 
when the thermometer is inadvertently subjected to temperatures 
higher than the highest that it is intended to register, the upper end 
of the bore is, in the best instruments, widened out into a small 
reservoir into which the mercury may expand. This reservoir is 
important, as it not only prevents the danger of bursting, but can be 
used to contain some of the mercury separated from the bulb in the 
process of calibrating, as well as in the separation of minute air 
bubbles, if any exist in the bulb. Besides, by placing some of the 
mercury in it the same part of the scale can be used, if desired, at a 
high and also at a low temperature. 

If now the size of the bulb and the length of the stem have been 
properly adjusted, the bulb and a small part of the stem will be filled 
with liquid at the lowest temperature which the instrument is intended 
to register. In this case the fixed points may be determined and the 
process of graduation proceeded with. 

72. Determination of the Fixed Points. — In order to furnish a 
thermometer with a scale, two points are first marked on the stem 
which correspond to two definite temperatures. The temperatures 
generally chosen for this purpose are those originally suggested by 
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Hooke, ^ and adopted by Newton, namely, the melting point of ice and 
the boiling point of water. The temperature of boiling water is not 
now employed, but rather the temperature of the vapour of water 
boiling under the pressure of one standard atmosphere. This jiressure 
is that exerted at the freezing point by a column of mercury 760 mm. 
high in the latitude of Paris, which is equivalent to a column of 
2 9 ’905 inches in the latitude of London. The temperature of the 
steam is chosen, because it is found that the temperature of boiling 
water depends to some extent on the presence of impui’ities and the 
nature €i the vessel in which it is boiled, whereas the temi^erature of 
the steam depends only on the pressure, the former point having 
been established by Gay-Lussac and the latter by Rudbcrg. 

The Freezing Point , — The freezing point, as the lower fixed point is 
called, is determined by placing the thermometer in a vessel contain- 
ing broken ice, from which water is dripping, 
so that the bulb and stem, so far as it is filled 
with mercury, are surrounded with ice, and 
the top of the mercurial column is just visible. 

The vessel (Fig. 7) is usually shown with a per- 
forated bottom, so that as the ice melts the 
water drips away, and the thermometer is sur- 
rounded with ice at the melting point. After 
standing for some time the level of the mercury 
becomes stationary, and a mark is carefully 
traced on the glass at this point. 

The advantage gained by allowing the 
water to drain away as the ice melts is not 
obvious. As long as there is plenty of ice 
present the temperature of the water will 
remain stationary, and the pressure on the bulb of the thermometer 
will be more uniform than when the water is allowed to drain off. 
In the latter case angular fragments of ice will be sometimes pressed 
with their sharp edges against the bulb, and this may cause distortion 
and consequent displacements of the zero point. 

Another question which presents itself is — does the temperature 
of melting ice depend on whether the ice has been formed from 
ordinary or distilled water ? Both these points have been examined 
by Mr. F. D. Brown,^ and his conclusions, after a series of observations 
on different kinds of ice, and mixtures of ice and water, were that a 
constant temperature is more rapidly and certainly obtained with a 

^ Hooke, 1681 ; see Birch’s History of the Royal Society, vol. iv. 

F. D. Brown, Phil, Mag,, vol. xiv. 1882. 
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mixture of ice and water than with ice alone, that the temperafure 
thus obtained is really that of melting ^ ice, and that it is preferable to 
wash and mix the ice with distilled water, as ordinary water lowered 

the temperature to a slight 
extent. The quantity of water 
mixed with the ice should be 
just sufficient, to fill up the 
spaces between the fragments. 

BoUing FoinL — The boiling 
point is determined, as ^already 
stated, by placing the thermo- 
meter in the steam - of boiling 
water, the pressure being one 
standard atmosphere. The 
thermometer is so far plunged 
into the steam that the surface 
of the mercury is just visible, 
as shown in Fig. 8. When the 
level of the mercury becomes 
stationary, a mark is made 
on the stem at its surface, 
and this is the boiling point. 
The i^ressure corresponding to 
a standard atmosphere is in this 
country taken to be that of the 
atmosphere when the barometer 
Stands at 29*905 inches at the 
sea-level in the latitude of Lon- 
don, the temperature being that of the freezing point. In order to 
know the pressure of the steam in which the thermometer is placed 

* This, however, will depend on what is meant by the temperature of'rmlting icc, 
111 the apparatus used for determining the boiling point the vajiour inside is 
usually and erroneously represented by clouds, and this perhaps fosters tlie idea com- 
monly prevalent among beginners tliat steam is visible like a cloud. This mistake 
probably arises from the application of the word in ordinary language. Thus Robi- 
son, in his Mechanical Philosophyy vol. ii. p. 1 , defines steam as ** the visible moist 
vapour which arises from all bodies which contain juice easily expelled by heat. . . . 
It is distinguished from smoke by its not having been produced by combustion, by 
not containing any soot, and by its being condensible by cold into water, oil, in- 
fiammablo spirits, or liquids composed of these. . . . The visibility of the matter 
which constitutes the steam is an accidental or extraneous circumstance, and requires 
the admixture with air, yet this quality again leaves it wlien united with air by 
solution." What we now term steam or vapour is an invisible substance, but 
when this condenses into small globules it becomes visible and is then called cloud, 
or mist. 
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during the determination of the boiling point, a gauge is attached. 
This consists simply of a bent glass tube, open to the atmosphere at 
one end, and containing a little water. The difference of level of 
the water in the two arms gives the difference of pressure between the 
steam inside and the atmosphere outside the apparatus. If the escape 
orifice is large enough this difference will be scarcely sensible. 

When the boiling point is marked the barometer will probably not 
be at the standard height, so that the mark made on the stem must 
not be regarded as the standard boiling point, and a corresponding 
correction must be made in graduating it. This correction will be 
found from tables of vapour tensions. 

73. Graduation of the Thermometer. — The freezing and the 
boiling points having been marked, the interval between them may be 
divided into any desired number of equal parts. Each of these parts 
is called a degree, and hence we speak of a temperature being so many 
degrees above or below the freezing point. Three systems of division 
have been proposed, which are at present in general use. The centi- 
grade scale was introduced by Celsius,^ and is generally used in France 
and in all scientific work. In this scale the freezing point is marked 
0°, and is called zero, and the boiling point is marked 100'^, the 
interval between being divided into 100 equal parts. 

The scale generally used by English-speaking people is that intro- 
duced by Fahrenheit,*^ of Daiitzig, about 1714. In this scale the 
boiling point is marked 212** and the freezing point is marked 32"", 
the graduation extending above and below the fixed points. A point 
32'" below the freezing point is marked 0”, and is called zero. This 
point corresponded to the lowest known temperature in the time of 

^ Professor of Astronomy in the University of Upsala. 

^ The view advanced in explanation of the mode of division of the Fahrenheit 
scale is that the interval between the freezing point and the boiling point was 
divided into 180 points like a semicircle. If this view has no foundation, it is 
certainly a strange coincidence that there should be on this scale exactly 180“ 
between what are now taken as the two fixed points. 

Professor A. Gamgec {Proc. Camb, Phil. Soc., 1890, vol. vii. pt. iii. p. 96) states 
that this view* is nevertheless incorrect, — that Fahrenheit had settled the basis of 
his scale and constructed a large number of thennometers many years before the 
discovery by Amantons that water boils at a constant temperature under constant 
pressure. The thermometers fii’st constructed by Fahrenheit were sealed alcohol-in- 
glass thermometers provided with a scale. The lower fixed point of the scale was 
determined by a mixture of snow and salt, and the upper by placing the thermo- 
meter under the armpit, or inside the mouth, of a healthy man. In the early 
thermometers the interval between these two fixed points was divided into 24 equal 
parts, and later on into 4 x 24 = 96. It was subsequently fouinl that the .‘52nd degree 
corresponded to the melting point of ice, and the 212th to the boiling point of 
water. The basis of Fahrenheit’s scale was then simply duodecimal division. 
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Fahrenheit, namely, that of a mixture of snow and salt. The oiily 
arguments in favour of this scale are its early introduction and the 
fact that it is actually used by so many of our countrymen. A 
remarkable fact, however, is that mercury expands almost exactly 
1 (F 0 0 IT of its volume at 142° F. for every degree Fahrenheit, so that 
Young ^ defined the degree Fahrenheit as corresponding to an exjjan- 
sion of mercury equal to l o o o o bulk. 

The third thermometric scale is that of Reaumur. In this scale 
the freezing point is marked 0® and the boiling point 80°, the interval 
being divided into 80 equal parts. This scale is .very generally used 
in Germany for domestic purposes, but possesses no special advantages. 

The relation between the readings of thermometers graduated 
according to these three methods is easily found, for 1 00 divisions 
of the centigrade scale are equal to 212 - 32 - 180 divisions of the 
Fahrenheit and also equal to 80 of the Reaumur scale. Hence if C, 
F, R denote the readings of the three thermometers for the same 
temperature, we have 

C F-32^R 
100 “" 180 “ 80 ’ 
or 

C-:g(F -32)=2R. 

From these equations, when the temperature is given by one scale, 
the corresponding number expressing the temperature on either of 
the others can be easily found.- 

In the best modern thermometers the scale is marked on the glass 
stem of the instrument itself, but in most ordinary thermometers the 
graduations are made on a piece of wood, or ivory, or porcelain, to 
which the thermometer is securely attached. Some of the liest ordinary 
thermometers (German bath thermometers) have the scale marked on 
a slip of paper which is enclosed in a glass tube hermetically sealed 
round the stem of the thermometer, and in this form the graduation 
is clearer and more easily read than in any other. The paper scale is 
completely protected from damp and damage by the sealed glass tube 
which encloses it. The lightness of the paper renders its attachment 
to the stem, by gum or otherwise, secure and trustworthy, and if the 
thermometer bo never exposed to a temperature high enough to brown 
or injure the paper, it is cheaper and better than any other form of 
scale. The graduation on the glass of the stem itself is, however, 

* YouDg, Lectures on Nat. Phil. p. 485. 

^ The scale called after Reaumur was proposed by Do Luc {Uecherches sur 
I'cUmospherey tom. ii. pp. 244-283). The true scale proposed by R4aumur marked 
80 at the boiling point of alcoiiol, and consequently the boiling point of water on 
it ditfered little from 100^ It thus differed little from the centigrade scale. 
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superior to ull others, excei)t in i*esj)ect to the case of reading the 
divisions. 

Lens front tubes are used for delicate thermometers of fine bore. 

The stem itself thus plays the part of a magnifying glass, and enlarges 
the bore about fifteen times. 

74. On the Choice of a Thermometrfe Substance.— In respect to 
general convenience for a large variety of purposes, liquid-in-glass 
thermometers are with good reason preferred to all others, but the 
reason for the general preference for mercury or spirits of wine as 
the thormometric substance is not so obvious. The indications of a 
liquid thermometer depend both on the expansion of the liquid and 
on that of the glass envelope which contains it. If the glass and the 
liquid expand equally with rise of temperature, the apparent volume 
of the liquid in glass will remain constant. Since the indications of 
the instrument depend only on the difference of the expansions of the 
liquid and the glass, the greater the expansion of the liquid the more 
sensitive the thermometer, and for a given liquid the length of a degree 
on the stem will be greater the larger the bulb and the smaller the 
bore of the tube. The high specific gravity of mercury limits the 
size of the bulb, for besides increasing the liability to break, the 
weight of the mercury strains the bulb and tends to give distorted 
readings, especially at high temperatures. Further irregularity is 
also introduced by the variations in the shape of the meniscus in the 
capillary tube. Besides the large value of the surface tension of Surface 
mercury, the angle of contact varies from about 45° when the mercury 
is rising to 90° when it is falling. For this reason the internal 
pressure on the bulb is greater when the temperature is rising than 
when the temperature is falling, and a consequent variation in the 
volume of the bulb occurs which produces an irregularity in the indi- 
cations of the instrument. On this account the mercury rises by 
jerks and not continuously when the tcmpei’ature is increasing, and 
falls in the same discontinuous manner when the temperature is 
falling. This jerky motion of the mercury is very noticeable in 
delicate thermometers, and in some instruments is more so than in 
others. This Joule believed to be due largely to the slight oxidation 
of the mercury before sealing. 

Liquids which wet the glass have a great superiority over mercury 
in their much smaller surface tension and in their practically constant 
angle of contact (180°). The variations of internal pressure are thus 
much less when the liquid is rising or falling and the motion in the 
tube is continuous. The large expansion of such liquids as alcohol, 
ether, chloroform, etc., gives the instrument in addition a great 
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sensibility, and they possess a further advantage over mercury in 
their much smaller specific gravity, so that larger bulbs may be used 
with consequent greater sensibility, and less liability to break or 
produce disturbed readings through distortion of the bulb by the 
weight of the liquid. 

• One objection to alcohol and other volatile liquids is their liability 
to distil into the head reservoir of the stem if this part of the instru- 
ment is colder than the bulb. On this account the stem of a spirit 
thermometer should be at least as warm as the space in which the 
bulb is situated. • 

A serious objection to liquids of high expansibility is the difficulty 
of allowing for the expansion of the liquid in the stem if it be not at 
the same temperature as that in the bulb. The error arising from 
this cause will, under the same conditions, be proportional to the 
expansibility of the liquid, but in every case in which the bulb and 
stem can be kept at the same temperature, a thermometer constructed 
with a highly expansive and light liquid, such as alcohol or ether, or 
other organic liquid of permanent chemical constitution, should be 
more accurate and sensitive than one filled with mercury. The low 
boiling points of these liquids render them unfit for the construction 
of thermometers which are to be used at high temperatures, but for 
low temperatures they make very valuable instruments. A sulphuric 
ether thermometer was emidoyed by Lord Kelvin in his experiments 
on the lowering of the freezing point of water by pressure, ai^d 
thermometers filled with ether or chloroform (which expands 4 per 
cent more than ether) were used by Joule and Thomson in their 
experiments on the change of temperature of bodies moving in air. 
In one of these thermometers there were as many as 330 scale 
divisions to 1' C. 

Another objection frequently urged against spirit thermometers, is 
that when the temperature is rapidly falling a thin film of the liquid 
lags behind adhering to the sides of the tube, so that before the 
stationary temperature can be correctly read it is necessary to wait 
some time to allow the liquid to trickle down and join the main 
column. Adaptability to the measurement of rapidly-varying tem- 
peratures would thus seem to bo wanting. With mobile liquids, such 
as alcohol and ether, there will, however, be practically no time lost 
on this account, and when proper care is exercised by the observer no 
inaccuracy will be incurred.^ When the temperature has been rapidly 
falling, and has nearly reached its lowest point, a false balance must 
be guarded against, which arises from the descent of the liquid surface 
* Sir Win. Thomson, Math, and Phys. Papers, vol. iii. p. 142. 
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due to fall of temperature being counterbalanced by the rise caused 
by the liquid trickling down from the sides of the tube. This may 
give a false steadiness when the free surface has nearly reached the 
true position for the final temperature.^ 

The great convenience of the mercury thermometer is its freedom 
from distillation and the smallness of the error arising from any 
difference between the temperature of the bulb and that of the stem. 
It is further well suited to the measurement of ordinary temperatures, 
the boiling point of mercury being 350° C., and its freezing point 
40° Cfc below the freezing point of water. 

[Messrs. Baly and Ohorley ^ have devised a high temperature ther- 
mometer in which an alloy of potassium and sodium is substituted for 
mercury. This alloy is liquid between - 8° 0. and about 700° C., so 
that between those limits the liquid is particularly suitable for thermo- 
metric use. In order not to inconveniently lengthen the thermometer 
the graduations are caused to commence at 200° C. The space above 
the alloy is filled with pure nitrogen at such a pressure that when the 
glass begins to glow, and therefore soften, the interior pressure shall 
be equal to the atmospheric, and thus any tendency to alteration of 
volume is avoided,] 

76. Overflowing Thermometers. — In ordinary liquid-in-glass ther- 
mometers the expansion is noted by the rise of the liquid in a tube 
divided into parts of equal or known capacities. The same result may 
be also attained by allowing the liquid to overflow, and 
determining the volume of the overflow by weighing. This 
is the method practised in what is known as the weight ther- 
imraeter^ and the difficulties attending the calibration and 
change of zero of the ordinary thermometer are thus avoided. 

This instrument consists of a glass bulb capable of containing 
about 200 grammes of mercury, which is furnished with a. 
short capillary tube, and filled at zero in the ordinary 
way and weighed. Let be the weight of mercury which 
fills the instrument at the freezing point, w the weight which 
overflows at any temperature 6. Then w is the apparent expansion 
of a weight W - w of mercury in rising from 0" to 6' ; consequently 
if a denotes the apparent expansion of mercury in glass, we have 

(W -w}a0 = Wf 

or 

‘’=(W^)o' 

' For the graduation of spirit iherraometers sec a note by M. A. Angot, Journal 
de Physique^ Sept. 1891. 

2 Nature, 5th April 1894. 
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To determine a it is only necessary to make an experiment at 100 ( \, 
which gives 

a::. 

This coefficient varies with the nature of the glass, and it is therefore 
necessary to deterniine it directly for each instrument (sec also p. 185). 

76. Maximum and Minimum Thermometers. — Thermometers for 
registering the highest or lowest temperature attained during any 
interval may be devised in several ways. Thus the weight ther- 
mometer may be arranged as a maximum thermometer, for if the 
mercury as it overflows is allowed to drop into a cup, the quantity 
expelled in any time gives the highest temperature reached by the 
instrument during that period. This, in fact, is the principle of 
Walferdin’s maximum thermometer. 

The ordinary mercury thermometer will, however, serve as a 
maximum thermometer if a small iron index is placed in the tube so as 
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to move before the surfaco of the mercury. As the mercury expands 
the index is pushed before it in the stem, and when the temperature 
falls the index is left behind. The position of the index at any time 
thus gives the highest temperature that has been attained since the 
instrument was last set. This is the principle used in Rutherford's 
maximum and minimum thermometers (Fig. 10). The two ther- 
mometers are attached to a frame with their stems directed horizon- 
tally. One of these thermometers registers the maximum temperature, 
and the other the minimum. The former is an ordinary mercury 
thermometer furnished with a light steel index which is movable in 
the stem, and can be brought to the surface of the mercury by means 
of a magnet when it is desired to set the instrument. The reading 
of that end of the index which is next the surface of the mercury at 
any other time gives the maximum temperature attained since the 
instrument was last set. The minimum temperature is registered by 
the other thermometer. This is a sinrit thermometer, and is furnished 
with a light dumb-bell-shaped enamel or glass index, which is gener- 
ally coloured. When the spirit expands it flows past the index with- 
out displacing it, but when the temperature falls, and the surface of 
the spirit reaches the index, the latter is retained by the capillary 
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action of the surface and is carried back in its grasp. As the surface 
recedes, the end of the index, which is directed away from the bulb, 
marks the temperature, and at any other time this end of the index 
marks the lowest temperature attained. The index is brought back 
by inclining the thermometer. Thus in each thermometer that end 
of the index which is directed towards the 
surface of the liquid marks the highest or 
lowest temperatTire attained. 

Six’s self-registering thermometer is one of 
the oldest of this class of instruments, and acts 
both as a maximum and minimum thermo- 
meter. It is shown in Fig. 11, and consists of 
one continuous tube, the two ends of which 
contain alcohoP (or creosote), and the inter- 
mediate space is filled with mercury. The 
large cylindrical bulb A is also filled with 
alcohol. The part BC contains mercury, and 
above C there is some more alcohol, which also 
partly fills the bulb 1), some space being left 
for expansion. Thus both extremities of the 
mercurial column are in contact with alcohol, 
and situated in the alcohol above the mercury, 
in each arm, is a light steel index which is held 
in its place by a delicate spring, just strong 
enough to prevent slipping down the tube. 

When the alcohol expands in the bulb A the 
mercury rises in the left arm, and pushes the 
index before it, leaving the index in the right 
arm behind in the alcohol; and when the temperature falls the 
liquid contracts, and the mercury rises in the right arm, pushing the 
index in this arm before it and leaving the other behind. Thus the 
index in the left arm gives the maximum, and that in the right gives 
the minimum, temperature. 

In the maximum thermometer of Negretti and Zambra there is an 
obstruction in the tube close to the bulb, so that the bore is nearly 
choked at this point. As a consequence, the mercury expanding in 
the bulb forces its way past the obstruction into the stem above ; 
but, on the other hand, when the temperature falls, the thread of 
^ Alcoliol after some time evolves small bubbles of gas wbicli give trouble. 
Sulphuric acid would probably serve better. Herr von Lupin of Munich recommends 
dilute sulphuric acid and a solution of 10 or 15 per cent of anhydrous calcium 
chloride in spirit as liquids free from distillation errors and {lossessing regular 
expansion {Nature, 1893, p. *206, 29th June). 
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mercury beyond the obstruction in the stem fails to make its way back 
again into the bulb. This isolated thread furnishes the means of 
determining the highest temperature reached by the instrument since 
it was last set, for when one end of the thread is placed against the 
obstruction, the other end gives the maximum temperature — a correc- 
tion being applied for the expansion of the thread if 
extreme accuracy be desired. In setting this ther- 
mometer, the thread of mercury in the stem is shaken 
past the obstruction till it joins the main mass in the 
bulb, and the instrument is now ready for aftiother 
observation. 

The same principle is adopted in the clinical 
thermometers now generally used. These instruments 
(Fig. 12), being employed to register only a very 
limited range of temperature, are furnished with a 
very open scale graduated from 95° to 113° F., so 
as to include the variations of temperature to which 
the sick are subject. In order that the scale may be 
open, the bore of the tube is made very fine, and 
the reading is facilitated by the use of a lens-front 
stem, so that the thread of mercury is magnified, and 
the employment of a pocket lens i^ thus dispensed 
with. The employment of the latter is besides 
attended by difficulties in ordinary instruments as 
already mentioned, on account of difference of focal 
distance of the thread and scale. 

Another form of maximum thermometer is 
that invented by Professor Phillips. In this instru- 
ment the bore is exceedingly fine, and the thread of mercury 
in the stem is broken by a small air-bubble. The portion of the 
thread above the bubble serves as an index which is pushed 
before the bubble when the temperature is rising, but remains 
in sUu when the temperature falls. This index is not easily shaken 
out of its place, and with a very fine bore the instrument may 
be used with the stem vertical, as in Fig. 13 which represents a 
Phillips’ thermometer enclosed in a strong glass tube as designed by 
Lord Kelvin for the observation of temperatures in deep wells. The 
enclosing tube is hermetically sealed and protects the thermometer 
from outside pressure, to which it would otherwise be subject. In 
the lower part of the case a small quantity of spirit surrounds the 
bulb, which places it in better thermal communication with the 
outside medium. 
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77. Strain Thermometers.^ — Temperature may also be indicated 
by the strain, or change of shape of a heterogeneous substance through 
inequalities of expansion of its constituents. On this principle depend 
several forms of pocket thermometers and self<registering thermometers. 
Br6guot’s metallic thermometer (Fig. 14) is a good example. In this Br^guet’s. 
instrument three thin strips of platinum, gold, and silver are fastened 
together (by being passed through a rolling mill) so as to form a thin ' 
ribbon, the core of which is gold and the surface layers platinum and 
silver respectively. This ribbon is then coiled into a spiral, one end 
of which is held fixed while the other carries a pointer moving round 
a graduated scale. The silver, which is most expansible, forms the 
inner face of the spiral ; and the platinum, which is least expansible, 
the outer face. When the temperature rises the silver expands more 
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than the gold or platinum, and the spiral unwinds itself, moving the 
pointer round the scale, the contrary effect being produced when the 
temperature falls. The instrument may be made a meter by graduat- 
ing it by direct comparison with a standard thermometer, and if a 
light index be placed on the scale so as to move before the pointer, it 
will give the maximum temperature during any period. A second 
index placed on the other side will give the minimum temperature. 

This thermometer is sensitive to very small changes of temperature. 

Another class of strain thermometer depends upon the change of * 
shape of a thin flexible metal tube filled with a highly expansive 
liquid such as alcohol, chloroform, or a mixture of both (Fig. 15). The 
tube thus filled is sealed at a low temperature and bent into a circular » 
arc. If now the temperature rises the volume of the contained liquid 
increases, and the tube straightens itself so as to increlase its internal Bourdon's, 
capacity. Hence if one end is fixed the other end will move with 
every variation of temperature, and if a pointer be attached to it the 
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motion may be used to register temperatures. This method was due to 
Bourdon, and it has since been adopted as a meteorological recording 
instrument, and also as a convenient form of pocket thermometer, 
which, when furnished with a maximum index, may be used as a 
clinical thermometer. 

78. Joule's Air-Temperature Thermometer. — A thermometer 
indicates its own temperature, and for this reason it is <Hfficult to 
determine the exact temperature of the air at any place, for the 
indications of a thermometer placed there will be influenced by the 
radiation of neighbouring bodies. To avoid this disturbing influence 
Joule ^ invented an apparatus depending on the 
motion (caused by an air current) of a spiral of fine 
wire suspended by a filament of silk, and carrying 
a small mirror which reflects a beam of light to 
a distant scale. The spiral wire is contained in a 
copper tube (Fig. 16) surrounded by another co- 
axial cylinder, and the space between the two is 
filled with water, the temperature of which is noted 
by means of a thermometer. The lower end of 
the tube containing the spiral is furnished with 
a lid which can slide backwards or forwards, so as 
to open or shut the aperture at pleasure. When 
the tube is closed the air within it conies to the 
temperature of the water, and if the lid be now 
removed, an upward current will set through the tube if the air 
within is warmer than that outside, and a downward current will set 
in if the reverse is the case. In case of equality there will be no 
current and no deflection of the mirror, or spot of light on the scale. 
Joule found that a difference of F. produced an entire twist of the 
filament, and that the temperature of the water when equilibrium was 
secured was generally higher than that indicated by a thermometer 
exposed in the air outside. 

(For radiometers and sensitive thermometers see Chap. VI. 
sec. iv.) 

79. [Standard Thermometer. — Before we can measure tempera- 
tures with precision, and compare our results with those of other 
observers, it is necessary to fix on a standard scale of temperature, by 
means of which all thermometers may bo compared and standardised. 
Such a scale must be perfectly definite, readily reproducible, and 
capable of indicating very small differences of temperature. Liquid- 
in-glass thermometers are not suitable for this purpose, for though 
’ joule, Proc, Manchester Lit, awl Phil. Hoc., vol. vii. p. 35. 
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they are capable of considerable delicacy, yet, owing to the variation 
in the properties of the glass envelope with temperature, it is difficult 
to avoid indefiniteness. Besides, such a scale would not be readily 
reproduced with certainty, since glass is not a definite chemical sub- 
stance, and it is by no means easy to manufacture glass of given 
composition and properties, as would be necessary in order to make 
all thermometers give the same indications. The^e objections do not 
apply in the same degree to the use of a gas as thermometric substance, 
since the expansibility of a gas is so much greater than that of its 
solid envelope, that variations in the properties of the latter arc of 
much less consequence than in liquid thermometers. The gas ther- 
mometer is also capable of greater delicacy than the liquid thermo- 
meter and has a far greater range of temperature. Theoretically, the 
best scale to adopt as a standard would be Lord Kelvin’s absolute 
scale of temperature,^ which is founded on theoretical principles and 
does not depend on the properties of any particular substance. It is, 
however, not possible at present to determine temperatures on this 
scale with sufficient certainty to justify us in adopting it as a standard, 
but it is desirable that the scale chosen should at least approximate 
closely to the theoretically perfect absolute scale. This condition is 
best fulfilled by the hydrogen gas thermometer, the expansion of 
hydrogen (on the absolute scale) being the most regular of all gasesj 
and its range greatest.^ The hydrogen gas thermometer is therefore 
taken as the standard, and all other thermometers compared with it. 

•Standard thermometers are verified and supplied by the Bureau Com - 
International des Poids et Mesures at Sevres. Thermometers of all t^er. 
kinds, whether for ordinary purposes or for the most accurate scientific mom^ters. 
work, can bo sent for testing and tabulation of corrections to the * 
National Physical Laboratory at Bushy House, Teddington. In 
Germany the testing of thermometers is carried out at the Physikalisch- 
Technische Reichsanstalt at Charlottenburg. 

Accurate Mercurial Thermometry 

80. Correction of Errors. — Gas thermometers caij only be em- 
ployed under special conditions ; they* are troublesome to use, and ■ 
are unsuited for general work. For the accurate observation of 
ordinary temperatures liquid -in -glass thermometers are most con- 

' This is discussed in Chap. VTII. 

Helium perhaps being excepted. Hut a.s heliuiii is a rare element, its 
properties have not yet been so thoroughly investigated as those of hydrogen. 

* C. E. Guillaume, TmiM Pratique de la Thcrmoin^trie de Pr^Mon, C. Chree, 

Phil, Ma>g,, March and April 1898. 
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Advantages vcnient. Although several objections to the use of mercury have 
of mercury. mentioned in Art. 74, yet, as the errors to which mercurial 

thermometers are liable have been very carefully investigated, the 
corrections to be applied are better known, and consequently the 
temperatures indicated less uncertain, than when other liquids are 
used. The advantages which mercury possesses are its range of 
liquidity ; its regularity of expansion (judged by comparison with the 
gas thermometer) ; the ease with which it can be obtained pure ; its 
property of not wetting glass ; its low vapour pressure ; and its low 
specific heat and high conductivity, which enable it to take up readily 
the temperature of its surroundings. For these reasons mercury is 
much more used than other liquids.] 

The first essential condition which must be fulfilled by a good 
thermometer is that it must always give the same reading when 
submitted again and again to the same temperature. Thus when 
placed in melting ice the reading should always be the same, no 
matter what variations of temperature the instrument has suffered, or 
how long the interval, between two such comparisons. For this 
purpose not only should the volume of the mercury be always the 
same at the same temperature, but glass should also satisfy this 
condition, or at least the apparent volume of mercury in glass should 
be always the same at the same temperature. This, however, is not 
Secular the case. Glass when heated and allowed to cool does not immediately 
rise of zero. ^o its Original volume. It is in some degree plastic, and after 

it has been highly heated or strained a process of gradual recovery 
goes on for a long time afterwards. For this reason the reading of a 
thermometer depends not only on its actual temperature but also to 
some extent on the previous history of the glass. After a thermometer 
has been filled and sealed the capacity of the bulb gradually diminishes 
to a slight extent and its zero rises, rather rapidly at first, and then 
very slowly for years afterwards.^ By properly annealing the tubes 
and storing them for several years before dividing them, this defect 
may be very largely if not entirely got rid of ; and it can in any but 
a very new thermometer be easily allowed for in reducing observa- 
tions. This change of zero, be it noticed, is believed to occur, how- 
ever uniform be the temperature at which the thermometer is kept.^ 
A delicate thermometer possessed by Dr. Joule ^ was examined at 

* This gradual change of the zero point was first noticed by Elaugergucs, Amu 
, de Chimie et de Physiqm, vol. .\.\i. j). 333, 1822. 

® [According to M. L. Marcliis, small oscillations in tomperaturc are to a large 
extent responsible for the gradual approach of tliermoineter readings to a fixed value 
{Jourm de Physique^ tom. vii., 1898),] 

^ Joule, Scicntijic Papers^ j>. 568 j Phil. Soe, ^fanchester^ 22nd February 1870. 
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intervals extending over a period of nearly forty years, and showed 
this gradual rise of the zero. The change, however, was exceedingly 
slow in the later years. Thirteen scale divisions corresponded to 
1° F., and the reading of the zero point was found as follows, in scale 
divisions : — 


Date. 

Zero Heading. . 

Date. 

Zero Rending. 

April 1844 

0 = 

December 1860 

11*1 

February 1846 

5*5 

March 1867 

11*8 

Sianuary 1848 

6-6 

February 1870 

12-1 

April 1848 

6*‘.) ! 

„ 1873 

12-2 

February 1853 

8*8 ; 

January 1877 

12-71 

April 1856 

9Tj 

1 November 1879 

12-92 



December 1882 

13-26 

... .... 






[When we expose a- thermometer to changes of temperature, a Depression 
further defect presents itself, which for thermometry of the highest 
accuracy is much more troublesome. Within certain limits the 
increase of volume in glass accompanying rise of temperature from, • 
say, t to t' does not wholly disappear at once when the temperature is 
rapidly reduced to U A thermometer taken through such a cycle 
reads lower on the second exposure to the lower temperature. This 
phenomenon is conspicuous when we compare ice- readings taken 
immediately before and after ex])osure to temperatures between 50 ’ C. 
and 100° C. ; the depression of zero^ as it is called, is greater the higher 
the previous temperature. Exposure for only a minute or two to a 
high temperature is only partially ellective ; but twenty or twenty-five 
minutes’ exposure usually produces practically the full effect. On the 
other hand, the depression takes a considerable time to disappear ; it 
is a question of days or even weeks if the high temperature has 
approached lOO"* C. 

Both the rise and depression of zero just noticed are evidently due 
to the same cause, a hysteresis in the glass or lag in completely 
recovering from the expansion produced by heating. In the case of 
the secular change of zero, the thermometer is gradually recovering 
from the effect of heating during manufacture. In Dr. Guillaume’s 
work on thermometry, already referred^ to, this property of glass is 
called residml expansion} 

In the more infusible kinds of glass the residual expansion is least 
and the recovery most rajud. Hitherto at the Bureau International 
attention has been mainly directed to a standard glass, French verre 

^^Risidus dilatation.” See note, p. 113, for reference to Dr. Guillaume’s 

work. 
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dnr^ at temperatures between - 30*" C. and 100'’ C. At the Reichsan- 
stalt certain Jena glasses, notably 16“* and 59“\ have been examined 
** Movable in similar detail. The conclusion reached for these glasses, throughout 
method of range, is that the difficulty can be met by treating a read- 

reading. ing Zt in ice immediately after the measurement of any temperature t 
as the zero of the thermometer for the preceding observation. This 
is equivalent to the conclusion that the residual expansion, whose 
existence is made manifest by the depression of zero, remains practi- 
cally unchanged during the brief interval required to observe both i 
and Zi, If t has been preceded by a higher temperature the residual 
effect is in reality larger, but it depresses equally, the readings t and 
The method of a movable zero requires that in determining the funda- 
mental interval the boiling point 100° C. be first determined, and that 
the ice-reading z^qq be taken immediately after. 

“ Fixed The ordinary practice in this country proceeds on the hypothesis 

method. determining the fundamental interval the observa- 

tion of the ice point precedes that of the boiling point ; and in ordinary 
use the observed departure from 0° C. in a preliminary observation in 
ice is applied as a constant correction at all points of the scale. The 
relative merits of the movable zero and fixed zero methods will be 
discussed later on. 

81. Lag of Thermometer. — Another source of error is the fact 
that thermometers require a sensible time to follow a change of 
temperature. This lag dn a mercury thermometer increases with the 
mass of the mercury and the thickness of the glass. It also depends 
on the nature of the surrounding medium. A clinical thermometer, 
for instance, initially at 15° C., will rise to the temperature of the body 
faster in a moist than in a dry mouth, and much faster in a well-stirred 
bucket of water than in either. In still air, where temperature is 
altering rapidly, two adjacent thermometers of different sluggishness 
may differ by degrees. 

Determit)a* If the medium in which the thermometer is immersed preserves a 
tion of lag. uniform temperature, the thermometer will soon attain that tempera- 
, ture, and no correction is necessary. Let the time be measured along 
a straight line AB (Fig. 17), and let the ordinates represent differences 
of temperature between the thermometer and the medium. Then if 
the instrument is plunged in a ffuid warmer than itself whose tempera- 
ture is kept constant, its rise of temperature will be represented by a 
curve PQ. At Q the difference of temperature has become too small 
to observe. When the reading of the thermometer ceases to vary, the 
temperature indicated will be that of the medium. 

The most frequent case which occurs in the laboratory is that of a 
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medium whose temperature varies in some continuous manner. In 
such a case We may apply a correction as follows. Suppose that the 
temperature is gradually rising. Let the curve DE (Fig. 18) represent 
the rise of temperature as indicated by the thermometer. Then, owing 
to lag, the actual temperature of the 
medium will be somewhat greater 
at every point. Let another ex- 
periment be made, in which the 
thermometer is immersed in a 
similar medium preserved at a con- 
stant temperature by some thermostat arrangement, and let the curve 
PQ (Fig. 17) bo plotted for this experiment. If we assume that the lag 
of the thermometer depends, not on the absolute temperature of the 
surrounding fluid, but only on the rate at which that temperature is 
changing, we may obtain the actual temperature by finding a point M 
on PQ, where the slo})e of the curve is the same as that of the curve 
DE at any point N (Fig. 18). Since the slope of the curve measures 
the rate of change of temperature and therefore the amount of lag, 

the lag at N is the same as at 
M, and thus by adding an amount 
NF = MC to the ordinate at N, 
we find a point F giving the 
actual tem][)erature of the medium. 
Continuing this process for a suc- 
cession of points, we get a curve 
representing the corrected tem- 
peratures. 

If T denote time, t the ther- 
mometer reading, and t the temperature of its surroundings, the 
formula usually advanced to represent the phenomena ii - 



dt 


'„ + \ («-t)=0, 


where A is a constant. The solution of this differential equation is 

where to is the value of t when T = 0. The value of A is determined 
by observing the lag when the temperature of the surroundings is kept 
constant, as just described. The mean of a number of determinations 
should be taken. 

82. Pressure Coefficients. — The application of increased pressure External 
to the outside of a thermometer, whether through rise of barometric 
pressure or immersion in a liquid, compresses the glass and reduces its 
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internal volume. This makes the mercury rise in the stem, and, 
supposing the increase in pressure uniform over the outer glass surface, 
the rise bears to the increase in pressure a constant ratio, known as 
the extm'nal pressure coefficient. The unit of pressure usually employed 
is that of a millimetre column of mercury at 0° C., the rise in the stem 
being measured in degrees. Knowing the external pressure coefficient, 
one can calculate the correction necessary to reduce the readings taken 
with the thermometer under any known external pressure to what 
they would have been under the standard pressure. 

Internal Again, when the horizontal position is adopted as the standard 
cSc^nt Bureau International and the Keichsanstalt, a 

correction is necessary when the thermometer is read in the vertical 
position, to allow for the influence of increased internal pressure. This 
pressure expands the bulb and compresses its contents, both effects 
contributing to lower the reading. If we treat the internal pressure 
as uniformly distributed and proportional to the length of the mercury 
column measured from the centre of the bulb, we can, by observing 
the difference in the readings of a thermometer when vei tical and 
when horizontal at any one temperature, calculate an mfermd jrressure 
coefficient. This may conveniently be the l atio of the observed rise of 
reading in degrees — when the thermometer is tiansferred from the 
vertical to the horizontal position — to the length of the mercury column 
measured in millimetres. Knowing the internal pressure coefficient, 
we can calculate a table giving the correction for internal pressure to 
be applied to any reading taken with the thermometer vertical. 

Relation Applying the mathematical theory of elasticity, Guillaume has 
coefRctcnts ^ery simple relation between the external and internal 

pressure coefficients, measured of course in the same units. Galling 
these coefficients fig and fif respectively, this relation may be written 

where c is proportional to the difference between the compressibility of 
mercury and that of the particular glass of which the thermometer is 
made. Thus in all thermometers of the same glass - fSg should be 
constant. Taking the units recommended above, viz. rise of 1" C. in 
reading and 1 mm. of mercury pressure, the results deduced at the 
Bureau International ^ and the Keichsanstalt ^ are as follows : — 

•0000164 
•0000143 
•0000138 


' ThcrmomUriCy pp. 102, 103. 

- Wiss, Ahhavdl,^ vol. i. p. 70, 1894. 


Glass. 

Verre dur 
Jena glass 16'** 
„ ,, 59 »* 
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The proof of the foregoing relation as given by Guillaume is not 
quite satisfactory. A rigid mathematical demonstration has, however, 
been given by C. Chree,^ who shows that the relation is exact under 
two restrictions — absolute horn ogencousn css in the glass, and uni- 
formity in the distribution of the external and internal pressures over 
their respective surfaces, inclusive of bulb, stem, and any auxiliary 
chambers. These conditions are sufficiently nearly realised in practice. 

In determining the thermometer, immersed in a liquid, is 
exposed to various air pressures, from an atmosphere downwards. 
The fjwt that the changes of pressure tend to affect the temperature 
of the liquid is pointed out in the publication of the Keichsanstalt," 
and it is apparently recommended that water— preferably near 4° C. — 
should be used rather than glycerine or mercury.^ 

Observations of the thermometer alternately in the vertical and 
horizontal positions, at any convenient temperature, supply the means 
of calculating (3,-, There is some uncertainty, however, due to capil- 
larity and the unsymmetrical shape of the meniscus in the horizontal 
position. On this account Guillaume recommends that it be deduced 
from the observed value of pe by means of the theoretical relation 
between the two coefficients. 

By adopting the vertical as the standard position, the practice 
followed at the National Physical Laboratory, the necessity for an 
internal pressure correction can usually be avoided, at least for accuracy 
of the order 0°*01 C. When the stem is vertical the reduction of the 
reading, like its two contributory causes, expansion of the bulb and 
compression of the mercury, is proportional, at least as a first approxi- 
mation, to the length of the mercury column measured from the middle 
of the bulb ; but in an ordinary thermometer increment of stem-length 
is sufficiently nearly proportional to increment of reading. Hence at 
any temperature / the depression due to internal pressure is, in stem 

divisions, 2+^1 where p and q are constants for the thermometer. 

Thus to make a Bureau International thermometer register cor- 
rectly in the vertical position, we need only lower the freezing-point 
mark q divisions below the point answering to a horizontal reading, 

and shorten each degree division by of itself. This obviously comes 
to the same thing as marking the freezing and boiling points with the 


I Phil. Mag., Oct. 1894. 

* IViss. Ahharidl., vol. ii., 1895, j»p. 7, 8. 

* See Lord Kelvin’s Math, and Phya. Papers, vol. iii. i»i). 236-289. Also Joule, 
Phil. Trans., 1859, pp. 133-1:36. The temperiltiiro of water at 4' 0. is not altered 
by a moderate change of prc.ssnre. 
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thermometer vertical and subdividing the fundamental interval in the 
usual way. 

Under ordinary conditions the external pressure correction is of 
trifling importance compared with the internal pressure correction. 
But if the thermometer is immersed in a heavy liquid such as 
mercury, or in a gas under pressure differing appreciably from 
that of the atmosphere, the correction may be of the order 

O'^ Ol C. 

83. Error due to Capillarity. — The attraction of the mercury 
particles for each other, which gives rise to the phenomenon of Surface 
tension, and which manifests itself by the curved meniscus at the free 
end of the column, serves a useful purpose in ensuring the return of 
the liquid into the bulb when the temperature is falling. The surface 
tension of mercury undergoes a slight regular diminution with rise of 
temperature. If the pressure due to surface tension varied with the 
same regularity, no correction would be required on account of it, as 
' the same conditions exist when the fixed points of the thermometer 
are being determined. Several causes, however, contribute in pro- 
ducing irregular- changes in the internal pressure, and thus lead, in 
the indications of delicate thermometers, to variations of which it is 
very difficult to take account, and which, more perhaps than any other 
phenomenon, assign the limit of precision which it is possible to attain 
with the mercury thermometer. 

Effect of Differences in the diameter of the tube at different points are an 
bore^*^ important cause of variation in the interior pressure. In calibrating a 
thermometer measurements are made of the bore at successive parts of 
the stem, but as these only give the mean value of the bore over a 
short length of tube, they are not much affected by considerable 
irregularities extending over very short portions only. 

Attraction Further, owing to the capillary attraction which exists between 
aLrgUss^^ mercury and glass, the angle of contact between the liquid and the 
sides of the tube dejiends on whether the temperature is rising or 
falling. If. for instance, the temperature is falling, the free surface is 
flatter than if it were rising, and if a feeble rise of temperature should 
take place, the first effect would be an increased curvature of the 
meniscus, and the resulting increase of internal pressure might expand 
the bulb sufficiently to allow for the expansion of the mercury without 
any rise in the stem. A rising column will always read somewhat 
lower than a falling one at the same temperature. 

The angle of contact is also somewhat affected by slight changes in 
the nature of the interior surface of the glass, such as would be caused 
by the stem having been strongly heated at any point. 
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To correct for errors due to such variations in the bore as are 
detected during calibration, Guillaume employs the formula 

e 

p= 

r 

where p is the capillary pressure, r the radius of the tube, and c a 
constant whose value he finds to be 32*4 in milligramn^es per milli- 
metre. 

As the rise of the mercury in the stem is less disturbed by the 
capillary attraction of the glass than its fall, the best practice is to 
arrange, if possible, to make all readings with a rising column. 

84. Emergent Column. — Elementary theory assumes all the glass 
and mercury of a thermometer to be at one temperature. Even in 
well-stirred baths in physical laboratories this is rather an ideal state of 
matters. In ordinary use there is often an appreciable, sometimes a 
long, mercury column exposed to a temperature differing from that of 
the bulb. This is especially true of thermometers employed to 
measure the temperature of a liquid which is 
largely in excess of that of the surrounding aii*. 

In such a case, if a long mercury column be 
emergent, the thermometer, if correct, will read 
considerably below the true temperature of the 
liquid. An approximate correction may be 
obtained by supposing the immersed part of 
the thermometer to be unaffected by the exist- 
ence of the emergent part, and assuming the 
whole emergent part, glass and mercury, to be 
at one temperature. 

Let the liquid reach to the division on the 
stem (Fig. 1 9), let i be the temperature read, t' the 
temperature assigned to the emergent column, 

X the required correction, the volume at O'" C. 
of one stem-division, and m and g the coefficients 
of expansion ^ of mercury and glass. 

The volume of the emergent mercury is 

and its temperature is t\ If its temperature 
were raised to /, its volume would become 



Fifr 19. 




^ See next chapter. 
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and it would give the true reading. But its volume on rising to the 
true reading point should be 


therefore 


whence 

whore 


ro(<+ a? -/,)(! V(/t\ 


- <i)(i + + ^7- - ■oS + •» - +//<). 




m. -y 

- m - ff approximrttoly ; 


c 


SO that e is approximately the reciprocal of the number of degree 
volumes included in the bulb up to the zero mark. It is a constant 
for any particular kind of glass, and in all ordinary kinds of glass it 
is a little less than 1/6000. Knowing the glass, we should at once 
know the correction, jjrovided we knew /'. 

In reality, of course, the emergent column varies in temperature 
from base to summit, so that t' must be regarded as its mean tempera- 
ture. To determine t* directly, the Reichsanstalt employ a Fadeii- 
thermometer (see Fig. 19), placed apparently with its very elongated 
bulb closely adjacent to the emergent column. Taking the reading 
of this auxiliary thermometer for f, and replacing e by 1/6100, they 
claim to obtain with thermometers of Jena glass 59"' corrected tem- 
perature-readings which are consistent to 0”’l C. even up to 500"* C. 
This practice of the Keichsanstalt seems a development of an idea 
which originated with Regnault, 

Dr. Chree has obtained good results by employing the formula 

x=C{t-tt){e - /') 


of the same type as the last, but where t' denotes the temperature of 
the ro6m. For experiments conducted under similar conditions C is 
a constant for any particular thermometer, but varies from one 
instrument to another. It is determined experimentally for each 
instrument.] 

85. Calibration qf the Tube. — If it is agreed to measure equal 
increments of temperature by equal increments of the volume of some 
chosen substance contained in a glass envelope, it will be necessary 
to divide the stem of the thermometer into parts of equal capacity. 
Thermometer tubes are drawn and not bored, so that inequalities 
generally exist in the diameter of the capillary boro, and equal lengths 
will not have equal capacities from part to part of the tube. To 
test this a thread of about 20 or 30 mm. of mercury is placed in 
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the tube and moved from part to part of its length. This may be 
conveniently eflPftcted by gently blowing into a piece of india-rubber 
tubing fastened to one end of the tube. In each position there will 
be slight variations found in the length of the thread as it is moved 
from place to place, but if any considerable variiition is detected the 
tube should be rejected and one of more uniform bore sought. In 
order to measure equal rises of temperature by equal increments of 
volume, it is necessary to know the capacity, or volume per unit 
length, of the stem, in terms of its capacity at some selected part. 

The process of effecting this is termed ailihration. 

[In the French and German standard thermometers the stem is 
divided into equal lengths, not equal volumes. English standard ther- 
mometers, on the other hand, arc calibrated before they are subdivided, 
and the calibration results are used to guide one in dividing the stem 
into equal volumes, not equal lengths.^ 

86. Determination of Fixed Points. — In the determination of the 
freezing point Dr. Guillaume finds good lake ice or freshly-fallen snow 
moistened with distilled water best. The temperature in the centre 
of largo blocks of artificial ice is apt to be somewhat below 0“ C. The 
determination should be made rapidly, especially in the case of ther- 
mometers intended for high temperatures, so as not to aggravate the 
secular rise of zero. This remark does not, however, apply to English 
thermometers used according to the fixed zero method. 

Variations in external pressure alter the melting point of ice, but 
the changes are very small, an increase of one atmosphere lowering the 
melting point by about 0' ’0075 C. The effect of external pressure in 
altering the volume of the glass is more considerable. Care is required 
that no external pressure effect is produced by too tight packing of the 
ice, or by allowing the bulb to rest unsupported on largish ice crystals. 

In determining the boiling point it is highly importiint that the 
atmospheric pressure should be determined with the greatest possible 
accuracy. On account of the lag of a barometer, and possibly the 
lag of steam in adjusting its temperature as the pressure changes, it 
is important that determinations of boiling points should be made at 
times of steady barometric pressure. 

For reasons already pointed out in Art. 80, the boiling point is Order of 
determined before the freezing point on the Continent. In English 
thermometers the freezing point is first found. 

^ An account of methods of calibration of thermometer tubes will be found in 
the earlier editions of this book. It is, liowcver, unnecessary to consider tliem, as 
the correct graduation of a liquid-in-glass thermometer depends ultimately on 
comparison with a standard hydrogen thermometer, either directly or through the 
intermediary of another thermometer. 
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87. Comparison of Thermometric Methods.^ — ^It remains for us 
to consider briefly the relative defects and advantagel of the ordinary 
British methods of thermometry and the more refined methods of the 
Bureau International. In favour of the latter is the strong argument 
that when a verre dur thermometer verified at the Bureau International 
is used in a carefully prescribed way, one can deduce the corresponding 
temperature on the scale of the hydrogen thermometer (at least 
throughout the range - 20^ C. to 100" C.) to a very high degree of 
accuracy. In a physical laboratory the probable error may be as small 
as ± 0"’002 C. or oven ± 0°*001 C. • 

On the other hand, it must be conceded that the existence of 
lengthy tables is an evil, however necessary, both on account of the 
very appreciable labour their application entails, and on account of the 
large increase their calculation makes to the prime cost of the instru- 
ment. The fact that for high accuracy an ice-reading is desirable after 
every temperature observation is also a drawback. Very considerable 
skill is required when the preceding temperature is high, the risk of 
breaking the thermometer being appreciable ; and the frequent pre- 
paration of ice is both troublesome and expensive. The conditions 
under which it is safe to dispense with an ice observation and use the 
Bureau’s table of depressed freezing points for verre dur are somewhat 
uncertain. 

In favour of the customary methods of using English glass ther- 
mometers there are certain advantages. The necessity for an internal 
pressure correction, as we have seen, is avoided by adopting the 
vertical as the .standard position. The actual readings of a correctly 
divided thermometer, after allowance is made for any secular change 
of zero, are likely to give at ordinary atmospheric temperatures — where 
nearly all very exact absolute measurements are made — results agree- 
ing with those of the hydrogen thermometer to within 0°‘l C. To 
those physicists and chemists who are accustomed to record tempera- 
tures to 0°'001 C., or even 0°'0001 C., this may seem a paltry claim ; 
but it does not seem so to many scientific men, whose interests extend 
beyond the temperature of the thermometer to that of its surroundings. 

On the other hand, there unquestionably exist physical and 
chemical investigations, tending to increase in number, in which the 
absolute determination of temperatures with the highest possible 
precision is of fundamental importance. For these, in the meantime, 
English glass thermometers and ordinary British methods are not 
suitable. However good the workmanship, and however accurate 
the calibration, there exist the following defects : — 


' C. Chree, Phil. May., April 1898. 
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1. Ice-readings corresponding to infinitely prolonged exposure to 
0^ C. are not prg>ctically obtainable ; and ordinary ice-readings, being 
affected to some extent by the previous temperature, are not strictly 
comparable. 

2. So long as changes of 3i inches of mercury in barometric 
pressure are possible, and occasions arise for the immersion of ther- 
mometers in heavy liquids, corrections for external pressure cannot 
always be avoided. 

3. Unless frequently subjected to temperature-cycles of consider- 
able rai^e, an ordinary English glass thermometer is apt to be influ- 
enced for days, it may bo weeks, by exposure to any temperature 
much over 120'' F. 

4. For accuracy of a higher order than O^’l F., it is certainly 
unsafe to assume the natural scale of an English glass thermometer 
identical with that of the hydrogen or nitrogen thermometer, even 
for the restricted range 22® F. to 212° F. 

5. Whether through variety in the constitution of the glass, or 
differences in its treatment, the natural scales of ordinary English 
glass thermometers do not appear sufficiently accordant to render 
practicable the use of any general table of red\ictions to a standard 
scale of temperature.] 
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88. Gas Thepmometers. — The indications of mercury thermo- 
meters are complicated by the effects due to changes in the volume of 
the glass envelope, which deijend not only on the temperature, but also 
on the previous history of the glass. The influence of the nature of the 
glass on the indications of the instrument will become less and less the 
greater the coefficient of expansion of the contained liquid. In this 
respect thermometers filled with highly expansive organic liquids will 
be superior to those filled with mercury, and air or permanent gas 
thermometers will be superior to the most accurate liquid thermo- 
meters. The permanent gases expand about twenty times as much as 
mercury for the same chfinge of temjjerature, and as a consequence the 
errors arising from inequalities in the expansion of glass produce much 
less effect. Gases also possess a very low specific gravity, and can be 
obtained of the same purity in any part of the world. Their properties 
are in addition permanent, and they expand nearly equally under the 
same conditions, so that thermometers filled with different permanent 
gases all agree very closely amongst themselves. 

No two solids or liquids, on the other hand, can be found which 
will agree throughout the scale, and in absence of any other reason for 
choosing a permanent gas as the standard thermometric substance, the 
close agreement of so many different substances throughout such a 
wide range of temperature attaches great practical importance to the 
scale of temperature furnished by their expansion. The permanent^ 
*gases besides, when not subjected to too great pressure, maintain their 
state and behave in the same manner (at least very approximately) at 
very high as well as very low temperatures. They consequently furnish 
a scale of measurement which is continuous and embraces a very wide 
range of temperature. 

The uniformity of composition of the atmosphere all over the 
world has led to the employment of air, as a permanent gas, for 
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thermometric purposes. Precautions of the strictest character are, 
however, taken to remove all moisture and other variable impurities, 
such as carbonic acid, from any sample used in a thermometer. This 
is effected by passing the air through a system of tubes containing 
calcium chloride, pumice-stone moistened with sulphuric acid, caustic 
soda, and phosphoric anhydride, to absorb the aqueous vapour and to 
take up any carbonic acid gas which may bo present. The removal 
of moisture is of prime importance, as a small quantity of aqueous 
vapour, although of small influence at low temperatures, might have 
a very ilerious effect on the indications of the instrument when the 
temperature becomes high. On this account the bulb is filled (and 
emptied) several times with perfectly dry air, and at the same time 
heated to a high temperature to expel all moisture which may be 
condensed on the interior surface or lurking in the minute crevices 
or pores of the glass. When every precaution has been taken to 
thoroughly dry the interior of the bulb, it is finally filled at C. with 
pure dry air, or other gas as desired.^ 

The instrument may now bo used to measure temperature in two Constant 
ways — (1) by change of volume while the pressure is kept constant ; 

(2) by change of pressure while the volume is kept constant. Rcgnault volume, 
used both methods, but found that in practice he could only arrange 
the apparatus to give good results with the second method, and on it 
he founded what he called the “ normal air thermometer.” For the 
sake of perfect definiteness he chose as the density of the air in his 
normal thermometer the density of air at- the melting point of ice and 
under a pressure of one standard atmosphere, and he marked the 
freezing and boiling points O' and 100° in accordance with the centi- 
grade scale. We shall now prove that the second method agrees with 
the first in the case of a substance which obeys Boyle's law. 

89. Characteristic Equation of a Thermometric Substance obey- 
ing Boyle’s Law. — If the first system of thermometry be adopted, we 
measure equal changes of temperature by equal changes of volume of 
the thermometric substance under constant pressure. The difference 

' A gas should be chosen which does not attack the other materials used in the 
construction of the instrument. Pure oxygen is objectionable on this account, as it 
attacks the mercury employed to measure the pressure of the gas. A film of oxide 
is formed on the surface of the mercury, and this is not only detrimental to the free 
motion of the mercury in the tube, but the whole quantity of oxygen in the bulb 
becomes diminished, and the readings of the instrument are influenced accordingly. 

For this reason hydrogen and nitrogen are preferable to air. Regnault, however, 
does not appear to have experienced any ill effect in this direction from the use 
of air in his normal air thermometer, but he found great irregularities with pure 
oxygen (Experiences^ tom. i. p. 77). 
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between any two temperatures B and will, therefore, be proportional 
to the difference between the corresponding volumes m and Vq, or 

In this equation the constant of proportionality A is independent of 
both temperature and volume, and is consequently a function of the 
pressure only. It remains constant as long as the pressure is constant 
but changes value in general with the pressure. Denoting it by f{p)^ 
the equation connecting the temperature, pressure, and volume of the 
thermometric substance, whatever it be, is 

When 6q and are chosen, the right-hand ‘member of this equation 
remains constant .at the same temperature, however the pressure and 
volume may vary. It is therefore the isothermal relation between 
. the pressure and volume of the substance, and gives the law of com- 
pressibility at constant temperature. 

If the zero of temperature be taken as that at which the volume 
of the substance is zero (for the - present ideal only), then writing 
For any denoting the temperature measured from this 

thermo- 0^ ^he equation becomes 

metric 

substance. 

The right-hand member being a function of p and v, which remains 
constant at constant temperature, will, in the case of a substance obeying 
Boyle’s law, be simply some multiple of pv ; we may therefore write 

pv^'R.vjlp), 

where R is a constant. This gives in the case of a gas 



and consequently the characteristic equation becomes 

For a gas. 

where 0 is the temperature measured from the zero defined above. 

This equation holds for a thermometric substance obeying Boyle’s 
law, and follows immediately from the definition of the manner in 
which temperature is measured. If another thermometer be con- 
structed with another substance which also obeys Boyle’s law, a 
similar equation will connect the pressure, volume, and temperature 
registered by this instrument, but we cannot assert a prwri that the 
zero of temperature will be the same for both, or, in other words, that 
the volumes will vanish simultaneously in the two instruments, that 
is, that they both have the same coefficient of expansion. ^ Such an 
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agreement must be discovered by experiment, and that it does exist, 
at least very approximately in the case of the permanent gases, was * 
discovered by Charles and Gay<Lussac, and is stated in the law which Law of 
bears their names. Assuming it to be true for the present, we con- 
elude that the* above equation holds for all gases in so far as they 
obey Boyle’s law, the zero of temperature being that at which the 
volume of the gas would vanish under constant pressure if it continued 
to obey the law throughout the whole range. 

The equation also shows that if the volume is kept constant while 
the pressure and temperature vary, the change of temperature will be 
proportional to the change of pressure, and that consequently the 
second method of measuring temperature, or difference of temperature, 
is consistent with the first, and that two thermometers, filled with a 
substance obeying Boyle’s law, will agree throughout the scale in their 
indications if the temperature is measured by change of volume under 
constant pressure by one, and by change of pressure at constant 
volume by the other. In the latter case the zero of temperature is 
that at which the pressure becomes zero while the volume is kept 
constant, and this aspect recommends itself especially on the dynamic^il 
theory, according to which the pressure is caused by the molecular 
bombardment. The meaning of the pressure becoming zero, according 
to this theory, is that the molecules come to rest relatively to each 
other. Hence, if the energy of translation of a molecule happens to 
be proportional to its energy of .vibration of internal energy, or if the 
vibratory motion of the molecule subsides with its motion of transla- 
tion, then when the pressure is zero there is complete relative rest in 
the gas. In other words, it is not a source of heat waves, and conse- 
quently may, with definiteness of meaning, be said to be at the absolute 
zero of temperature. 

This view of the absolute zero appears at first sight more rationa) 
than the former, by which it was defined as the temperature at which 
the volume vanishes. However, both are based on the pressure 
volume relation at consUint temperature known as Boyle’s law, which 
asserts that the volume is inversely as the pressure for all values of 
the pressure — that is, that the thermometric substance maintains this 
characteristic permanently. Such, however, is not the case. with any 
substance that has been experimented on, but with permanent gases 
it holds very closely within moderate ranges. An ideal substance, 
named a perfect gas, has consequently been assumed which possesses 
these characteristics at all pressures. In other words, a perfect gas 
is a substance which always obeys the laws contained in the equation 

jiv=Re, 
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and the temperature registered by a thermometer filled with this 
ideal substance is called absolute temperature. Thermometers filled 
with air, or nitrogen, or hydrogen, approximate very closely in their 
indications to this ideal instrument within a considerable range. 

90. Constant Volume and Constant Pressure Air thermometers. 
— ^The great objection to a constant pressure air thermometer lies in 
the temperature correction which must be applied to that part of the 
air which occupies the stem of the instrument. This correction will 
always be necessary, unless the bulb and all that part of the stem 
occupied by air are immersed in the same bath, and its influence will 
manifestly be more and more important as the temperature rises, and 
as more and more air is expelled from the bulb into the stem, so that 
the mass of air contained in the stem becomes comparable with that 
enclosed by the bulb. For this reason it is almost impossible to 
work with a constant pressure air thermometer, and after repeated 
trial Hegnault found that he could only obtain consistent results with 
gas thermometers when they were arranged so that the gas was kept 
at constant volume, and the temperature was measured by the varia- 
tion of the pressure. 

The form of ajjparatus adopted by Regnault is shown side and 
front view in Fig. 20. The bulb A, which has a capacity of from 
600 to 800 C.C., is filled with pure dry air (or other permanent gas), 
and is connected to a manomctric tube FGHIJ. When the tempera- 
ture varies mercury is poured into the branch IJ , or allowed to escape 
through the tap K, so that the level ^ of the mercury in the branch 
FG is kept always at a fixed mark a. If the glass were non-expansive 
the volume of the air would thus be kept always the same, but on 
account of the expansion of the glass a corresponding correction 
becomes necessary. The difference of level between the surfaces <4 
And /S in the two arms may be measured by means of a cathetometer, 
and the corresponding pressure of the air in the bulb deduced. 

If it is desired to work under constant pressure the difference of 
level between the surfaces a and P must be kept constant ; conse- 
quently when the temperature rises the air expands into the tube 
FG and the volume and temperature of this expelled portion must be 
accurately determined. For this purpose the arm FG is accurately 
calibrated and immersed in a bath, as shown in Fig. 21, so that its 
temperature may be maintained uniform. 

A convenient form of constant volume air thermometer has been 

* The pouring of mercury into the tube IJ may be conveniently avoided by 
forming a reservoir at K, and furnisliing it with a screw plunger. By screwing the 
plunger forwards or backwards the level of the mercury may bo adjusted as desired. 
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devisod by Professor Jolly, ^ and is represented in Fig. 22. The 
capillary stem is bout twice at right angles, and united at B to a tube 
of larger bore, on which a fixed mark is placed near the junction of 
the capillary. In all measurements the level of the mercury contained 
in BD is brought to this fixed mark, so that the volume of the air 
in the bulb and stem is constant if we .neglect changes of volume 
of the glass envelope. CE is a glass tube, preferably of the same 



Fii^. 20. — llfyntiult’s CuiisUiiit Voliimt? Air TliHrmom«t»<r. 


diameter as B, to avoid difterence of capillary pressure infiuencing the 
results. If, however, the diameters of the tubes be fairly large this 
effect will be negligible, and the tube CE may be replaced by a 
spherical bulb. The tubes B and C are joined by an india-rubber 
tube, which is strong and flexible, and allow^s CE to be raised or 
lowered so as to keep the level of the mercury at B. The difference 
of level of the mercury at E and B, added to the barometric height, 
gives the pressure of the air in the thermometer. This difference of 
level may be obtained by means of a cathetometer, but for ordinary 
^ Jolly, Pogg, Juhelhaiid^ p. 82, 1874. 
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work a scale attached to the frame on which the instrument is 
mounted suffices. The scale is engraved on the back of a strip of 
plane mirijpr before it is silvered, and the divisions are carried 
sufficiently far across the scale for the reflections of the two surfaces 
of mercury to be seen behind the scale. Parallax is thus avoided, 
and the use of the cathetometer dispensed withi 

Assuming the internal volume of the thermometer to remain 




m 



Fig. 22. 

Jolly’H Air Tliurnioinwtftr. 


constant, and that the temperature of the air throughout is the same, 
we have for any two temperatures Gq and 0j 


Therefore 


p„i;=R0„, 


and ^iV=R0i. 


Ho’ 


If such an instrument be graduated so that the boiling point is 
denoted by 100°, and the freezing point by 0°, then 


100 — Gloo "Ho — g(Pioo ■ 

According to the most accurate observations of Begnault 




10 0 _ 272-85 

R“6’3685i?o Po 


and therefore 
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Consequently, any temperature S on this scale will be given by the 
formula 

0 = e - e«= |(p -y„) = 272-86 (I; - 1 )• 

In general, however, the volume of the glass envelope will vary, 
and the temperature of the air in the stem will differ from that in 
the bulb, and corrections will be necessary in both respects. These 
corrections will be considered more fully in connection with the 
general problem of dilatation. The source of greatest uncertainty in 
gas thermometers lies in the allowance for the expansion of the glass. 
This requires the careful examination of the volume of the bulb and 
tube throughout the whole range of temperature for which the instru- 
ment is to be employed. The volume of any such apparatus is most 
accurately determined by observing the weight of mercury which it con- 
tains at different temperatures, and when the variation of the density 
of mercury with temperature is known the volume can be immediately 
determined. This, in fact, was the process adopted by Kegnault. 

Jolly’s constant volume air thermometer is a convenient form, and 
fairly accurate for moderate temperatures. At high temperatures, 
however, a correction becomes necessary on account of the air expelled 
from the bulb into the capillary tube. If the temperature of the 
bulb were always the same as that of the tube, the mass of gas 
contained in the tube would be constant ; but as the tube is colder 
than the bulb, at high temperatures the pressure will be largely 
increased, and a corresponding increase will take place in the mass 
of gas contained in the tube. In order to minimise the error which 
arises in this respect. Dr. Bottomley ^ has designed a form of apparatus 
in which the air reservoir with its volume indicator and the manometer 
are constructed separately, and connected only by flexible tubing. 
The form given to the air bulb and capillary tube is such that it can 
be easily manipulated and, being constructed of hard Bohemian glass, 
the range of the instrument is thus considerably extended. 

An objection to all forms of constant volume thermometers exists 
in the pressure of the gas on the internal surface of the bulb, and this 
becomes more sierious at high temperatures. 

91. Callendar’s compensated Air Thermometer. — The great 
practical difficulties attending the use of the constant pressure air 
thermometer have been overcome in the form of apparatus devised by 
Professor Callendar.^ In this instrument the pressure of the air 

^ J. T. Bottomley, Phil, Mcty., August 1888, p. 149. For a later improved form 
see an article by Kapp, Ann, der Physik^ July 1901. 

^ H. L. Callendar, Proc, Roy, Soc, vol. 1. p. 247, 1891. 
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enclosed in the thermometer bulb T (Fig. 23), instead of^ being 
adjusted to equality with the pressure of the atmosphere, is maintained 
constantly at the same standard pressure as that of the air in another 
bulb S kept at a constant temperature in melting ice, the equality of 
the pressures in T and S being indicated by a sulphuric acid gauge 
G. By this means the trouble of reading the barometer is completely 
avoided, and by a most ingenious device the errors arising from the 
uncertainty of the temperature of the connecting tubes are compen- 
sated for and entirely eliminated. When the temperature of the 
thermometer bulb T rises, the air expands and passes through the 
narrow connecting tube into the mercury reservoir M.’ The quantity 



of mercury in M is adjusted, so that the pressure in T is equal to that 
in S, any difference of pressure being indicated by the sulphuric acid 
gauge G, which connects S and T. The bulb S being kept in ice 
the pressure of the air within it remains constant, and when the 
gauge shows that equality of pressure exists between T and S, it is 
certain that the pressure in T is always adjusted to the same value. 

The correction for the capacity of the tube joining T and M is 
eliminated by attaching to S an exactly similar tube (as shown in 
figure), which has the same form and capacity, and which is placed 
close to it, so that the two have the same mean temperature through- 
out. By this means the compensation is rendered automatic, and will 
be perfect if (1) the two sets of connecting tubes have the same 
capacity, and are at the same mean temperature ; (2) if the mass 
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of air in the standard pressure bulb S is equal to that in the ther- 
mometer bulb T and the mercury bulb M combined ; (3) if the 
pressures in T and S are adjusted to equality. 

Thus if in be the total mass of air in T and M and the connecting 
tube and p its pressure, and if O be the temperature of T on the scale 
of the air thermometer and v its volume, while and B., and 
are the corresponding quantities for the connecting tube and the air 
space in the bulb M respectively, we have by the law of Charles 





Hi 



where It is a constant. In the same manner, if v denotes the volume 
of S and the volume of the tubes attached, in the total mass of 
air contained, // the pressure, and 0' and B,' the corresponding 
temperatures, we have for this system 



so that if m = //?/, and p - p\ and if the temperatures 0j and Gj' and 
the volumes and of the two sets of connecting tubes are the 
same, we have 

V _ '*■ 


If M and S are both kept in melting ice, we have further B.> = O' = B^^, 
and hence 




V 

{v' - v.// 


or writing T, 8, M', for the volumes of the air in these bulbs the 
formula becomes B — B„T/(S — M), so that the influence of the con- 
necting tubes is completely eliminated. 

The volume of the standard pressure bulb S may also be adjusted at 
pleasure by means of mercury, and in this manner the pressure may 
be varied and the behaviour of the gas investigated at high tempera- 
tures, .and the indications of the instrument reduced to the absolute 
scale of temperature (Chap. VIII. Sec. ii.). 

If the volume of the connecting tube is small compared with that 
of the bulb T, a small difference of pressure will not lead to any 
serious error, and on account of the compensating tube the connecting 
tube may be made long and flexible, and the bulb T may be placed at 
a convenient distance from the indicating apparatus, which is a matter 
of great convenience in many operations. 

For moderate ranges of temperature the auxiliary bulb M may be 
dispensed with, and the sulphuric acid gauge G may be graduated so 
as to indicate the difference of temperature between T and S directly. 
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In ordinary uso it would be inconvenient to keep the bulb S always 
at a fixed temperature, and this may be avoided by adjusting the 
volume of sulphuric acid in the pressure gauge, so that its expansion 
may compensate for the dilatation of the air in the standard pressure 
bulb, a compensation which can be effected with sufficient accuracy for 
moderate ranges of temperature. Such thermometers, Prof. Callendar 
states, are ‘‘exceedingly convenient and satisfactory for rough work at 
temperatures beyond the range of mercury thermometers. They can 
be made to read easily to the tenth of a degree at 450"" C., and if 
properly compensated their indications are very reliable. Such a 
degree of accuracy is amply sufficient for most purposes, and* the 
absence of all necessity for calculation or correction of the readings is 
a very great advantage.” 



FIk. 24. 


[The actual instrument is shown in Fig. 24. C is the compensating 
lead and the other letters correspond to those of Fig. 23. In setting 
up the instrument, after the bulbs and connecting tubes have been 
calibrated, the masses of gas on the two sides are adjusted as nearly 
as possible to equality, which is done with all the bulbs in melting 
ice. The bulb T. Is then heated in steam to determine the funda- 
mental interval. A weight w of mercury is removed from t6e over- 
flow bulb M to equalise pressures again. Let W be the weight of 
mercury required to fill the bulb T at 0° C., and W + 6W the weight 
of mercury at 0^ C, which would fill a volume equal to that of the 
bulb in steam. Referring to the last equation on the previous page, 
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we see that when 0 == 0, then v - = v. Now if v becomes v-\- Bv 

in steam (due to the expansion of the glass) and becomes 
owing to the removal of mercury, we get 

O _ -I- Sv _ W + 5 W 

• ‘ ©0 V - Av.2 W - w * 

so that wo have the following equation for determining the coefficient 
of expansion a or the fundamental zero 0,) — 


^ _e-eo_ W + 5W 
a, " w w * 


(^ = 100) 


Similarly, if 6 is any other temperature, and w the corresponding 
overflow, *we get a precisely similar equation to determine 6 in terms 
of 0j^. The oil-gauge is observed with a cathetometer microscope ; 
no observation of the barometer or any mercury column is required, 
the only measurement necessary being a weighing which can be made 
at leisure.^] 

92. [Standard Hydrogen and Nitrogen Thermometers. — The 
temperature scale adopted as the standard by the International 
Bureau is defined as the centigrade scale of the constant volume 
hydrogen thermometer, having as fixed points the temperature of 
melting ice (O'"), and that of the vapour of distilled water in ebullition 
under the normal atmospheric pressure (100^^); the hydrogen being, 
under a pressure of one metre of mercury when the temperature is 0°. 
The improved form of manometer used is represented in Fig. 26. 
The bulb of the thermometer consists of a cylindrical vessel of iridio- 
platinum, somewhat over a metre in length and 36 mm. in diameter. 
It is connected to the manometer by a tube c 1 metre in length and, 
0‘7 mm. in internal diameter. 


The pressure to which the gas is subjected consists of the atmo- 
spheric pressure, given by the barometer ; and an additional pressure 
due to an open mercury manometer. In general, this would entail 
four readings of mercury level, but by combining the barometer and 
manometer, the readings are reduced to two. The manometer is 
composed of two tubes m, m. The stem of the barometer B dips 
into m. The tube m' is made up of two portions which are not in 
direct communication, but are connected to m above and below 
respectively. The two parts of m' are separated by a piece of steel P. 
It will be noticed that the three surfaces of the mercury are all in 
one vertical line. Their readings are taken by means of three tele- 
scopes all sliding on the pillar of a cathetometer (not represented 
in the figure). In order to find the pressure of the gas the levels 


^ Encyc, article Thermometry, 
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Calculation 
of tem- 
peratuK!. 


Nitrogen 
thermo- 
meter for 
high tem- 
peratures. 


of only the upper and lower surfaces need be read. Four auxiliary 
thermometers serve to determine the temperature of the apparatus. 

Let Vfl = volume at 0° of the. gas in the bulb. 

8 - mean coefficient of expansion of llic material of tlie bulb between 0° 

and T“. 

ap —coefficient of expansion of the gas wlion the volume is constant. 

V = volume of the “dead space/’ i.c. connecting tube, etc. 
t —temperature of the gas in the dead space. 

Hq = initial ]»rcssurG of the gas at 0". 

H,, H- A = pressure of the gas at T°, the temperature to be measured. 
pi = coefficient of internal pressure of reservoir. ^ 

The mass of the gas in the apparatus when at 0° is (taking the 
density under standard conditions as unity) 





1 I' a,/ 


yh 

)w 


and the same mass, when at T”, is represented by the expression 


l■aT)+/3A t. lH„ + A 
I 1 l-o,,t l + a,/f 700 • 


Equating these two, we get 


whence 


JV„(1 ^ST)l/S,/^Hlr„ + A), 
V,H„- 


Ho + A V„(l+aT) + ft// /iv l + a„T 
" ~ Ho V„ '‘ h.V,, 1+a,/ '^- 

By means of this formula we may determine the value of Up 
between two known temperatures, 0° and 100° for example, using the 
method of successive approximations. Having found up and substi- 
tuted its value in the equation, we may use the formula to determine 
any temperature T. 

Corrections have to be made on account of the variations in the 
volume and temperature of the dead space which occur when the 
temperature of the bulb is changed. For a complete account of the 
observations and corrections required, the student is referred to 
Guillaume’s ThermomMrie de Precision. • 

Instead of using iridio-platinum, the bulb of the thermometer may 
be made of hard Jena glass or of glazed porcelain. 

Up to about 500° C. the hydrogen thermometer is perfectly satis- 
factory. If, however, the temperature is much above this, hydrogen 
passes freely through the platinum. The difficulty is not got over 
by substituting glass or porcelain in the material of the bulb. Glass 
is not sufficiently refractory to be used at high temperatures. Porce- 
lain is not gas-tight unless glazed, and the glaze begins to melt at 
1100° C. At high temperatures both glass and porcelain are acted 
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on to some extent by 
hydrogen. For these 
reasons, the nitrogen 
thermometer is sub- 
stituted for high tem- 
peratures.^ A porce- 
lain bulb may be used, 
but the best material 
is iridio-platinum, 
both on*account of the 
higher range and be- 
cause its expansion 
follows a more regular 
law than that of porce- 
lain. 

According to the 
experiments of M. 
Chappuis made with 
a gas thermometer 
whose bulb was of 
Berlin porcelain, the 
coefficient of expan- 
sion of nitrogen dimin- 
ishes more and more 
slowly as the tempera- 
ture rises, approaching 
a limit at about C., 
the limiting value 
being 

an,n ^0*00367.^80. 

Above 75® C. nitro- 
gen appears to behave 
as a perfect gas, the 
coefficient of expan- 
sion remaining con- 
stant at the above 
value. Assuming this 
to be the case, M. 

' Chappuis, Phil. Mag., 
Oct. 1900 ; Feb. 1902. 
Hoi born and Day, Amer. 
Joum. Sci., Sept. 1899. 



FIk. 25. 
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Chappuis shows that a nitrogen thermometer whose pressure at C. 
is 1 metre of mercury is equivalent to one whose pressure at 0° G. is 
1*000086 metre, and which behaves as a perfect gas from 0® 0. 
upward, having the foregoing coefficient of expansion. He gives the 
following corrections to be applied to the readings of the nitrogen 
thermometer in order to reduce them to the normal hydrogen scale : — 


Temp. 

li-Hcale - N'seale 
[iiilial press. metre. 

100 " 

0"-000 

200 " 

0"*023 

300 " 

0"‘047 

400 " 

0"-070 


These differences are so small that they arc of less account than 
those due to other sources of uncertainty. 

Messrs. Holborn and Day used a nitrogen thermometer 
with a bulb of iridio-platinum (20 per cent iridium, 80 per 
cent platinum). This could be used up to 1300° C. 
Nitrogen does not pass through the platinum walls at 
high temperatures. The bulb was heated by an electric 
current flowing in a nickel wire coiled round a thin porce- 
lain tube which surrounded the bulb.] 

93. Vapour-pressure Thermometers. — A system of 
thermometry in which all delicate measurements of change 
of volume are avoided may be founded on the observation 
of the pressure of a saturated vapour. The pressure of 
a vapour in contact with its own liquid depends* only on 
the temperature, and is independent of the relative pro- 
portions of liquid and vapour. If, therefore, the pressure 
is observed by some means, and if the data are known 
which connect the pressure with the temperature, we are 
furnished with a thermometric method of great range and 
delicacy. A simple form of vapoiu--pressure thermometer 
is shown in Fig. 26. The bulb is partly filled with a 
liquid free from air, and the remainder of the bulb is 
occupied by its saturated vapour. The liquid also partly 
fills the tube and acts as a manometer, the pressure of 
the vapour in the bulb being greater than the pressure 
at the upper surface by the weight of the column of liquid, 
whose height is equal to the diflerence of level of the liquid 
in the bulb and tube respectively. If the stem is closed, 
and contains only vapour of the liquid above the upper surface, the 
pressure will be determined by the temperature of this part of the 
apparatus. For this reason the stem must be jacketed with a bath 


9-60 


50 


40 



Flfr 26. 
Vapour- 
preaaure 
Thermometer. 
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kept at some known temperature, say that of melting ice. The 
vapour-pressure in the stem is by this means kept constant, and the 
temperature and density of the liquid in the stem are also kept 
uniform, as well as the surface tension of the liquid. 

The stem may, however, be open at the top, and the pressure 
determined by a reading of the barometer, or it may be closed and 
contain a gas whose compression registers the pressure, or it may be 
connected to any form of pressure gauge. 

For high temperatures mercury may be employed as the ther- 
mometric substance, and for low temperatures sulphurous acid, but 
in all cases the bulb must be made of a material which is not attacked 
by the vapour or liquid. For example, water vapour attacks glass at 
elevated temperatures. 

The importance of this system of thermometry has been insisted 
on by Lord Kelvin,^ who considers it destined to bo of great service, 
both in the strictest scientific thermometry as well as in a great 
variety of useful applications. The consideration of the data neces- 
sary to the estimation of temperature by this method will be entered 
into later oh (see Chap. VIII.). 

/ 94. Comparison of Thermometers. — [Mercury thermometers are 

compared with the hydrogen thermometer by immersing them in the 



bath in which the bulb of the latter is heated. A mercury thermo- 
meter which agrees with the hydrogen scale at 0® and 100° will not 
agree with it at intermediate temperatures. With all ordinary kinds 
of glass the greatest divergence is exhibited at about 40° C. In the 

’ Art. “Heat,” Ency. Brit, 
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case of a thermometer of verri^dv/r the maximum difference is rather 
more than one- tenth of 1° C. For accurate work with a mercury 
thermometer, if standard temperatures are required, the instrument 
must be directly compared with the standard hydrogen thermometer 
and a table of corrections drawn up. 

The preceding figure, taken from Guillaume’s Thermometriey 
shows the divergence between throe kinds of mercury-in-glass thermo- 
meters, a carbon dioxide gas thermometer, a nitrogen gas thermometer, 
and a hydrogen gas thermometer taken as the standard of reference.] 

The following table shows the deviations of an ordinar}* alcohol 
thermometer from the air thermometer, after Jolly.^ A similar com- 
parison has been since made by Mr. A. C. JYhite,*^ with substantially 
the same results : — 


Air TliKrtnoiiinlcr. 

A Icoliul. 

hifromiuo 

- 6'=' *32 

6" -21 

0*11 

n -02 

10 -72 

0*30 

- 15 *25 

- 14 -41 

0*84 

19 -29 

- 18 -02 

1-27 

-79 -44 

- 70 -72 

8-72 


Exercises 



1. If tlio tliorinometric Hubstaiicc obeys Boyle’s law, and if changes of tempera- 
ture be taken jiroportional to changes of pressure at constant volume, show that 
the characteristic equation of tlic substance is pv=RB. 

{As in Art. 89 we have 0 - = or 

e=p0(v), 

the zero of temperature being that at which the 2>ressurc is zero, and the right-hand' 
member of the equation is the function of p and v which remains constant atV 
constant temperature, namely pr, therefore 0(r) is proportional to u, etc.} 

2. Find the characteristic equation of a substance which, when used as a thermo- 
metric substance, will give the same scale of temperature, whether it is designed to 
measure equal changes of temperature by equal changes of volume under constant 
pressure, or by equal changes of pressure at constant volume. 

{In the foniier case we have, as before, the temperature proportional to the 
volume, or 

0 = vf{p); 

and in the second method we have 


e-p4>{v), . 


^ Jolly, Pogg» Ann, Juhelband, 1874. 

A. C. White, Proc. American Academy of Arts and Sciences^ vol. xxi. pt. i. 
p. 45, 1885. 
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Hence if O is to be the same in both oases we%iiist have 


or 


vf[p)=p<l>(,v), 

Ap)_p 

0 (^?) V' 


That is, /ip) is proportional to p and (p{v) to v, and therefore the substance obeys 
Boyle's law. } 

3. If Pi and be the densities of two gases under the same pressure and at the 
same temperature, show that 

PiRi 


{Let V bo the voliinie of unit mass of a gas of density p, then pv=l, so that the 
equation pv=}iQ becomes 

J^-RO. or pR=|. 


Hciico if dilfereut gases are at the same temperature and pressure, we have 

. Pi R] -- P‘2^2 ~ — 0* 


For air p = 0*001293 when 77 = 760 cm. of mercury = 1033*3 grammes per scpiare 
centimetre = 1033*3 x 981 in dynes per sif. cm. Therefore 


. 1033*3x981 

^^'"0*001293x273 


-2871 xl0». 


For any other gas the value of R will bo found by means of the relation estab- 
lished above, that is by dividing the value of R for air by the relative density of 
the gas. The density of nitrogen relative to air is 0*97137, and the vo^po of R is 
2956 xlO^ For oxygen the relative density is 1*10663, and the value of R. is 
2597x10^. For hydrogen the relative density is 0*06926, and the value of R is 
4146 xm} 

4. If the dilfereut parts of a gas, having volumes Vj, Vg, v.,, etc., he at tempera- 
tures 01, 02, 0;„ etc., and if in any other condition the same parts have volumes v/, 
Vi Vi temperatures 0i', 0 , 2 , Os', etc., sliow that 

- 0 , -^ 0 ,'* 

* {The mass of the whole volume is ^pii\ and also 2p/tr,', wlioro pj is the density of 
the volume Vj under the pressure 7?! and at the temperature 0i, and p/ the density 
under V Hence we have 


But 


e. 


, etc. 


Therefore by substitution we have 


01 0 ,' / 


5. If a gas departs from Boyle's law, show how to calculate the temperatures of 
a constant volume air thermometer from observations on a constant pressure 
instrument. 



SECTION III 

« . 

PYROMETRY AND LOW TEMPERATURE THERMOMETRY 

95. Measurement of Hlgrh Temperatures. — Instruments de- 
signed for the measurement of high temperatures are called pyrometers. 
The accurate estimation of elevated temperatures is a task of no 
ordinary difficulty, and for this purpose the variation of almost every 
physical property of matter with temperature has been proposed. 

The range of every thermometer is limited by the nature of the 
materials With which it is constructed. Thus at high temperatures 
liquids boil, and at low temperatures they freeze, and even if this 
did not occur, an upper limit to the range of any liquid or gas ther- 
mometer is presented at the fusing point of the material of which the 
envelope's constructed. 

The ultimate practical standard of reference in pyrometry is the 
hydrogen gas thermometer. The method of measuring temperature 
by the change of volume or pressure of a gas having been once 
chosen, all other instruments for measuring temperature must be 
standardised by either direct or indirect comparison with the hydrogen 
thermometer, if their indications are to have any intelligible meaning. 

[The general principles on which the measurement of high tempera- 
tures is based are the same in all the methods employed. The 
variation of some property of matter with temperature is carefully 
studied at ranges within which the gas thermometer or standardised 
mercury thermometer can be used, and some mathematical formula is 
devised which will represent the phenomenon. It is assumed that 
the formula holds good at temperatures beyond the range of the gas 
thermometer, ancj hence the variation of the property of matter under 
consideration can be made use of to measure high temperatures by 
extrapolation. 

There is always some uncertainty attached to the use of extra- 
polated formulae. On this account it is important that the property 
of matter selected should vary according to some simple law, as such 

144 
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is more likely to be accurately expressed by the formula. • The best 
verification of the law assumed for any thermometer is the agreement 
of that thermometer in the measurement of any temperature — say the 
melting-point of gold — with thermometers based on other systems of 
measurement.] 

The pyrometer of Deville and Troost^ is a modified form of air 
thermometer furnished with a porcelain bulb. A glass bulb cannot 
be used for high temperatures on account of the fusion of the glass, 
and platinum bulbs were found by Deville and Troost to be perme- 
able to gases at high temperatures. The porcelain bulb is filled with 
dry air and placed in the furnace, and when equilibrium of temper- 
ature is attained the stem is sealed by an oxyhydrogen fiame. The 
apparatus is then allowed to cool and the end of the stem is nipped 
off under mercury, so that the mercury rises into the bulb. The bulb 
is then depressed until the mercury stands at the same level within 
and without. The stem is now closed with wax, and the apparatus 
removed and weighed, with the mercury it contains. It is afterwards 
completely filled with mercury and weighed again. By this means 
the fraction of the gas which escapes by expansion while in the furnace 
is determined, and consequently the whole expansion under constant 
pressure is known, and the temperature of the furnace determined. 

The pressure of the residual air instead of its volume^ may bo 
determined when it has cooled. For this purpose the bulb is pro- 
vided with a long fine neck and a tap, which communicates with a 
manometer. This tap is left open while the bulb is in the furnace, 
and is closedjwhen the final temperature is reached. The bulb is then 
allowed^to cool, and the residual pressure determined by connecting 
it with the manometer. 

To complete the accuracy of this instrument, it is necessary to 
know the coefficient of expansion of porcelain, and any uncertainty in 
the value of this coefficient will limit the accuracy of the indications of 
the instrument. All uncertainty from this cause disappears in a 
vapour-pressure thermometer, in which it is the pressure alone that is 
to be measured, and not the volume or the pressure under any given 
volume. 

We shall now consider some of the various methods which have 
been proposed for the estimation of high temperatures. ^ 

96. The Method of Coollngr. — One of the earliest attempts at 
pyrometry was that of Newton,^ in the estimation of the temperature 

* Deville and Troost, Ann, de Chiniie et de Physique, 3® serie, toin. Iviii. p. 257, 
1860. 

" Newton, “ Scala Graduum Caloris,’* Phil, Trans, vol. xxii. !>. 824, 1701. 
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of red-hot iron. The method employed consisted in observing the time 
required by the heated mass to cool under given conditions. Assuming 
a certain law of cooling to hold at all temperatures, then by observing 
the rate of cooling at known temperatures, the data necessary to 
estimate the initial temperature may be obtained from the time of cool- 
8 ing to some other known temperature. The law assumed by Newton 
was that the rate of cooling of a body under given conditions is pro- 
portional to the temperature difference between the body and its 
surroundings, and this law has since passed under the name of Newton’s 
law of cooling. • 

If such a law were found to hold accurately at all temperatures 
within the range of our standard thermometer, then such an agree- 
ment might warrant the use of the law and methods founded on it to 
extend the scale of temperatures beyond the limits of the standard 
thermometer. No such agreement has, however, been found, and it is 
only for very moderate differences of temperature that the law appears 
to be even approximately verified. In this case, then, the application 
of the method to the measurement of temperatures beyond the range 
of standard instruments would be illegitimate and unreasonable. 

97. Pyrometry by Vapour Densities. — The direct observation of 
the density of mercury vapour was suggested by Itegnault ^ as a 
method gf estimating high temperatures. Some mercury is placed in 
a wrought-iron flask and exposed to the temperature to be measured. 
As the mercury boils away the air is expelled, and the flask is finally 
left filled with the vapour of mercury at the temperature of the 
furnace. When temperature equilibrium is attained the mouth of the 
flask is covered with a lid, so that the neck is closed and the flask is 
allowed to cool. The vapour condenses, and the liquid mercury is 
collected and weighed. Assuming the vapour to obey the laws of a 
perfect gas, the temperature may be easily calculated from the known 
density of mercury vapour and the volume of the flask corrected for 
expansion. A porcelain flask furnished with a ball stopper may be 
used instead of one of wrought iron. 

The vapour of iodine has been used by Deville and Troost for the 
same purpose. The iodine was enclosed in a porcelain flask of about 
300 C.C. capacity, furnished with a fine stem, which just protruded 
from th^ furnace chamber. The nozzle was closed by a loosely fitting 
stopper, past which the vapour could escape. When the iodine was 
completely vaporised and equilibrium of temperature established, the 
stopper was fused into the nozzle by an oxyhydrogen blowpipe. The 
weight of the iodine still remaining in the flask was determined as 
'•Regnault, Amu de Chimie et dc Phyaiquct 3«, tom. Ixiii. p. 39, 1861. 
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soon as it cooled, and the volume of the flask and the density of 
iodine vapour being known, the temperature of the furnace was 
estimated. The correction for the expansion of the flask was made 
by noting the elongation of a rod of porcelain for temperatures up to 
1500^ C.i* 

98. Siemens’s Pyrometer. — The electric resistance of a metallic 
wire is found to increase gradually with the temperature, and conse- 
quently on this property a system of thermometry may bo established. 
The pyrometer invented by Siemens ® depends on the change of the 
electric Resistance of a platinum wire when heated. The wire (Fig. 
28) was doubled and wound on a cylinder of refractory fireclay. 
When thus coiled its ends were fastened to stout platinum wires of 
such a length that their further ends are never very warm, and these 
in turn were connected by copper wires to the binding screws on the 
outside of the case of the pyrometer. The cop|)er wires were enclosed 



Fiff. >8. 


in a stout wrought-iron tube of about 3’5 cm. diameter and 120 cm. 
in length which projected from the furnace or other space whose 
temperature was to be* measured, and formed a handle of support for 
the whole instrument. The platinum coil was enclosed in a sheath, 
of platinum or wrought iron, fastened to one end of the iron tube, and 
the coil was packed in this sheath with asbestos to prevent shifting. 

The most imx)ortant point to determine is the constancy of the 
resistance of the coil at a given temperature, or if it will always bo 
the same at the same temperature. A thermometer should be free 
from secular changes of its zero, and it should therefore be determined 
how much, if any, permanent alteration occurs in the resistance of the 
platinum wire after prolonged or repeated exposure to high tempera- 
tures. These points were examined by a committee of the British 
Association.^ Denoting the resistance of the coil at 10° C. by 
and its resistance at by R^, the formula emplo3ncd was * 

^ [The use of the vapour of iodine in this method is objectionable, as its expan- 
sion does not follow the law for a perfect gas, owing to the dissociation of the iodine 
molecule into simpler molecules at high temperatures.] 

* C. Wm. Siemens, Fhil. Mag, vol. xlii. p. 150, 1871 ; see also Bril, Assoc. Jieport^ 
1874. 

* See Brit, Assoc. Beport for 1874. 

* [The earliest formula for the purpose of expressing the relation between the 
resistance and temperature of a metallic wire was given by Clausius {Pogg. Ann, 
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R^=RJl-f a(^-lO)], 

where a is a constant depending on the nature of the wire. 

In the case of coils surrounded by a platinum sheath exposure to 
high temperatures caused no serious permanent change in the resist- 
ance, but a considerable permanent increase of resistance was caused 
in those coils which were enclosed in iron sheaths. These alterations 
were due to prolonged exposure to high temperatures rather than to 
alterations from high to low, and, as Professor Williamson pointed out, 
arose from a permanent alteration of the platinum coil caused by the 
combined action of the atmosphere inside the iron case, and the 
silica of the fireclay cylinder on which the coil is wound. Such 
permanent alterations of the resistance of the spiral of course destroy 
the accuracy of the instrument, and it is obvious that the fireclay 
cylinder should be replaced by something less objectionable, or dis- 
pensed with altogether. With this view the thorough examination of 

vol. civ., 1858) on the results of experiments made by Arndtseii. Clausius found 
that according to these experiments the resistance of tlie ordinary metals, with the 
exception of iron, could be represented by the formula 

R = Ro(H- *00366^) 

where R is the resistance at S'" C., and R^, tliat at 0“ C; If this formula were true for 
all ranges of temperature, the resistance would vanish at the absolute zero, the metal 
becoming a perfect conductor. ^ 

Later experiments, however, showed that the above formula does not represent 
the facts accurately even at ordinary temperatures.] 

The problem of the variation of electrical resistance with temperature was also 
attacked by Sir Win. Siemens. He proved that the formula given by Matthiessen 

Ro-R(l-a^ + j8^‘-*), 

was quite inapplicable except between the limits O'* and 100" C. His own experi- 
ments led him to suggest the formula 

R = a0i + /80 + 7, 

but the more reeent experiments of Callendar have proved that this formula does 
not represent the results of observation so well as a simple formula of the ordinary 
type, 

R=Ro(l-Ha^-h^^^). 

The formula in the text is a particular case of this in which 10*^ C. is taken instead 
of the zero. 

Siemens's experiments were published in the I'ransactimis of the Society of Tele- 
graph Eivyineers^ 1875. They were of a very rough character, and were undertaken 
merely with the object of graduating a commercial pyrometer. 

Siemens applied the variation of the x’esistance of platinum to the measurement 
of deep-sea temperatures. Two cipils of platinum wire of equal resistance were em- 
ployed. One of these was let down to the sea bottom, and the other was placed in 
a bath, the temperature of which was varied till equality of resistance was restored 
between the coils. The temperature of the sea bottom was then the same as that.of 
the bath. 
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tho properties of the instrument, and of its qualifications as a reliable 
standard of reference, was undertaken by Prof. Callendar ^ with 
such favourable results, that he considers the platinum resistance ther- 
mometer not only a trustworthy instrument in pyrometry, but also 
that it possesses those permanent qualities which recommended it 
specially as a standard of reference in thermometry. 

99. Platinum Resistance Thermometers. — After a careful in- 
vestigation of the variations of the resistance of platinum wire with 
temperature. Prof. Callendar concluded that pure platinum wire, free 
from altoy with silicon, carbon, tin, or other impurities, when not 
subjected to strain or rough usage, possessed always the same resist- 
ance at the same temperature. Different lengths of the pure wire 
were found to behave similarly, ajid their resistances were not found 
to be subject to any permanent change from heating and cooling, pro- 
vided they wore not strained or chemically altered. It therefore' 
possesses in a high degree the qualifications necessary to a scientific 
standard. Thus while the gas thermometer possesses several advan- 
tages as an ultimate standard it is practically impossible to use it in 
ordinary work, while the platinum thermometer, on tho other hand, 
when once standardised by comparison with the gas thermometer, 
can be readily used, and may be subsequently employed as a standard 
of comparison for other thermometers, and thus the elaborate precau- 
tions and special apparatus otherwise necessary for this purpose are 
avoided. The practical difficulty in tho comparison of thermometers 
is the maintaining of an enclosure at a constant temperature, but in 
the standardising of the platinum thermometer this difficulty is avoided 
by enclosing the spiral in the bulb of tho air thermometer. 

Assuming the simple formula R = Rj^(l + aOp)^ it follows that the 
temperature registered by the platinum thermometer when its 
resistance is K, will be 


"100 “ -Kd 


This will differ somewhat from the temperature 6 registered by the 
gas thermometer, because the assumed formula for B is not applicable 
through any extended range, but Callendar found that the difference 
of the indications of the two instruments may be represented through 
a very wide range with great accuracy by the parabolic formula 

-•{(ry’-fji}. 

where is a constant to be determined for the particular specimen of 
’ H. L. Callendar, PhU. Trans., 1887, p. 161. 
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wire employed, and may be obtained from a single observation of the 
boiling point of sulphur^ or mercury, or some other substance, whose 
boiling point 0 is accurately known. The first work of Callendar was 
soon afterwards confirmed by Principal Griffiths,'^ who found that 
the above formula possessed greater accuracy than even Callendar 
supposed.^ 

In the form adopted by Griffiths the platinum wire was 
wound on a roll of asbestos paper, its ends being soldered to thick 
copper leads (communicating with binding screws) which for the sake 
of , insulation were enclosed in narrow glass tubes. 

The great superiority of the platinum resistance thermometer over 
liquid-in-glass thermometers lies not only in its far wider range, but 
also in its comparative freedom from changes of zero. The wire when 
pure and well annealed has always sensibly the same resist^ince at the 
same temperature. Thus while it is difficult to attain an accuracy of 
^^^^th of a degree at temperatures as low as 200^" C. with a mercury 
thermometer, with a properly constructed platinum thermometer the 
zero does not vary by y^iyth of a degree at any temperature up to 
500° C., and in some of Callendar’s thermometers it was found not to 
change more than degree up to 1300° C. For temperatures 

below 700° C. the coil and leads may be enclosed in a tube of 
dimensions similar to* those of an ordinary thermometer, and the leads 
may be of copper or silver and the tube of hard glass. For accurate 
work at high temperatures platinum leads must be used, and the 
whole must be enclosed in a tube of glazed porcelain. For insulating 
the coil and leads nothing answers so well as mica.'* Most varieties of 
clay are apt to attack the wire at high temperatures, and the large 
mass of a clay cylinder reduces the delicacy of the instrument. The 
wire is preferably doubled on itself like an ordinary resistance coil and 
then wound on a thin plate of mica (Fig. 29), the leads being insulated 
by being made to pass through a series of mica wads cut to fit the 
tube containing the instrument. This gives very perfect insulation, 
and prevents convection currents of air up and down the tube. 

In order to eliminate the effect due to variation in the resistance of 
the leads, a pair of compensating leadSy consisting of a loop of wire of 
the same material and dimensions as the leads, are included in the 
instrument, and their terminals connected up so as to form part of the 

* See Callendar and Griffiths, J^hiL Trceiis,^ A, p. 161, 1887. 

E. H. Griffiths, Proc. Hoy. Soe., December 1890. 

^ For this reason it has been also proposed by T. Ewan and W. W. Haldane Gee 
to issue these thermometers as standards of comparison for liquid thermometers 
(Proc, Manchester Lit, and Phil, Soc., 1890-91, p: 357). 

* H. L. Callendar, Phil, Mag,, July 1891, p. 104. 
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adjacent arm of the Wheatstone’s resistance bridge. Thus an increase 
in resistance of the leads is balanced by an equal increase in the resist- 
ance of the compensating leads. By this means leads of any con- 
venient length and flexibility may be employed, and the 
observations will bo independent of the length of stem 
immersed.^ 

With a mercury thermometer, on the other hand, some 
portion of the stem must be exposed to the air, and the 
correction arising in this respect is so uncertain that it is 
now of fen avoided by using a series of thermometers of 
“limited scale.” Each of these must have at least two 
points of its scale specially determined. This has been 
hitherto done by means of substances of known boiling 
points and freezing points, but, as Griffiths has shown, ^ the 
graduation may bo more easily and accurately effected by 
comparison with a single platinum thermometer. Thus a 
single platinum thermometer may be used to do the work of 
a whole series of liquid-iri-glass thermometers with far 
greater accuracy and without the necessity of applying any 
troublesome and uncertain corrections.^ 

The method recommended by Callendar and Griffiths 
for standardising the platinum thermometer is by the 
observation of the boiling point of sulphur, on the sup- 
position that the temperature of the vapour of sulphur 
boiling under 760 mm. pressure is 444'’'53 C. on the air 
thermometer, allowing 0°*082 C. for each mm. of pressure 
different from this. This temperature of boiling sulphur 
was obtained previously from a series of very careful ex- 
periments.^ ' 

Thus when Eq and have been determined as well as 
K for some third known temperature (the boiling point of sulphur), then 
6fpfor this temperature becomes completely determined, and by substitut- 
ing in the formula for 6- Op the value of 6 is deduced. The deter- 
mination of the resistance in boiling sulphur is attended with difficulties, 
and requires a special apparatus, but it has been recently shown by 

^ For a full description of the instrument and tho arrangement of the Wheat- 
stone’s bridge, see an article by E. H. Griffiths in Nature, Nov. 1896, p. 39. 

® E. H. GrifHths, Brit. Assoc. Report, 1890. 

® Callendar and Griffiths, Rhil. Trans., 1891, A, ])p. 119-157. 

* An interesting series of experiments with this instrument on the melting point 
of silver has been described by Prof. Callendar in tho Philosophical Magazine, Feb. 
1892, p. 220. [Chappuis gives for tho boiling point of sulphur 444**3 C., which agrees 
well with the above.] 
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Griffiths and Clark that this determination may be avoided by assum- 
ing, in accordance with the observations of Dewar and Fleming, that 
the resistance of certain pure metals (including platinum) diminishes at 
low temperatures in such a way as to lead to the conclusion that at 
absolute zero it vanishes.^ This gives E = 0 when 0= -273, and 
consequently when a high order of accuracy is not a sine qua non^ and 
when the spiral is known to be tolerably pure, this value may be used 
with K^and to determine 8, and the instrument can be graduated 
by direct observations of R in steam and melting ice alone.^ 

Another form of resistance thermometer is that described *by Mr. 
W. N. Shaw.^ In this instrument one arm of a Wheatstone’s quadri- 
Shaw’s lateral is a platinum wire and the other three consist of platinum-silver 
* wire. The platinum wire and the alloy have different temperature 
coefficients, and consequently, if the arms of the quadrilateral are so 
arranged that a balance exists at any definite temperature, then at all 
other temperatures equilibrium will be destroyed, but the balance may 
be restored by shunting the platinum arm. This can be effected by 
connecting a resistance box in a suitable manner with the projecting 
leads, and the resistance of the shunt required to produce a balance 
may be employed to indicate the temperature when the instrument 
has been graduated. The wires of the quadrilateral are laid side by 
side and enclosed between two strips of india-rubber, so as to take the 
form of a narrow flexible ribbon which can be rolled round a cylinder 
or burette, the mean temperature of which is required. The gradua- 
* tion was effected by winding the ribbon on a metal cylinder, and 
immersing the whole in ice or a water bath, and taking readings at 
various temperatures. With a suitable galvanometer a variation of 
about 5 Jg of a degree of temperature may be detected. 

100. Calorimetric Method. — The* determination of the melting 
points of refractory metals by calorimetry has been studied by M. 
Violle.^ This method is convenient, and often employed to determine 
the temperatures of furnaces. For this purpose the law of variation 
with temperature of the specific heat of some metal, such as copper, 

* E. H. Grifliths and G. M. Clark, Phil. May. vol. xxxiv. p. 615, Dec. 1892. 
See, however, Art. 104. 

^ [A high degree of accuracy cannot be attained witli platinum thermometers 
unless special precautions are taken. Amongst others may be mentioned the 
. necessity of keeping all the resistance coils at a known uniform temperature. A 
full account of the difficulties encountered in work of precision With platinum ther- 
mometers will be found in the Report of the Kew Observatory Committee, by 
C. Chrse, Proc. Roy. Soc. vol. Ixvii., 1900.] 

® W. N. Shaw, Bril. Assoc. Report^ Bath, p. 590, 1888. 

^ Comptes RendiLSt tom. Ixxxix. p. 702, 1879. 
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platinum, or wrought iron, must be determined in advance. A portion 
of the chosen metal is then heated in the furnace, and when it has 
attained the temperature of the latter it is removed and placed in a 
calorimeter. The quantity of heat it gives Out in cooling in this 
instrument is measured, as explained in Chapter lY., and from this 
experiment the temperature of the mass of metal when placed in the 
calorimeter can be computed. This method is subject to a serious 
error in the loss of heat which inevitably accompanies the transference 
of the metal from the furnace to the calorimeter, besides suffering from 
all the •errors which attend such a difficult experiment as the deter- 
mination of a quantity of heat by means of a calorimeter. 

101. Expansion Method — Joly*s Meldometer. — The measurement 
of high temperatures by the elongation of a bar of metal has been 
frequently employed. The first pyrometer of this kind is attributed 
to Muschenbroeck, and others were devised in the early part of 
last century by Des Aguliers, Ellicot, Graham, Smeaton, Ferguson, 
Brongniart, Laplace and Lavoisier, and later by Pouillet.^ This method 
can be employed with accuracy only if the expansion is referred to a 
scale kept at a fixed temperature, as explained in Art. 108, and in this 
respect Pouillet’s pyrometer is superior to those previously employed. 
In Daniell’s pyrometer the relative expansion of a metal bar in an 
earthenware socket was used, and more recently Steinie and Harting'^ 
employed the expansion of graphite. Weinhold,-^ however, after in- 
vestigating this class of instruments, states that it is not possible to 
obtain trustworthy results by the relative expansion of solids. Wedg- 
wood's pyrometer^ depended on the contraction of a short cylinder of 
fine fireclay when exposed to a high temperature and then allowed to 
cool. Such an instrument, of course, could only give a very rough 
idea of the temperature of a furnace. 

[A form of high temperature thermometer, depending on the 
expansion of platinum, and capable of considerable accuracy, has been 
designed by Prof. J. Joly.® It is not intended for general thermo- 
metric work, its use being restricted to the determination of melting 
points and the observation of substances when exposed to a high 
temperature. For these purposes it is more convenient than any other 
form of instrument, on account of the ease and rapidity with which it 
can be manipulated, and the very small quantity of material required. 

, ^ See Art. “ Pyromotry,” Ency, Brit. 

^ Beckert, Zeitschr, f. Anal, Chem, vol. xxL, A, p. 284, 1882. 

® Weinhold, Pogg, Ann. vol. cxlix. p. 186, etc., 1873. 

A Described in Phil. TraiM.^ 1782, pp. 84, 86. 

® Proc. Roy. Irish Aead. vol. ii. p. 38, 1891. 



154 


THEORY OF HEAT 


GHAP. II 


As it is principally used to determine melting points it is called by 
the inventor a Tnddmmter, 

The instrument consists of a rectangular piece of slate cut as 
shown, Fig. 30, on which are affixed two forceps, one of which is 
rigid, and the other free to rotate about a vertical axis, the lower end 
of which axis dips into a trough of mercury, to ensure good electrical 

contact. Between 
the two forceps a 
])latinum ribbon AA 
.is kept stret^ed by 
a weak spiral spring 
attached to the axis 
of the movable for- 
ceps. Two binding 
screws at the back 
of the slate are in 
connection with the 
two forceps, so that 
the ribbon can be 
raised to any desired 
temperature — short 
of the melting point 
of platinum — by 
putting it in circuit 
with a battery and variable resistance. The temperature is esti- 
mated by the expansion of the platinum ribbon. To measure t^lis, 
a flat steel spring K is fixed to the far end of the movable forceps. 
When the micrometer screw S is moved forward, its platinum point 
makes contact with a small gold plate attached to the further end of 
K, and completes an auxiliary electric circuit through a galvanometer 
which is contained in the eye-piece of the microscope M. This affords 
a very delicate means of determining the exact point at which contact 
first occurs, and the deflection of the galvanometer needle can be seen 
without removing the eye from the microscope. As the arm K is 
flexible, the ribbon is not broken by accidentally screwing S too far. 
The forceps arc bent over at the ends to allow of the trough T being 
raised so as to surround the ribbon and exclude draughts. The cool- 
ing action of the forceps on the ends of the ribbon is compensated by 
tapering the ends and thus increasing the heating effect of the current. 
The substance whose melting point is to be determined is finely 
powdered, and a small portion of the powder placed on the ribbon. 
The temperature is then gradually raised till the particles, viewed 



KiK. 30. 
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through the microscope, are seen to flow. The instrument is calibrated 
by observing the expansion for a number of substances whose melting 
points are known. 

102. Thermo-electric Thermometers. — When a circuit is formed 
of wires of two different metals, and the junctions of the two metals 
are kept at different temperatures, an electric current will, in general, 
bo produced in the circuit, its magnitude and direction depending on 
the nature of the metals and the temperatures of the junctions. If 
one junction is kept at a steady temperature, e.g, by immersion in 
melting ice, the temperature of the other may be estimated by 
observing the deflection of a galvanometer included in the circuit. 

This method was first used by Becquerel in 1826, and afterwards 
more carefully studied by Tait, 11. Le Chatelier, and others.^ The 
dependence of the electromotive force on the temperatures of the 
junctions was investigated by Tait, who found that for many metals 
the thermo-electric power is a linear function of the temperature.*-* 
The couple' proposed by Tait for pyrometric purposes consisted of 
platinum and an alloy of platinum with 10 per cent of iridium. * Le 
Chatelier used a similar alloy, substituting rhodium for iridium. 

Two methods of measurement may be employed. The electro- 
motive force developed in the circuit may be balanced against a known 
electromotive force in a potentiometer, or the current may be 
measured by the deflection of a galvanometer. If the greatest pre- 
cision is required, the former method is preferable, as it is independent 
of variations in the resistance of the circuit; but the galvanometer 
method is simpler and can be used to give a continuous record. If 
a sensitive galvanometer or voltmeter of high resistance is employed, 
the deflection will be very nearly proportional to the electromotive 
force, as the resistance of the thermometer and leads will bo only a 
small part of the tofeil resistance. 

One of the best forms of this instrument has been designed by Sir 
W. 0. Koberts-Austen.3 The couple consists of platinum and iridio- 
platinum. The two wires are separated by a slip of mica and fused 
together at the ends. In some cases the couple is protected by a thin 

^ E. Becquorel, Ann, de Chimie et de Physique^ torn. Ixviii. p. 49, 3*^, 1863. 
Kosotti, Ann, de Ghimie et de Physique^ 5«, tom. xvii. p. 177, 1879. Tait, Edin, 
Phil, Trans, vol. xxvii. H. Lo Chatelier, Journ, de Phys. 2®, torn. vi. p. 23, 1887. 

^ See J. J. Thomson's Elements of Electricity and Magnetism for a discussion of 
the phenomena of thermo-electricity. 

* A full description is given in an article by A. Stansfield, Phil, Mag,, July 1898. 
He finds that for a platinum and iridio-platinum couple the contact electromotive 
forbe is a linear function of the temperature, while the thermo-electric powder is 
not so. 
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tube of porcelain or fireclay. It can be rendered more sensitive by 
keeping the cold junction at a moderately high temperature, such as 
that of boiling sulphur instead of melting ice ; for if the whole interval 
of temperature is diminished, the variations are relatively greater. 
For measuring constant temperatures the null method with a potentio- 
meter is used j for obtaining continuous records a mirror galvano- 
meter is used, a spot of light being reflected from the mirror on to 
photographic paper, which is kept moving uniformly. In this way 
the curves of cooling of various metals during solidification have been 
obtained by Stansfield.^ • 

Fig. 31 shows a simple form of instrument with a galvanometer. 

The couple is protected by a porcelain tube 
which can easily bo removed. Inside are 
two small reels of platinum and iridio- 
platinum wire, so that if the couple should 
bo destroyed at any time, it is only neces- 
sary to unscrew the reels, pull out a little 
wire, fuse the ends together again, and the 
couple is ready for use. In this simple type 
no special provision is made for keeping the 
cold junction at a uniform temperature. Each division on the scale 
represents 10'' G. 

Thermo-electric thermometers are not capable of such accurate 
measurements as resistance thermometers, are less reliable than the 
latter, and should be standardised at intervals. Their cost is less, 
however, and there is no insulation difficulty, so that they can easily 
be used up to 1600'' C., which is a higher temperature than resistance 
thermometers are usually constructed to withstand. The lag also is* 
■ less than in resistance thermometers, so that they are specially adapted 
for giving continuous records of rapidly varying temperatures. 

Refrac- 103. Other Methods. — An optical pyrometer, based on the varia- 
tivity of a qJ rcfractivity of a gas with temperature, has been proposed 
by D. Berthelot.2 If /x is the index of refraction of a gas, then /x - 1 
is proportional to the density (Gladstone and Dale’s law. See Theory 
of Light, Art. 84). This law has been verified by Chappuis and 
Rivifere for pressure changes, and by Benoit as well as by Chappuis 
and Riviere for temperature changes. If now a beam of white light 
is split up into two, which are allowed to pass through two tubes, and 
then caused to produce interference fringes, the central interference 

* Loc. ciL 

^ Comptes Jtendus, April 1895. Tlie variation of refractivity of gases with tem- 
perature has been studied by G. W. Walker {Phil, Trans,, A, vol. cci., 1903), 
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band will be displaced if one tube is heated. By altering the 
pressure in the other tube the band can be restored. The alteration 
of pressure in the cold tube gives a measure of the temperature of the 
hot tube. This method could be applied to the measurement of very 
high temperatures. The chief objection to it is that the ends of the 
tube would be cooler than the middle portion. Berthelot proposes to 
eliminate the end effect by making experiments with tubes of different 
lengths, and finding the displacement due to the middle portion alone 
by difference. It might, however, not always be possible to apply 
this ccffrection. 

The viscosity of a gas increases with temperature, the volume also Viscosity 
increases with temperature if the pressure is constant. If, then, gas ^ 
under pressure be allowed to escape through a capillary tube, the 
rate qf efflux will decrease rapidly with temperature. The relation, 
however, does not appear to bo a very simple one. 

Pyrometers founded on this principte have been suggested by 
Barus ^ and later by Callendar. A simple form of apparatus designed 
by A. Job ^ is the following. Gas is liberated by electrolysis in a 
closed vessel, the only exit being by a capillary tube. The gas being 
disengaged at a uniform rate, the pressure, which can bo measured by 
a manometer, rises until the efflux is equal to the rate of production 
of the gas. When a steady state is attained, the pressure gives a ' 
measure of the temperature of the capillary tube. This instrument 
was graduated by comparison with the thermo-electric pyrometer of 
Le Chatelier. 

A very interesting form of apparatus is Prof. Callendar’s Tmnsjfiror Callendar’ 
iion Balance'^' The idea of measuring the resistance offered to the flow 
of a gas through a small aperture by an arrangement similar to the Balance. 
Wheatstone’s bridge in electrical measurements was first suggested 
by W. N. ShaMf. The complete analogy to the platinum resistance 
thermometer was carried out by Prof. Callendar. The fine wire 
resistances are replaced by a graduated series of fine tubes, which can 
be short-circuited by taps of relatively large boro corresponding to 
plugs of negligible resistance. The galvanometer is replaced by a gas- 
curreqt-indicator or rheostat, consisting of a delicately suspended vane 
which would be deflected by a current of gas. The pyrometer consists 
of a fine platinum tube. A steady flow.of gas being kept up through 
the apparatus, if the platinum tube is heated, an increased resistance 
is offered to the passage of the gas, owing to its increased volume and 

^ Geological Survey of IT.S,^ 1889. 

^ Comptea Rendua^ Jan. 1902. 

8 See Naiurej March 1899. 



158 


THEORY OF HEAT 


CHAP. II 


Petroleum 
ether ther- 
mometer. 


viscosity. This causes a deflection of the vane, which can be balanced 
by shutting off some of the short-circuiting taps in the adjacent arm of 
the bridge. The resistance duo to heating is thus measured, and the 
temperature deduced. As in the case of the platinum thermometer, 
the pyrometer is provided with “ compensating leads.'* 

In pottery works Prinsep's alloys have commonly been used to 
determine the temperature of the furnace (see p. 97), or Seger's 
“ normal pyrometric cones.'*^ These latter are cones of fusible clays 
of graduated melting points, like Prinsei^s alloys. These rough 
methods are being superseded by the use of platinum thermometers. 

The superior limit of temijerature at which the pyrometers here 
described can be used is about 1500° C. or 1600° C., often much less. 
For higher temperatures recourse must be had to methods in which 
the intensity of radiation from a heated body is measured. The dis- 
cussion of these methods will be found in the chapter on Radiation 
(see Chap. VI.). 

104. Low Temperature Thermometry. — In view of the import- 
ance which low temperature research has assumed in recent years, 
owing to the work of Wroblewski and Olszewski, Dewar and Fleming, 
and others, the need of some convenient and accurate method for 
measuring very low temperatures has been increasingly felt. The 
difiiculties encountered are of a somewhat different nature from those 
which are met with in the measurement of high temperatures. The 
extrapolation has not to be carried so far — absolute zero being only 
273*^ below 0° C. — and there is no difficulty in finding a suitable 
material for the bulb of a liquid or gas thermometer; but, on the 
other hand, liquids solidify and gases liquefy when the temperature is 
sufficiently reduced. Mercury freezes at - 38°‘8 C. and alcohol at 
- 111°'8C., thermometers containing these liquids can therefore not 
be used for lower temperatures. 

A liquid-in-glass thermometer has been constructed by L. Holborn*^ 
which can be used down to the temperature of liquid air. The liquid 
used is obtained by distilling petrdleum ether, boiling at 33° C., and 
obtaining therefrom a more volatile portion boiling at about 20° C., 
with which the bulb is filled. This distilled petroleum ether^ remains 
liquid, though somewhat viscid, at -190°C. It is not a definite 
compound, but a mixture of several substances. This is a dis- 
advantage, but its fluidity at such low temperatures is due to its 
being a mixture (see Art. 176). 

It is well known that gases deviate farthest from Boyle’s law when 

1 ThAininiridustrie’ZeUuntj, pp. 136, 145, 168, 1886. 

“ Aivn, der Physik, Oct. 1901. 
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near liquefaction, and hence it might be supposed that the standard Gas ther- 
hydrogen thermometer would become untrustworthy at temperatures * 
approaching the liquefying point of hydrogen. Olszewski^ has found, 
however, by comparing thermometers containing oxygon, nitrogen, and 
nitric oxide with a hydrogen thermometer, that these gases can be 
used to measure temperatures near their liquefying points with an error 
of not more than 2°C. Later experiments by Prof. Dewar have 
shown that the discrepancy is considerably less than this. Two 
thermometers filled with hydrogen prepared (1) clectrolytically and 
(2) byt disengagement from palladium previously saturated with the 
gas gave - 182°’2 C. and - 182‘’-7 C. as the boiling point of oxygen at 
atmospheric pressure, while a thermometer filled with oxygen gave 
- 182°*3. The boiling point of liquid air by the oxygon thermometer 
was - 189°'6 and by a carefully standardised gold resistance thermo- 
meter - 189° *7. Similarly the boiling point of hydrogen registered 
by the hydrogen thermometers was - 263°*0 and - 253°‘4, while a 
helium thermometer gave -- 252°*7 and - 252°*8. These results 
indicate that a gas thermometer can be relied upon even at the 
liquefying point of the gas it contains. 

Platinum resistance and thermo-electric thermometers can also be Resistance 

employed for the riieasuremeiit of low temperatures, and are 
1 . * 1 . , . ^meters, 

doubtedly very convenient to use. According to the experiments of ’ 

Dewar and Fleming,^ the resistance of all pure metals diminishes in 

such a way as to indicate that it would vanish or nearly vanish at 

absolute zero (see Fig. 32). The resistance of an alloy, however, 

diminishes far less rapidly and may even increase. At very low 

temperatures the slightest impurity in a wire of a single metal has an 

enormous effect in increasing the resistance, and hence, by taking the 

resistance of a metal when immersed in liquid air, a very delicate test 

of its purity is afforded, so much so that Prof. Fleming considers that, 

as an analytical method, it ranks almost with the spectroscope. This 

effect is very marked in the case of bismuth.^ 

^ Wied. Ann.f vol. xxxi. p. 68, 1887. 

- Proe, Roy, Soc, vol. Ixviii., 1901. The atmospheric pressure varied in these 
experiments from 760*6 to 772*5 mm. 

3 Phil. May., Sept. 1893. 

* Kamerliiigh Onues has shown that the elcctiical resistance of pure metals is 
extremely small at very low temperatures, and at the liquefying point of helium, 
there is a further sudden diminution of resistance, so that in a circuit of pure 
mercury, for instance, a current will circulate for hours without the application of 
any electromotive power. Helium liquefies at -268'"*6C. The supia-conductive 
state, as it is called by Onnes, disappears in a strong magnetic held. For an 
account of theories of electronic conduction, with references to Onnes’ papers, see 
0. W. Richardson's Electron Theory of MaJttcr, chap. xvii. (1916). 
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It follows that, even if the law originally suggested by Arndtsen 
— that the resistance of pure metals is proportional to the absolute 
temperature — should be verified for very low temperatures, it would 
be unsafe to trust the purity of even the most carefully prepared 
metals at the lowest attainable temperatures, unless each specimen 
were compared with a hydrogen or helium thermometer at these 
temperatures. The physical conditiohs of the wire might also have to 



Temperature in Platinum Degrees, 

Fig. 82. 


be carefully attended to. Thus, in the case of bismuth, it was found 
that a powerful transverse magnetic field ^ at ordinary temperatures 
rather more than doubled the resistance of a wire; but, when immersed 
in liquid air, the resistance was increased to 150 times its normal 
amount at that temperature by the application of the same magnetic 
field. 

Prof. Dewar^ has compared the readings of resistance thermometers 

^ Dewar and Fleming, Proc. Roy, Soc, vol. lx. p. 425, 1896-97. The strength 
of the magnetic field was 21,800 C.G.S. units. 

Proc, Roy. Soc. vol. Ixviii. p. 360, iooi. 
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of various metals at the temperature of liquid hydrogen. Using the 
formulae of Art. 99, he found that the readings of all the thermo- 
meters were too high. The best results were given by the gold and 
platinum thermometers, the former registering -- 2 4 9° ‘4 and the latter 
- 243°'6, the correct value being - 252°’7. The resistance of these 
metals appears to become almost constant in the neighbourhood of 
this temperature. This shows that the conclusion first arrived at — 
that the resistance would probably vanish at absolute zero — is not 
borne out by the later experiments. Whether we attribute this result 
to resi(fual traces of impurity in the metals used, or to a genuine 
change in the mode of variation of resistance, it is clear that resistance 
thermometers cannot at present be trusted at such low temperatures. 

Thermo-electric thermometers, if carefully standardised by com-Thenno- 
parison with gas or platinum thermometers, are also very convenient 
to use in the measurement of low temperatures. The mode of varia- meter, 
tion of thermo-electric power of a largo number of metals haer been 
determined by Dewar and Fleming,^^ Their experiments were carried 
out at temperatures ranging from the ordinary temperature of the 
atmosphere to that of liquid air. 

At the present time, the hydrogen or helium thermometer must be 
regarded as the standard instrument for low temperature research. 

Gas thermometers are, however, very troublesome to work with, owing 
to their bulk, their slowness in adjusting themselves to the temperature 
of their surroundings, the precautions to bo observed and the correc- 
tions which have to be made. For temperatures which are not lower 
than - 200° C., the platinum resistance thermometer is much more 
convenient to use and gives accurate results.] 

* ThiL May. vol. xl. p. 95, 1895. 
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CHAPTER HI 


DILATATION • 

SECTION I 

DILATATION OF SOLIDS 

1 06. Cubical Expansion. — In approaching the subject of expansion 
by heat it is necessary to bear distinctly in mind the exact meaning, 
and mode of measurement, of temperature. It being agreed to measure 
changes of temperature by changes of the volume of some substance, 
under given conditions of pressure (hydrogen for example under 
constant pressure), we have then by definition a distinct relation 
between the volume and .temperature of this substance, of the form 

V = Vo(l-fa»). 

In this formula is the volume at the chosen zero of temperature, 
and equal changes of temperature are measured by equal changes of 
volume of this substance. The change of volume for one degree of 
temperature is aV^, and a is a constant throughout the whole scale. 

For other substances we might still retain a formula of the same 
shape in which a must be replaced by a function of the temperature, 
and the general expression for the volume at any temperature 0 will 
be of the form 

where 

a — rt + + etc. 

For most substances the coefficients ft, r, etc., diminish very rapidly 
and the equation V = Vo(^ "*■ holds very approximately when a is 
regarded as a constant for each particular substance. 

In the foregoing equations it is tacitly assumed that the volume 
of any substance under constant pressure js always the same at the 
same temperature, that is, that the volume, under given conditions of 
pressure, is a function of the temperature. This assumption will be 
legitimate if the volume depends only on the temperature and 
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pressure, and this appears to be the case. Apparent exceptions 
occur in such substances as glass, in which the previous treatment 
becomes a factor of importance and modifies the characteristics of 
the substance. The volume in such cases is not always the same at 
the same temperature, but it is to be observed that here we are not 
sure that the conditions of pressure are the same throughout the 
mass. In fact the well-known case of Rupert’s drops indicates that 
glass which has been suddenly cooled is subject to intense internal 
stress, and the recovery from such stress is a very slow process. The 
process *of “annealing” has been specially devised to obviate such 
abnormal conditions in solids. In the case of fluids there is, how- 
ever, apparently no reason why the volume should not always be 
the same at the same temperature and ^under the same external 
pressure. 

The mean coefficient of expansion between any two temperatures 
has already been defined as the mean increase in bulk of a unit 
volume per degree of temperature or 

V' - V 

\{0'-ey 

If the difference of temperature - 6 be taken very small, the 
change of volume V' - V will also be very small, and denoting these 
by d$ and dV respectively, the coefficient becomes 

V coefficient). 

This expression may be termed the inie coefficient of expansion at 
the temperature d. 

Another coefficient is sometimes used which may be termed the 
zero coefficient of expansion. In this the zero volume replaces V 
as indicated by the expression 

, J "J* . . . (zero coefficient). 

Fn the case of the standard thermometric substance, it is this zero 
coefficient of expansion that appears in the equation 

V = Vo(l+a(?), 

and in this case a is absolutely constant, whereas the true coefficient 
will be aVJYy and this varies inversely as V. 

[In the equation given above, viz.— 

a = a + hd-^- c0^ + etc. , 

a is the msau coefficient of expansion between O'" and O'". This is the 
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coefficient used in correcting for the expansion of the bulb of the gas 
thermometer. The zero coefficient of expansion would of course be 

a + 266^ -f 3c^ + etc. ] 

» 

Cor. If the true coefficient of expansion be a constant a, the 
relation between volume and temperature is 



or 

106. Apparent Expansion. — In the case of fluids contained in a 
solid envelope which acts as a measuring flask, we have another 
coefficient termed the coefficient of apparent expansion. In this case 
the rise or fall of the surface of the fluid in the neck of the flask indi> 
cates the apparent change of volume of the fluid. 

Let Vrt be the apparent volume of the fluid at the temperature 6/, 
and let Vq be its real volume at zero. Thus the flask may be 
standardised and graduated at zero so that the volume indicated at 
this temperature is the real volume of the fluid. In this case the 
coefficient of apparent expansion is defined by the equation 

\\rrW^[\+ae) ( 1 ) 

The relation between the coefficient a and the real expansion of 
the fluid nniy be easily determined. For the real volume of the 
fluid is 

V = Vo(l + a(/) (2) 

and if (j denotes the coefficient of cubical dilatation of glass (or the 
material of the flask) we have also 

V.-=V«(H !/») . . . ' . . . (3) 
since is the internal capacity of this portion of the flask at zero. 
Hence equating (2) and (3) we have 

V„(H 

And using (1) we obtain 

or approximately, since all the coefficients are small, 

a=a + fjr. 

107. Linear and Superficial Expansion. — In the case of bars the 
elongation of linear expansion also comes into consideration. In thjs 
case the coefficient of linear expansion is defined as before, as the 
elongation per unit length for one decree change of temperature. If 
I denotes the length of the bar at temperature By and its length at 
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zero, the true coefficient of linear expansion at 0 will be 

1 M 
i lie" 

and the zero coefficient will be 

\ di 
T^de' 

Denoting the latter by A we have the general equation 


since A may be regarded as approximately constant. The rela- 
tion connecting the linear and cubical dilatations is easily found. 
For the volume at temperature ^ of a cube whose side is Iq at zero is 
l^(\ + A^)^ and the volume of the same cube is Vq(1 + aff). But - Vq, 
therefore 


or approximately 


l+od = (l + X0)-*, • 
a = 3X. 


. The coefficient of superficial expansion is defined in the same 
manner and may be shown to be twice the coefficient of linear 
expansion. 

108. Determination of the Linear Expansion of Bars — Method 
of Comparator. — The usual mode of determining the coefficient of 
linear expansion of a substance is by the direct observation of the 
change of length of a bar of the material, the measurement of the length 
and change of length being referred to a scale kept at a fixed tempera- 
ture. This method is applicable when bars of suitable length can be 
procured and was adopted by Ramsden to estimate the linear expansion 
of the bars used by General Roy ^ in his measurement of a base-line 
on Hounslow Heath. 

The form of apparatus used by Ramsden is shown in outline in 
Fig. 33, and consists essentially of three troughs fixed parallel to each 
other. The middle trough contains the bar to be experimented on, 
and can be heated by lamps placed underneath. The first and third 
troughs contain each an iron bar packed in broken ice so that they are 
kept constantly at a fixed temperature, and furnish a fixed length with 
which the length of the bar in the middle trough may be compared. 
In order to carry out this comparison the e)ids of the bars are furnished 
with adjustable, uprights carrying lenses, eye-pieces, and cross wires. 
The first bar carries an eye-piece at each end supplied with a cross 
wire, and the middle bar is supplied at each end with a lens, so that 
each of these lenses acts as an object-glass to the corresponding eye-piece 
on the first bar. The lenses on the middle bar and the eye-pieces on 

^ Roy, Phil. Tram.^ 1785, p. 461. 
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the first thus constitute two telescopes, and these are adjusted so as to 
view two cross wires . supported on the ends of the third bar and 
illuminated by mirrors situated behind. Since the first and third bars 
, are kept in melting ice the eye-pieces and cross wires attached to them 
remain fixed, but when the temperature of the bar in the middle 
trough changes, the object-glasses attached to it will be displaced. In 
making an experiment the three troughs are filled with ice and the 
apparatus adjusted so that the images of the cross wires on the third 
bar are in exact coincidence with the cross wires of the eye-pieces, and 
matters are so arranged that the middle bar is fix;,ed at one 6nd and 
free to move at the other so that when the temperature rises the lens 
at this end alOne will move. If the other end should move during the 


(3) Cross A 
wire. . ™ 




33 . 


experiment it can be easily detected and allowed for. Hot water is 
now placed in the middle trough and the temj^erature kept as 
stationary as possible by means of the lamps underneath. The bar in 
this trough expands and the object-glass on the free end is displaced by 
an amount I ~ where I is the length of the bar at the temperature ^ 
of the bath and If, its length at zero. This displacement is measured 
by a very fine micrometer screw. By means of this screw the lens 
may bo moved back into its original position so that the image of the 
distant cross wdre is again sui)erposed on the cross wire in the eye-piece. 
The length I - Iq being thus determined, the mean coefficient of expan- 
•sion of the bar between 0** and is 

In Ramsden’s apparatus the micrometer was not attached to the 
object-glass on the end . of the middle bar, but to the eye-piece at the 
end of the first bar. Coincidence of the cross wires was then restored 
by moving the eye-piece. This displacement of the eye-piece was not 
' '^tiie expansion I - Iq, but greater than this in the ratio of the distance 
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between the first and third bars to the distance between the second 
and third. ‘ By attaching the micrometer to the object-glass on the 
middle bar the necessity for determining these distances is avoided. 

The parallelism of the three bars is desirable, but excessive pre- 
caution in this respect is not absolutely necessary. 

[In the measurement of lengths by means of graduated rules it is 
important to know accurately the'coefficient of linear expansion of the 
material. Also, as has been pointed out in the preceding Chapter, in 
accurate work with the gas thermometer, a knowledge of the cubical 
coefficient of expansion of the material of the reservoir is necessary. 
It is usual to retain two terms in the expressions, for these coefficients. 
Thus, putting 

we get 

= V„{l + 3a^ + 3(a2 + 6)^}, 

neglecting 6^ and higher powers. The mean coefficients of linear and 
cubical expansion are therefore a-^hS and Za + + h)d respec- 

tively. 

Ramsden’s method has been much improved and elaborated. In 
the determination of the expansion of the iridio-platinum standards of 
length adopted by the Bureau International, the comparator method 
was used. In the apparatus employed, the bar of material experi- 
mented on rests freely on rollers and is entirely enclosed in a 
double -walled box provided with glass windows through which 
the ends of the bar and the enclosed thermometers can be observed. 
A steady flow of water is kept lip through the space between 
the walls of the box, the temperature being regulated by a ther- 
mostat arrangement. The expansion is measured by observing 
the displacement of a mark near each end of the bar by means of 
micrometer telescopes mounted on massive stone pillars. The box 
containing the bar is mounted on rails, and can be run aside and 
another exactly similar one substituted. This latter is kept at a 
constant temperature throughout the experiments, and thus any slight 
variation in the distance between the micrometer’ telescopes eliminated 
from the observations.^ 

The method* here adopted of observing marks on the expanding 
bar, removes an objectionable feature in Ramsden’s apparatus. The 
object-glasses (Fig. 33) have to be raised some distance above the bar 
to which they are fixed, and hence any slight bending of the bar due 

* > A full description of this apparatus, with diagrams, is given in Guillaume's 
Thermomitrie de Precision. 
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to unequal heating, or unequal strain in the material, may cause them 
to converge or diverge appreciably. 

The apparatus just described is intended for use within moderate 
ranges of temperature only. For this purpose it is neither so con- 
venient nor so delicate as Fizcau’s method, as described in the section 
dealing with the expansion of crystals. It is important, however, 
that estimations of the values of coefficients of expansion at high 
temperatures should be directly made, particularly in the case of 
materials used in high temperatiire gas thermometry. Fizcau's 
apparatus would not easily lend itself to such a modification, Jbut the 
method of the comparator has been adapted to this purpose by Bedford,^ 
Holborn and Day, and Holborn and Gruneisen. 

The method employed* by Holborn and Day ^ for determining the 
expansion of Berlin porcelain between 0"* C. and 1000“ C. was as ■ 
follows. A rod of unglazed porcelain about half a metre long was en- 
closed in a porcelain tube, and this again in a second tube. The innei* 
tube was heated by a coil of nickel wire which could be raised to 
incandescence by an electric current. Two marks, scratched on the 
rod near the ends, were viewed through holes in the surrounding tubes. 
The temperature was measured by a thermo-couple. The expansion 
of several metals and alloys was similarly determined. In the same 
way Holborn and Gruneisen measured the expansion of Jena glass 
59^“ as well as of Berlin porcelain. An important result of these 
experiments was to show that the expansion of porcelain is irregular 
and cannot bo represented accurately over any long interval by a two- 
term function. This shows the danger of extrapolating the results of 
experiments conducted at lower temperatures.] 

109. Method of Laplaee and Lavoisier. In the method devised 
by MM. Laplace and Lavoisier, the expansion / — /„ is not directly 



Fig. 34. 


measured, but is amplified into a much greater length by means of a 
lever arrangement. The bar (Fig. 34), whose expansion is to 
^ PhiU Mag., Jan. 1900. 

* Ann. der Physik, Bd. iv. p. 505, 1900. Preuss. Akad. der iriss., Berlin, Bd 
xliv. p. 1009, 1900. 

» ^ Ann. der Physik, Bd. iv. p. 136, 1901. 
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be measured, is fixed at one end, but f^ee to move at the other, 
which presses against the stiff arm of a lever. The other end of this 
arm carries a telescope directed towards a distant vortical scale. 
When the bar expands it pushes the arm before it, and turns the 
telescope round a horizontal axis, as shown (exaggerated) in figure. 

If a be the length of the arm, and h the distance of the axis of 
rotation of the telescope fiom the fixed scale, and 8 the observed 
displacement on this scale we have at once 

i 

• a b 

Hence the mean coefficient of linear expansion is given by the 
equation 



In this method, although the distance 8 may be very much larger 
than I - /q, yet there are many sources of error attending the accurate 
estimation of the quantity a, and any error in this gives rise to a 
proportional error in the value of A. 

110. Relative Expansion. — Differential Method — A differential 
method of observing the expansion of a bar, by comparison with 
another of known coefficient of expansion, was suggested by De IjUC,^ 
and adopted by. Borda,- to determine the expansion of the bars used 
in the measurement of the French meridian degree. 

Two bars, AB and A'B' (Fig. 35), are fastened together at one end, 
AA', and are free to slide on each other, during expansion, through- 



Kik. H.'i. 


out their entire length, to their other ends. At their free ends, BB', 
they are graduated so that the two scales constitute a vernier which 
measures the relative expansion of the bars. The longer bar is made 
of platinum, and the shorter may be of any other metal which it is 
desired to compare with platinum. 

A pair of bars arranged in this manner indicates its own temper- 
ature, for if the reading of the vernier bo noted when the system is 
at 0° and 1 00°, or any other two known temperatures, the temperature 
of the apparatus may be deduced at any other time by means of the 
reading of the vernier alone. 

^ Do Luc, Journal de Physique de DelainUheric ^ toni. xviii. p. 1781. 

Sec Biot's TraUe de Physique^ tom. i. i). 164. 
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When the coefficient oi absolute expansion of the platinum bar 
is known, that of the other can be inferred, and, in this manner, 
Dulong and Petit determined the expansion of several solids. 

Different specimens of the same metal vary considerably in their 
physical properties, on account of impurities, or different mechanical 
actions to which they may have been subjected. For this reason, the 
coefficient of expansion obtained for any metal will depend on the 
specimen employed, and considerable discrepancies exist between the 
results obtained by different observers. Hence, if the expansion of 
any particular bar is required accurately, it must ,bc determined by 
direct observation, for it cannot bo assumed to be the same as that 
of any other specimen of the same material. 



SECTION II 

DILATATION OF LIQUIDS 

111. Comparison of Densities. — In the case of fluids wc have to 
deal with the cubical expansion only, and, as in the case of solids, the 
approximate formula, 

may be employed, when a is regarded as a constant, namely, the 
coefficient of absolute expansion at zero. 

In general, liquids are more highly expansive than solids, and it 
is for this reason that the level of the mercury rises in the stem of a 
thermometer when the instrument becomes warmer. Such an in- 
strument is, therefore, well suited to the measurement of the relative 
or apparent expansion of a liquid, and, if the absolute exjmnsion of the 
glass of the instrument be known, the absolute expansion of the 
liquid can be deduced by means of the formula of Art. 106. The linear 
expansion of glass may be found by the methods of the foregoing 
section, and from this the cubical ox 2 >ansion is deduced by means of 
the formula a = 3A. Having determined the cubical expansion of 
glass in this manner, Lavoisier ^ and Laplace deduced the coefficient 
of absolute expansion of mercury by the comi>arison of the mercury 
thermometer with a standard air thermometer between 0° and 100° C. 

The weight thermometer (Art. 75) also gives the apparent ex- 
pansion of the liquid with which it is filled, and, when the dilatation 
of the glass is known, the absolute expansion of the liquid is obtained. 
In this manner, Regnault deduced the absolute exx>ansion of mercury 
by comparing the indications of an air and a weight thermometer 
immersed in the same bath. The bulb of the air thermometer was a 
long cylinder of glass, and its linear expansion was measured by 
direct observation. 

^ The inference of the cubical expansion of one piece of glass from 

* M^moires de Lavoisier^ tom. i. p. 308. 
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the linear expansion of another is a procedure which is scarcely 
allowable in very accurate scientific work, owing to the difference in 
the properties of different specimens of the same substance, arising 
from impurities and previous treatment. Wo have seen that all 
solids are more or less, and glass especially, subject to this malady. 
It is desirable, therefore, that some method should bo devised for 
measuring the expansion of liquids, which does not involve the ex- 
pansion of the enclosing envelo23C. 

Such a method is afforded by the comparison of the densities of 
the liquid at different temperatures. Thus, if and deifote the 
volume and density of a given mass of the liquid at 0°, and V and p 
the volume and density of the same mass at any other temiierature 0, 
we have 

VoPo=V/J. 

But since 


it follows that 


V=Vo(l + ad), 


P 

Here, then, wo have the means of determining the coefficient of 
absolute expansion of any liquid by simply comimring its densities at 
two different temperatures. There are two general methods of com- 
paring the densities of liquids. The first depends on weighing equal 
volumes of the liquids, or on weighing a solid in the liquids and 
observing the loss of weight. In this method the expansion of the 
solid would again aiq^ear and conq^licate the ojieration. 

The ratio of the densities of two liquids can, however, be de- 
termined directly by balancing a column of one against a column of 
the other in a U-tube ; their densities are then in the inverse ratio of 
the heights of the corresponding columns above their common inter- 
face. This method may, therefore, be applied to compare the densities 
of two columns of the same liquid at different temperatures. It is 
founded on the principle stated by Boyle, that if the pressures of two 
columns of the same liquid at different tem^ieratures are equal, their 
heights are inversely as their densities. By this means, then, the 
complications introduced by the expansion of the vessel in which it 
is necessary to enclose the liquid, are entirely got rid of. 

112. Method of Equilibrating Columns — Experiments of Dulong 
and Petit. — The principle of the method of equilibrating columns, as 
adopted by Dulong and Petit,^ in their experiments on the absolute 
expansion of mercury, is illustrated in Fig. 36. The mercury to be 

' ^ Dulong and Petit, Ann. de ChivvU de Physique, 2<>, tom. vii. p. 113, 1817. 
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experimented on is contained in a two-arm tube, AA' BB', one arm of 
which, AA', is kept in a chamber filled with broken ice, and the other, 
BB', is surrounded by a bath which can bo heated to any temperature 
desired. The cross-tube, A'B', is much smaller in boro than the 
upper arms, and is arranged so that its axis is accurately horizontal. 
This being secured, the heights of the surfaces at A and B above the 
axis of the cross-tube, when equilibrium is attained, will be inversely 



Pix^ 8«'t. 


as the densities of the mercury in the corresponding arms. Hence, if 
AA' be at 0^, and BB' at O'" C., wo have 


where h is the height of the surface B above the axis of the horizontal 
tube, and that of A above the same level. Hence the mean co- 
efficient of absolute expansion of mercury between the temperatures 
0° and O'" C. is given by the equation, 


hoe 


The determination of a is thus reduced to the measurement of the 


heights h and h^. 

Strictly speaking, equilibrium is never secured in this experiment, 
for, on account of the difference of density, there will always be two 
feeble currents in the cross-tube — an upper current from the hot arm 
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into the cold arm, and a lower current in the reverse direction. At 
the level of the axis of the tube, equilibrium may, however, be 
regarded as existing, and it is for this reason that the heights h and 
Jiq are measured from the axis of this tube. In order to reduce this 
flow the bore of the horizontal tube is made narrow, but still wide 
enough to allow of equilibrium being freely established. The vertical 
branches, on the other* hand, are about 2 cm. wide in their upper 
p'arts, so that no error may be caused in the difference of height 
h - by capillary depression. If these tubes were narrow, and yet 
of the same boro, such an error would be introduced into A - 7/J by the 
difference of temperature of the arms, for the capillary depression (or 
elevation) of a liquid in a tube depends on the temperature, being less 
at high than at low temperatures. 

At the beginning of the experiment the arm AA' was jacketed with 
’ ice, and the arm BB' was encased in a copper cylinder containing oil, 
and heated by a furnace. Mercury was poured into the tubes till the 
free surface in the hot tube rose approximately into view above the 
bath chamber. When the temperature of the bath became stationary, 
a few drops of mercury at zero were added to the cold arm so as to 
bring the surface of the mercury in the warm arm into view over the 
top of the bath cylinder. A door in the ice jacket was then opened, 
and some of the ice removed, so that the surface of the mercury in the 
cold arm could be seen, and the heights h and Uq determined. The 
temperature of the bath was registered by means of an air thermometer 
with a long cylindrical bulb, and also by a weight thermometer. The 
bulbs of these thermometers being long, they were supposed to 
indicate the mean temperature of the bilth, and this was taken to be 
the average temperature of the mercury in the arm BB'. 

The heights h and \ were determined by means of a specially 
constructed cathetometer, which read directly to .^V^h mm., and by 
estimation to -Vth mm.. The surface of the hot column was first 
observed, and then the surface of the cold column. This gave 
the difference of level The height was determined by 

measuring the distance between the surface of the mercury and a fixed 
reference mark near the top of the mercury column. This reference 
mark was carried by an iron rod which passed down through the ice 
jacket, and its distance from the axis of the cross-tube was determined 
accurately once for all. 

At high temperatures the air and weight thermometers ^ gave 

’ In such an investigation as this it is of course illegitimate to employ a weight 
thermometer or any liquid-in-glass thermometer, unless it has been standardised by 
comparison with an air or gas thermometer. 
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discordant results, so that the indications of the fo!*mer were used 
exclusively by Dulong and Petit. The following table contains the 
results of their experiments. It gives the mean coefficient of 
expansion between 0° and 100% O'’ and 200% 0® and 300", on the air 
thermometer with the corresponding indications of the weight 
thermometer. Between 0® and 1 00° the coefficient is nearly constant, 
but it increases as the temperature becomes more elevated. 


Air Thermometer. . 

Weight Tiiermoineter. 


Mean Coefficient 

a. 



0“ 

max. 

min. 

mean. 

100'' 


100“ i 

1 

5547 

1 

5552 

1 

5650 

200“ 


204“ *61 

1 

54111 

1 

54:11 

1 

.5425 

»00“ 


314“*1.5 

1 

5iW» 

1 

5:iow 

1 


In this form of the experiment it is not easy to secure that the 
mean temperature of the bath surrounding the thermometer bulb 
shall be the same as that surrounding the tube which contains the 
mercury, and from the method of heating the bath it is difficult .to 
maintain its temperature stationary while the observations are being 
made, so that very great expedition is required in making the read- 
ings. Furthermore, it is essential that the air in the thermometer 
shall be perfectly dry, for if it contains any water vapour a consider- 
able correction will become necessary at high temperatures. Finally, 
the value of the coefficient of dilatation of air (*00375), used by 
Dulong and Petit, was that deduced by Gay-Lussac, and was not 
sufficiently accurate. 

For these reasons the determination of the coefficient of absolute 
expansion of mercury was undertaken by Ecgnault, on the same 
principle, but with improved apparatus, in which the errors of his 
predecessors were completely avoided. The close accordance of his 
results with those of Dulong and Petit shows, however, how excellently 
their experiments were conducted. 

113. Regnault's £xperlments.-^In the form of apparatus employed 
by Dulong and Petit the chief source of uncertainty was the tempera- 
ture of the bath, arising from the fact that being always filled to the 
top it could not be properly stirred to ensure uniformity of tempera- 
ture throughout. A column of liquid heated from below may 
present great differences of temperature in different parts if not kept 
constantly stirred, and the difficulty is not entirely overcome by 
making the thermometer bulb the whole length of the bath, for even 
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then the ternporkturo registered by the thermometer may not represent 
the moan temperature of the column of mercury situated in another 
part of the bath. Besides this source of error others occur in the 
direct observation of the summit of the warm column, which 
necessitates a little of the mercury being outside the bath, and it is 
also objectionable to have the surfaces of the two columns at different 
temperatures, as the surface tension will not bo the same in both. 
The latter error is lessened, but not completely got rid of, by making 
the upper parts of the tubes wide. Besides this the columns were only 
about 50 or 60 cm. long, and the temperature of the columh A - Iiq 
was not known with certainty. 

For these reasons Regnault modified the’ apparatus in such a way 
that the bath could be constantly stirred, and its temperature kept 


Vili. 37 . 

uniform. Further, the surfaces of the mercurial columns which were 
to be observed were enclosed in the same bath, and kept at a 
constant temperature, n 

The principle of the disposition of Regnault’s apparatus is shown 
in Fig. 37. The vertical tubes A A' and BB' are made of iron, and are 
joined at their tops, A and B, by a horizontal cross-tube AB. The 
horizontal cross-tube joining the lower ends of AA' and BB' in the 
experiments of Dulong and Petit is here interrupted in its middle part 
at C' and D', where two vertical glass tubes, CC' and DD', are screwed 
in and connected with each other, and with a reservoir of air, which 
can be modified in pressure by means of an air-pump. In these glass 
tubes the mercury stands at C and D, and at these surfaces the pressure 
is the same, viz. the pressure of the air in the reservoir. The long 
vertical tubes A A' and BE' are kept in baths at known temperatures, 
and the mercury in them is at a common level, viz. that of the 
horizontal communicating cross-tube AB. Hence if the temperatures 
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be i?p^and while the difference of level AC is and the height of 
B above D is we have * 

A| 

1 + 0.8^ i ctS^ * 

SO that ' * 

«= Aj-Aa 



The details of the apparatus are shown in Fig. 38. 

^ We have here assumed, for simplicity, that the .whole of AC is at temperature 
and' BD at temperature 8 ^, 

N 
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The vertical tubes AA' and BB' were made of iron, and were much 
longer than those used by Dulong .and Petit, their length being about 
150 cm,, and their diameter 1 cm. Their upper ends above the 
connecting cross -tube were open, so that the* mercury could be 
introduced at will. One of them, BB', was kept cold by a bath, 
through which a constant current of cold water circulated, and the 
horizontal arms were cooled both above and below by a stream of the 
same water. The other vertical tube AA' was heated in a bath of oil, 
whose temperature was rendered uniform by m<;ans of agitators, NN, • 
worked by a cord P passing over a pulley. • 

The temperature was registered by means of an air thermometer, 
whose bulb extended throughout the whole length of the tube AA'. 
To support the ajiparatus and secure the horizon tali ty of the cross-tube 
AB, Begnault attached it to a strong horizontal bar GH, moveable 
round one extremity G, and supported on two screws, one at its 
middle and the other at its extremity H. The cross-tube AB rested 
on it, and carried four brass rings, a.^ on which cross marks 

were traced to mark the axis of the tube, and these were arranged 
horizontally by observation of a cathetometer, and by adjustment of 
the controlling screws of the supporting bar GH. From this bar ran 
also four metal rods, Q, Q, Q, Q, descending vertically, and supporting 
the lower parts of the apparatus, the points of attachment there being 
controlled by screws by which the lower cross-tubes could be made 
horizontal by means of marks, as in the case of the upper tube. In 
order to measure the heights and a small hole was drilled in the 
cross-tube AB, and the pressure in the air reservoir was increased till 
the mercury rising in the tubes just began to overflow at this aperture. 

As soon as this was secured the temperatures of the baths were 
noted as well as the heights of the mercury in the middle vertical 
tubes of glass, CC' and DD'. Let H and H' be the heights ^ in the 
long vertical tubes, and h and the heights in the short vertical tubes, 
and let 8 bo the temperature in AA', and 6' the temperature in all the 
other tubes. Then we have the pressure of the air in the reservoir 
exceeding the pressure of the atmosphere by that due to A A' minus 
that due to CO', and this must be also equal to that due to BB' minus 
that due to DD' ; hence, denoting the coefficient of absolute expansion 
of mercury by m, we have — 

' H is the vertical height of the horizontal tube aj, above Ajj, and H' the 
height of the same tube above &3, 64, while h and h' arc the heights of surfaces at 0 
and D above ftj, and 6,, 64 respectively. If II = H' for one temperature of the 
bath, thou these heights will differ slightly for every otlier tenipierature, 011 account 
of the expansion of the tube A A'. 
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H _h^ _ h' ^ 

\ + mO 1 + Hitf' ” 1 + md' I + niff'' 

or 

IT ^I V + h-h' 
l+niff l+md' 

Hence 

H'-H+A-A' 

Xii' + A-A')* 

Second Form of the Apparatus. — M. Reg- 
nault also worked with another form of 
apparati/^ in which the lower cross- tube 
(Fig. 39) was uninterrupted, as in the 
apparatus of Dulong and Petit. The upper 
cross-tube was, however, interrupted by two 
vortical glass tubes CC' and DD', in which 
the mercury columns stood at levels C and 
D. The mercury columns are thus in 
direct equilibrium. The axes of the tubes 
AC' and BD' are horizonUil, and at the 
same level, but the lower tube A'B' is more 
or loss inclined on account of the unequal 
dilatations of AA' and BB'. On equating the pressures at the lowest 
part of the apparatus we have 

H A f ir_ A' 

1 I 7h0 *1-1 mO' ^ 1 -f mO' 1 I- mO' I mO'' 



where € is the small difference of level of the ends of A'B'. 
lower tube be horizontal c = 0, and wo have 


Therefore 


H ^Il'i-A'-A 

H'-ll+h' h 
"‘“fl'H -e(H'+A' -//.)■ 


If the 


Regnault executed four series of experiments, which comprised in 
all about 130 observations, at temperatures varying between 25° C. 
and 350° C. The results of these experiments were then plotted 
graphically, and a curve traced which exhibited the relation between 
the temperature and the whole dilatation at any temperature. If m 
denotes the mean coefficient of expansion between 0° and 0, the whole 
dilatation per unit volume between these temperatures will be 

and if vi bo constant, the curve obtained by plotting the temperatures 
along the axis of x and the dilatation A along the axis of y will be a 
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right line y = mx inclined to the axis of x at an angle, whose tangent 
is m. The curve obtained by Ilegnanlt was, however, not a right line, 
but was convex towards the axis of ir, indicating that m increased with 
the temperature.* Taking m to be of the form 


the dilatation will be 


m — a\- bSy 


and the curve will be parabolic. 

Assuming the above formula to hold, the true coefficient of dilata- 
tion at any temperature will be 


-1 ^ 

''"e-y ue* 

where V is the bulk at 6° of the mass which has unit volume at zero 
= l+ A= l+tt 0 + h6\ Therefore 


a + 2b0 

The coefficient of expansion referred to the zero volume, or what 
we have termed the zero coefficient of expansion, is 

1 

The results of Kegnault's experiments gave 
0-0001 791, 0-00000002.5, 


so that the mean coefficient of expansion of mercury was found to be 
wr-. 0-0001791 +0-000000025^, 

and the zero coefficient of expansion was found to be 
m(, = 0-000l791 + 0-000000050. 

Between 0° and lOO"" the coefficient m is sensibly constant, its 
value at 50° C. being -5 The corresponding value found by 

Dulong and Petit was 5 

114. Application of the Weight Thermometer. — Once the co- 
efficient of absolute expansion of mercury is known, the weight 
thermometer may be applied with facility to the determination of 
the coefficients of absolute expansion of other liquids. For when the 
instrument is filled with mercury, a single observation gives us the 
apparent expansion of the mercury in the glass of the thermometer. 
Thus if w be the weight that flows over at 6 degrees and the 


i ^ 
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weight that fills it at zero, we have 

• _ w 

consequently the coefficient of expansion of the glass g can be found 
from the equation (Art. 106) 

1 -f-m=(l -!-«) (1 +£|f), 

where m. is used to denote the coefficient of absolute expansion of 
mercur3;. 

The coefficient g being known, the instrument can be filled with 
any other liquid, and its apparent coefficient a determined in a similar 
manner. The real coefficient a of the liquid will then be found from Liquids, 
the formula 

1 harr(l }-«') (1+^). 

Repeating tfie observations at various temperatures, the variation of a 
with temperature may be found, and the coefficients in the formula 


' a - /» + ftd + 6*0® J 


determined. 

In a similar manner the weight thermometer may be employed to 



Fi«. 40. 


determine the cubical dilatation of solids. Thus, when the coefficient 
of absolute expansion of any liquid is known, a single observation 
gives the cubical dilatation of the material of which the bulb of the 
thermometer is constructed. It was in this manner that Dulong and 
Petit ^ first attempted to measure the coefficient of expansion of iron, 
knowing the absolute expansion of mercury, and using a weight ther- Solids, 
mometer with an iron bulb. They soon, however, abandoned this 
process for the more simple and general method of enclosing a bar of 
the solid under investigation inside the bulb of an ordinary weight ther- 
mometer made of glass, as shown in Fig. 40. In the case of solids 
which are not attacked by mercury no precautions are necessary, 
further than the attachment of bearings to the ends of the bar to 
keep it steady, and avoid fracture of the bulb. In the case of solids 
which ^ are attacked by mercury, another liquid may be used, or 
their surfaces may be varnished or oxidised. 

^ Dulong and Petit, Ann* de Chimie et de Physique^ 2°, tom. 11. p. 261, 1816. 
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Weight 
thermo - 
meter. 


In all cases, it is necessary to know the weight W'q and the density 
p'q of the solid at zero. Its volume at zero is then W'q//j q, and its 
volume at ^ is 

"/(l+a-fl), 

Po 

where x is its coefficient of expansion. The remainder of the bulb 
and stem is filled with mercury. If and be the weight and 
density of this at zero, and if a quantity w flows over at then the 
weight left in the bulb is - w, and its volume is ^ 


Pn 


(l+md). 


Now the volume of the bulb at zero is 

Po Po ’ 

Therefore its volume at 0 is 

. \Po P(* / 

Hence we have the equation 


\ Pi) Pi)/ Pi) 


Pi) 


or finally 


\ Pi) PoJ Pi) 


Pi) Pi) 


The quantities ^^-Jpq, and w/p^, are obviously the zero volume 

of the mercury contained in the instrument, the volume of the solid at 
zero, and the zero volume of the mercury which overflows. 

It is to bo remarked that the sensibility of the weight thermometer 
increases with the density of the liquid employed, and also with its 
coefficient of expansion. For this reason the great density of mercury, 
and its tolerably lai’ge coefficient of expansion, recommend it especially 
for use in the weight thermometer. In addition, mercury does not 
evaporate sensibly, and in this respect possesses a great advantage over 
volatile liquids. When such liquids are employed, every precaution 
must be taken to prevent loss by evaporation. In such cases, how- 
ever, it is better to dispense with the overflowing method, and adopt 
the following. 

115. The Dilatometer — Application of the Ordinary Thermo- 
meter. — In the case of volatile liquids of small specific gravity, the 
accuracy obtained by reducing the observation to a weighing is more 
than counterbalanced in the weight thermometer by the errors intro- 
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duced by evaporation. For this reason, the employment in these cases 
of an apparatus similar to the ordinary thermometer, as suggested by 
Do Luc,^ is preferable. The instrument (Fig. 41) is simply a 
large-bulbed thermometer, with an accurately -graduated stem, 
the volume of the bulb and of each division of the stem being 
known. An experiment with merctiry gives the coefficient of 
expansion of the instrument ; and, when it contains any other 
liquid, two observations of the apparent volumes of the liquid 
at any two temperatures give the mean coefficient of apparent 
oxpanston between these temperatures. 

This method is at once exceedingly simple and precise, 
and was employed by Kopp,^ and also by M. Is. Pierre,'^ in 
their classical researches on the expansion of liquids. 

116. Maximum Density of Water. — In the case of water a 
notable anomaly in the expansion is exhibited in the neighbour- 
hood of 4° C. At, or very near, this point the liquid possesses 
a greater density than at any other temperature, and expands 
whether its temperature be raised or lowered. Thus water 
becomes specifically lighter in passing from 4° either up or 
down the scale, and the volume of any given mass is least pi^i. 
at this temperature. 

Hope’s ^ well-known experiment places the whole process clearly Hope’s ex- 
in view. A tall glass beaker containing water is furnished with two 
thermometers, and an annular trough, as shown in Fig. 42. A freezing 
mixture of snow and salt is placed in the 
trough, and the middle of the water column 
is gradually cooled. While this cooling is in 
progress the indications of the thermometers 
are most interesting. Before the application 
of the freezing mixture the temperature 
registered by the upper thermometer slightly 
exceeds that of the lower, for the warmer and 
lighter portions of the water float to the top. 

The first effect of the freezing mixture is to 
reduce the lower thermometer to 4° C. without 
seriously affecting the upper. The lower thermometer now remains 
stationary, and the upper begins to fall rapidly till its temperature 

' De Lpe, Reclierches sur les Modifications de VAimovfihhre^ tom. ii. p. 124, etc. 

® Kopp, Pogg. Ann., Band Jxxii., 1847. 

. * I. Pierre, Ann. de Ghimu et de Physique, 3®, tom. xv., xix., xx., xxi., 
xxxi., xxxiii. 

♦ Tlios, Clias. Hope, Ann. de Chimie, 1^®, tom. liii. p. 272, 180.5, 
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is reduced to zero, and ice begins to form on the top. The explana- 
tion is that water is heaviest at 4"" C., and that it sinks as it cools, 
the layers which first reach 4"^ collecting at the bottom. After a 
certain stage certain layers become cooled below 4°, and the coldest 
parts rise above those which are loss cold till ice forms on the top. 

This property of water may also be well illustrated to a class by 
means of a float which rises to the surface in water near 4° C., and 
sinks when the temxierature is a .little above or below this point. The 
float may be constructed of a piece of glass tubing closed and so 
weighted that it will float in water at 4®, and sink in. watei^at zero. 
A beaker of ice-cold water may be placed on the lecture table, with 
the float immersed, and lying at the bottom, the water not being dense 
enough to float it at zero. In the warm room, however, the tempera- 
ture of the water begins to rise, the 4"" layers sink to the bottom, and 
the float begins to creep towards the surface. Here it remains till the 
temperature passes 4°. The warmer layers now rise to the surface, 
and the float begins to sink gradually to the bottom. 

It is on account of this property that a small pool of water on the 
surface of a glacier gradually eats its way into the ice, growing deeper 
and deeper with every return of the sun. Thus, if the whole mass of 
water in the pool is at zero, then, in the sunshine, the surface layer 
grows warm, and sinks to the bottom, where it melts another film of 
ice, and this process proceeds as long as the surface heat is supplied. 

The anomalous expansion of water in the neighbourhood of 4° C. 
is a warning against the choice of any liquid at random as a standard 
thermometric substance. A thermometer filled with water would give 
the same indication, whether it grew warmer or colder from 4"" C. In 
fact, the temperature at which the apparent volume of water in glass 
is least (or about what we call 5° C.) would be the lowest possible 
temperature attainable if water were the standard thermometric sub- 
stance. Such an illustration shows us how utterly unintelligible and 
chaotic any system of thermometry founded on the expansion of a 
liquid might be. 

117. Study of the Dilatation of Water. — The study of the dilata- 
tion of water has attracted much attention, not merely because of its 
anomalous behaviour at 4"" G., but also because of the fact that, water 
is the standard of density to which all other substances are referred. 
The unit of weight being defined as the weight of unit volume of 
water at some definite temperature and pressure, the variations pf the 
density of water with temperature and pressure become a study of 
prime importance. It was in this connection that the first precise 
experiments on the expansion of water were undertaken by Leftvre- 
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Gineau.^ The method employed was by observing the loss of weight 
of a metallic cylinder when weighed in water at various temperatures. 
This method was also adopted by Halstrom, who used a sphere of 
glass, and afterwards by Hagen and Matthiessen. 

In the experiments of Halstrom,^ the coefficient of linear expansion 
of a rod of glass was directly determined by the method of Rainsden, 
observations of the elongation being made at different temperatures 
between 0"^ and 30°. Any two of these observations are sufficient to 
determine the coefficients a and b in the formula 

/ -- /^()( 1 + ctd + hd'^)f 

and when these arc known the volume V at any temperature 6" is 
given by the equation 

For the glass rod Halstrom found the values 


a = 0 000001960, 6 = 0 *000000 1 05, 

and he assumed that the same values would apply to the expansion 
of the glass sphere used in the weighing experiments. 

This supposition is not strictly allowable, and the expansion of the 
glass sphere should be determined directly by means of the weight 
thermometer, or otherwise, as was done by Matthiessen. 

When the glass sphere, suspended by a fine platinum wire from a 
pan of a balance, and co\inter poised, is immersed in water, the weight 
required to be added to the pan to restore equilibrium is the weight of 
the volume V of watei’ displaced by the sphere. Denoting this by W, 
we have W some function of the temperature depending both on the 
expansion of the glass and on that of the water. Thus we may write 


By means of experiments at different temperatures Halstrom found 
o= 0*00005881 6, fi= -0*0000062168, 7= f 0*00000001443. 

Now the density p of water at any temperature 0 is given by the 
formula 



l \-ae \ 


= p„(l -I- 10 tn0‘^ \ 


where the coefficients /, m, n are known in terms of a, /3y y, and a, b. 
The density will be a maximum when 



* Lef6vre-6ineau, Experiences faites pour determiner la valeur dii gramme. See 
report in the Journal de Physique de Delameiherie^ tom. xlix. p. 161. 

Halstrom, Ann. de Ghimie et de Phys., 2®, tom. xxviii. p. 66, 1825. 
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which gives the equation 


+ timO + / — 0 . 

This equation gives two values of 0, one of which lies outside the 
limits of temperature, to which the above formulae Jipply, and the 
other being equal to 4"- 108 C. The coefficients /, m, and n were 

I = 0 OOOOrjaiiiJJ), m ^ - 0-0000065322, n - 0 - 00000001445 . 

The following table gives the volume at various temiieraturcs up 
to 1*30 ' of a mass of water possessing unit volume at zero, according to 
Hiilstrom : — • 


TemiMiratiirr. 

Voltiitio. 

■ Temperature. ^ 

V'oliime. 

0 

1-0000000 

8" 

0-9999872 

1" 

0-9999.536 

9’ 

1 -0000421 

2 

0-9999202 

1.5" 

1 -0006273 

3" 

0-9998996 

20’ 

1 -0011406 

4" 

0-9998818 

25" 

1 -0025398 


0-99988177 

30' 

1 -003916 

5' 

0-9998968 




According to this table the maximum density would appear to be 
somewhat above 4" C. ; but as the variation is small in the neighbour- 
hood of a maximum it is diffi- 
cult to fix the temperature of 
maximum density with absolute 
precision. 

Most of the other experi- 
menters in this subject have 
proceeded by the dilatometer or 
ordinary thermometer method 
(Art. 115). By this method 
Despretz ^ plotted a curve, the 
ordinates of which represented 
the apparent volume in glass, 

Fic. 43. — Despretz’s first inethoH. , , , 

and the corresponding abscissm 
the temperature. This curve is approximately parabolic, as shown in 
Fig. 43, the vertex of the parabola corresponding to the temperature 
of about 5*^ C. This then is the temperature of least apparent volume. 
The real volume of the water at any temperature may be found by 
adding to the corresponding ordinate of this curve the dilatation of the 
glass. For this purpose it is only necessary to construct a curve below 

' * Despretz, Anv. de Chimic cl dc Physique^ 2®, tom. Ixx. p. 5 ; tom. Ixxiii. 

p. 296, 1840. 
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OX representing the dilatation of the glass. If the glass be supposed 
to expand uniformly through the range of temperature employed, this 
curve will bo a right line OD, such that, if v bo the volume at and 
Vq the volume at 0°, the dilatation of the glass will be v - 
and therefore ^ the tangent of the angle DOX will be where (j is 
the mean coefficient of expansion of the glass, and is determined by a 
previous experiment by the method already indicated in Art. 114. 
The vertical ordinate intercepted between the curve ADC and the line 
OD will therefore represent the real volume of the water at the corre- 
sponding temperature. Hence, to obtain the temperature of le.ast 
volume it is only necessary to find the least ordinate between ABC 
and OD. This is done by drawing a line parallel to OD so as to touch 



the curve ABC, and the corresponding ordinate BD cuts the axis OX 
at a point which corresponds to the temperature of maximum density. 

In these experiments when the water was pure and free from air, 
it did not solidify at zero ; but remained liquid to - 20*^* C. The 
curve ABC could accordingly bo continued far below zero, and it 
showed that at those low temperatures the water continued to increase 
in volume up to the i)oint of solidification. The sudden change of 
volume of water in solidifying at zero is thus merely a leap replacing 
the gradual change which is here shown to occur. 

. A form of experiment very similar to Hope’s was also conducted 
by Despretz. A beaker of water furnished with four thermometers, 
as in Hope’s experiment, was allowed to cool in a cold atmosphere, and 
the indications of the thermometers were carefully noted. A curve 
was constructed for each thermometer (Fig. 44), showing its variations 
of temperature, the time being measured along the axis of x and the 
corresponding temperatures parallel to the axis of //. The lowest 
thermometer (1) fell most rapidly in temperature at first, and the 
highest (4) most slowly. The lowest then remained stationary at 4®, 


^ is the apparent voliinio of tlie water. 
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while the others gradually fell, the highest falling most rapidly till 
its temperature became zero. The curve appertaining to the lowest 
thermometer was thus at first below the others, and was cut by them 
at 4"", and this thermometer was the last to attain to zero. The mean 
result obtained by Despretz by the first method was 4°‘007^ and by 
the second 3°*997. Numbers agreeing very closely with these were 
obtained by other experimenters. Thus Halstrom found 4°-108, H. 
Kopp 4° *08, and Is. Pierre 3° *9 2. From these numbers we may con- 
clude that 4° C. represents very approximately the temperature of the 
maximum density of watei*. A general table of the results of various 
observers will be found in Rosetti’s ^ memoirs on the dilatation of 
distilled water. 

[The most accurate method of finding the temperature of maximum 
density of water is that of Joule and Playfair.*^ The apparatus is 
represented in Fig. 45. Two upright vessels of tinned 
iron, each 4J feet high and 6 inches in diameter, 
were connected at the bottom by a brass pipe />», 

6 inches long and furnished with a wide stopcock 
attbrding a clear passage 1 inch in bore. A rect- 
angular trough c, 1 inch square in section, formed a 
communication between the tops of the vessels. In 
a the middle of this trough there was a slide by which 
the motion of a current could be stopped when 
requisite. Wooden brackets M supported the vessels, 
which were covered with hay-bands to insulate them 
from the surrounding air. Each of the vessels was 
provided with a stirrer and with a very accurate 
thermometer. A glass ball, whose weight was ad- 
justed so that it just floated, was placed in the 
trough c. The vessels wore filled with distilled water 
as free as j^ossible from dissolved air. 

The method of experimenting was as follows : The vessels having 
been filled with water at about 37"* F., the temj^erature of one of* 
them was increased to about 41°’5 by the addition of a small 
quantity of hot water. The thermometers, suitably supported, were 
then placed so as to dip about 6 inches in the vessels. The stopcock 
was closed and the slide adjusted so as to close the trough. The 
water in each vessel was then thoroughly stirred and the tempera- 
tures noted. The stopcock was then opened and the slide carefully 

^ Rosetti, ^nn. de Chim. et de Phys,^ 4°, tom. x. p. 461 ; tom, xvii. p. <170, 
1867-69. 

® Joule's Scientific Papers, vol. ii. p. 173, 



Fig. 45. 
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removed from the trough. After waiting three minutes the glass 
ball was placed in the trough and its motion watched for two or 
three minutes with the help of a graduated rule placed at the top of 
the trough. The stopcock was then closed, the slide replaced, and 
the temperatures again noted. The mean of the temperatures thus 
observed before and after each trial of the velocity of the current was 
taken as the temperature of the observation. 

It is clear that it is possible in this way to find two temperatures, 
one slightly above and the other slightly below the point of maximum 
density,' such that the densities of the two columns are equal. On 
opening the communications the glass ball would then remain 
stationary, and the temperature of maximum density would then be 
very accurately given by the mean of the observed temperatures of 
the two columns. In practice, the velocity of the glass ball was 
measured, a curve was drawn from the results of a series of observa- 
tions, and thus in' calculating the temperature of maximum density 
d.llowance was made for the small residual difference of density in 
the two columns. As an example, the results of the first series of 
^experiments is appended — 


Temperature of 
Water in Warmer 
Vessel. 

Temperature of 
Water in Colder 
Vessel. 

Mean. 

j Velocity of Current in 

1 Inches per Hour. 

i 

4r*183 

37"-348 

39" *265 

1 280 iroiii wanner 

4r-129 

1 37“ -368 

39" *248 

i 240 „ 

40^-959 1 

i • 37° -363 


! 20 „ 

40" *906 

37° -368 

39" -136 

S 8 ,, 

40"711 

37°-3l7 

39” *014 

j 40 from colder 


The temperature of the laboratory during the above series of 
experiments was about 38'’ F. The temperature of maximum density 
calculated from the observations was 39'’*102 F. In the last series 
of experiments the difference of temperature between the two columns 
was only about 1°‘5. The mean result for all four series of experi- 
' ments was 39“’101 F. which is equal to about 3°-95 C. 

The variation of the density of water with temperature has been 
determined by Chappuis ^ by the dilatometer method. The water 
was enclosed in an iridio-platinum vessel similar to the bulb of the 
standard hydrogen thermometer. In connection with this vessel was 
a small U-tube containing mercury, and as the water expanded it ex- 
pelled mercury, and the volume expelled was determined by weighing. 
The U-tube was kept at a constant temperature at which the density 

^ Ann. der Physik, Bd. Ixiii. p. 202, 1897. 
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of mercuiy was accurately known. The expansion cannot, according 
to M. Chappuis, be well represented by a formula, even if four powers 
of the temperature were retained.] 

The foregoing results a])ply to the case of water under the pressure 
of one atmosphere. When the pressure is increased the temperature 
of maximum density recedes towards zero, and in a series of experi- 
ments, M. Amagat ^ finds the mean rate of retrogression to be about 
0"'025 C. per atmosphere increase of pressure. Thus under the 
pressures 41*6, 93*3, 144*8 atmos. the temperatures of greatest 
density were found to be 3'^*3, 2'"*0, and respectively, • 

118. Maximum Density of Saline Solutions. — It w'as established 
by Despretz- that other liquids, especially saline solutions, exhibit 
temperatures of maximum <lensity under a given pressure. The 
solutions were observed in the dilatomoter, and in this they could be 
reduced in the liquid state to tempenitures considerably below their 
normal freezing iioints, and their variations of volume could be noted 
as in the case of water. The effect of salts dissolved in water is 
usually to notably lower the temperature of maximum density, as 
well as the normal freezing point. 

[An elaborate series of experiments was carried out by P. (4. Tait, 
on the properties of fresh and salt water.*^ The following are some of 
the results obtained : — 

The temperature of maximum density of fresh water is lowered 
about 3 ’ C. for each ton per square inch pressure (1 50 atmos.). This 
agrees fairly well with Aniagat’s result given in Art. 117. 

The lowering of the freezing point of fresh water under pressure, 
as determined l)y experiment, accords well with the theoretical value 
given by J. Thomson (see Art. 178), Le. it is about r^*13 C. per ton 
pressure on the scpiare inch. Hence under a pressure of 2*14 tons 
per square inch the maximum density point would coincide with 
the freezing point, at -- 2''*4 C. The coinju’essibility of fresh water 
diminislies as the temperature rises from 0'^ C. under atmospheric 
pressure. At about 60 * C. it attains a minimum value, increasing 
again at higher temperatures. Increase of pressure lowers the 
temperature of minimum compressibility. 

The behaviour of salt water agrees in its general character with 
that of fresh. The expansibility of water, salt or fresh, increases 
considerably with pressure. 

^ Amagat, Comptes Kendusy 1st May 1893, tom. oxvi. p. 946. The diagrams 
illustrating the results of these experiments are exceedingly interesting. 

^ Dcs])retz, Ann. de Chimic et de Phys.^ 2«, toui. Ixx. p. 49, 1839. 

® Tait, Scientific PaperSy vol. ii. i». 1. 
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An interesting question discussed by Tait is the equilibrium of a 
column of water. He points out that in a very tall column of water 
(salt or fresh) at the same temperature throughout, the equilibrium 
might be rendered unstable in consequence of the heat developed by 
a sudden large increase of pressure. For, as the expansibility of 
water is notably increased by pressure, the lower parts of the column 
will become hotter and less compressible than the upper. This effect 
Is not produced in a tall column of air, for the expansibility is practi- 
cally unaltered by pressure. 

It m.iy be gatliered from these experiments of Tait^s that vertical 
currents might occur in ocean depths. The stability is not such as 
it would be if the water at the bottom were at its maximum density. 
In fact, as wo have seen, the maximum-density point would overtake 
the freezing point in fresh water at - C. under a pressure corre- 
sponding to a depth of about 1800 fathoms. The depth at which 
this would occur in salt water w'ould probably not be very different, 
and the freezing of the water would prevent the condition above 
.mentioned being attained. The results of the Challenger expedition 
show that the temperature of the ocean-floor is remarkably uniform, 
and (except in cold latitiides) above the normal freezing-point. In 
general, after the surface layers are passed, the temperature falls 
steadily at first but more slowly as the depth increases. From about 
1500 fathoms down to the bottom it is nearly constant. At the 
bottom, which in some soundings was found at depths of over 3000 or 
even 4000 fathoms, the temperature in the Atlantic Ocean was about 
36” or 37” F. (2”'5 C.), and in tlie Pacific Ocean about 35° F.] 

1 1 9. Dilatation of Liquids at Temperatures above the Normal 
Boiling Point. — The normal boiling point of a liquid is the tempera- 
ture at which it boils under the i>res8ure of one standard atmosphere. 
Under this pressure the substance remains in the liquid state, only up 
to the boiling point, and is then vaporised with a sudden and large 
change of volume. By increasing the pressure, however, ebullition 
may be prevented indefinitely, and the substance may be maintained 
in the liquid state up to a certain temperature (called the critical 
temperature), at which it appears to be completely and suddenly 
vaporised.^ 

For the present it is sufficient to know that a liquid may be 
maintained at temperatures far above its normal boiling point, and 
that consequently its expansion may be investigated at high temijcra- 
tures. In general, the coefficient of expansion of a liquid increases 
with the temperature, and at temperatures which are high for a 
^ This transformation is considered in Chapter V. Section vi. 
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liquid — that is, temperatures near the critical temperature of that 
liquid — the coefficient of expansion may equal or exceed that of the 
permanent gases. Thus Thilorier ^ found that liquid carbonic acid 
expanded between zero and 30"* by half its volume at zero, which 
shows an expansion four times greater than that of air, and Drion 
obtained similar results for ether, sulphurous acid, and nitrous acid. 

A series of experiments was executed by Hirn^ on the same 
subject, with a modified form of the weight thermometer, consisting 
of a huge bulb containing the liquid, and a long stem containing 
mercury which overflowed at a point 11*25 m. above the <)ulb, so 
that the liquid ex];>anded under a constant pressure of nearly 15 
atmospheres. 

He expressed the dilatation A by means of formulae of the type 

and found that the coefficient of expansion of water at 180“ C. was 
about half that of air, while that of alcohol at 160'" was 0*017843, or 
about five times greater than that of air. 

* Thilorier, Ann, de Ckimie et dc PUys, 2®, torn. lx. ]>. 427, 1835.^ 

Drion, Atm, de Chimie ct dc Phys, 3®, tom. Ivi. 5, 1869. 

Him, Ann, dc Ohimie et de Phys, 4® tom. x. p. 32, 1867. 
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120. Dilatation of the Thermometric Substance. — Having agreed 
to measure equal increments of temperature by equal absolute incre- 
ments of volume of some chosen substance under constant pressure, 
we have already seen that for this substance the equation 

V:::=Vo(l-Ha^) 

always holds true, where a is a eonstant, namely, the coefficient of 
expansion of the substance at the chosen zero of temperature, or the 
mean coefficient of expansion between zero and 0, In order to deter- 
mine a for the thermometric substance it is necessary to observe the 
volume at zero and the absolute increase of volume V - corre- 
sponding to any temperature or if the volume r of a degree 
measure bo known we have simply a = The practical determina- 

tion of a consequently requires an accurate knowledge of the expansion 
of the envelope, and this may be found by the methods already 
described. 

These remarks apply to the thermometric substance whatever it 
may be. For this substance the relation between any two tempera- 
tures and the corresponding volumes will always be, under the given 
conditions of pressure, 

^ = A(v - v'), 

which merely expresses that the change of temperature is proportional 
to the change of volume. The factor A is a constant under given 
conditions of pressure, and is therefore a function of the pressure only, 
which can be determined when the laws of compressibility of the sub- 
stance are known. If the thermometric substance happened to be a 
liquid at all temperatures obtainable, and if it reached a least volume 
Vq at some temperature (like water at 4°), then this would correspond 
to the lowest temperature which it would be possible to register with 
this substance. Taking this as our zero, the temperature measured 
from this zero might be called the absolute temperature for this 

193 O 
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substance, and, denoting this by we should have 

0=A(v-%). 

• 

For many reasons, already mentioned, it has been decided to take 
some permanent gas as the standard thermometric substance. The 
ideal limit to which such a substance approximates is exact obedience 
to Boyle's law. If this law is obeyed, it follows that the product of 
the pressure and volume is proportional to the temperature measured 
from the absolute zero of an ideal thermometer filled with a substance, 
always obeying Boyle’s law, so .that the volume is zero, anc^the con- 
stant A is prox^ortional to the pressure. Hence for all such substances 
when temj^erature is measured in this manner, we have the equation 

If O'" be the corresponding temperature on the centigrade scale, and 0^ 
the absolute temperature corresponding to the melting point of ice, 
then 

Let us now seek the mean coefficient of expansion of such a sub- 
stance. In working with solids and liquids it was not necessary to 
consider small variations of pressure. A small change of pressure does 
not sensibly affect the volume of a solid or liquid. In the case of 
gases, however, variations of pressure notably affect the volume, and in 
all practical investigations such changes must be determined and 
allowed for. 

In the first place, let us suppose that the pressure is maintained 
constant, and that the temperature and volume vary. At any tem- 
perature 0. we have the equation 

and at 0°*C. we have ^ 

consequently 

w - Vy O - 6 

and therefore 

""ev 

Hence the relation between the absolute temperature 6 and the centi- 
grade temperature 0 is 

e. 

a 

It thus appears that the mean coefficient of expansion between O'’ 
and O' C. of any thermometric substance obeying Boyle’s law is the 
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reciprocal of the absolute temperature of the freezing point. This 
coefficient is independent of R, that is, of the other properties of the 
substance, and it therefore follows that if all the gases obey Boyle’s 
law, and if they all give the same absolute zero when used as a ther- 
mometric substance, they will all possess the same coefficient of 
expansion, and vice versa. The whole question about gases, then, 
reduces to the examination of how closely they obey Boyle’s law. 
This point will be considered in Art. 241. At present we shall con- 
sider the methods by which the mean coefficient a has been obtained in 
the case of ordinary gases. There are in general two methods of 
attack, — either by keeping the pressure constant and observing the 
change of volume between O'" and 100® 0. (or any other temperature 
61® C.), or by keeping the volume constant and noting the correspond- 
ing change of pressure. The former gives the mean coefficient of in- 
crease of volume, or the dilatation in the proper sense of the term, 
while the latter gives the coefficient of increase of pressure. If Boyle’s 
law is obeyed these two coefficients are equal, for the former is 

and the volume being constant the latter is 

dpQ 0 |, 

In general, when the pressure is kept constant, we have 

\ dv 1 dv 

V do (io ~~ 0 „ 

Similarly when the volume is kept constant, 

^ dO~~Q^ pQ do 00 • 

The extent to which the coefficient of increase of pressure is found 
by experiment to agree with the coefficient of increase of volume will 
consequently furnish a test as to how nearly the gas under examina- 
tion obeys Boyle’s law. 

121. Dilatation under Constant Pressure. — The coefficient of ex- 
pansion of the thermometric substance must be determined by directly 
observing its volume under, constant pressure at two fixed tempera- 
tures, unless some law connecting the pressure and volume at constant 
temperatures has been previously established. If such a law be known 
other methods in which the pressure is variable and Volume constant, 
or in which both pressure and volume vary, may be devised. If 
Boyle’s law had not been known all experiments on the expansion of 
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gases would have been made by observing the volume under constant 
pressure. As a matter of fact, this method was adopted in the earlier 
investigations, but it was ultimately superseded by other methods 
dejicnding on the application of Boyle’s law. The practical difficulties 
attending the observation of the volume under constant pressure, and 
the errors attending the experiment, are much greater than those 
attending the observation of the pressure under constant volume. 
Nevertheless, it is of prime importance that the coefficient of expan- 
sion under constant pressure should be measured by direct experiment, 
and the comparison of this coefficient with that obtained by any other 
method founded on some previously determined- pressure- volume- 

I 



Fi}». 46.— Qay-LuHsacH Apparatus. 


relation at constant temperature, will furnish a test of the truth and 
range of applicability of this relation. 

The early experimenters on this subject were not aware of the 
great importance of procuring the air, or other gas, quitf pure and 
perfectly free from aqueous vapour. Gay-Lussac ' seems to have been 
the first to pay some attention to this important point. The appa- 
ratus (Fig. 46) employed by this philosopher was simply a glass bulb, 
A, furnished with a straight stem, AB, which was carefully calibrated. 
The air which filled the bulb was freed from moisture by being passed 
through desiccating tubes before entering the bulb. The bulb was 
first filled with mercury and then turned upside down, so that the 
mercury escaped and. air entered through the drying tubes to take its 
place. A short index a of mercury was left in the stem to mark the 
volume of the air enclosed. The stem was maintained horizontal, so 
that the pressure of the enclosed air was that of the atmosphere. By 

* Gay-Lussac, Ann. de Chimie et de Physique, I**®, tom. xliii. p. 137, An X®. 
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reading the barometer it can be ascertained if this remains cohstant 
during the experiment ; if not, corresponding corrections must be applied 
for the variation of volume arising from change of pressure. The bulb 
and part c| the stem were immersed in melting ice and afterwards in 
boiling water, the temperature of which was noted by mercury Gay- 
thermometers. The volume was noted in both cases, and the mean 
coefficient of expansion deduced was 0*00375. Correction, of course, 
must be made in such an experiment for the expansion of the glass. 

The volume of the bulb and of each division of the stem at some 
definite liemperature is ascertained by weighing the quantity of mercury 
it contains at this temperature, and from the known expansion of the 
glass the volume at any other temperature can be calculated. 

The same value for this coefficient was independently arrived at 
by Dalton,^ and afterwards these experiments were repeated and con- 
firmed by Dulong and Petit,® and consequently this value of the 
coefficient was universally accepted as correct until Rudberg, a Swedish Rudberg. 
physicist, published a memoir giving the lower value 0*003646. 

Rudberg here pointed out the great importance of thoroughly desiccat- • 
ing not only the air admitted to the bulb, but also the bulb itself. For 
this purpose the bulb was repeatedly filled with dry air and exhausted, 
while at the same time it was highly heated so as to expel all moisture 
from its walls. The experiments of Rudberg were, however, conducted 
at constant volume, so that Magnus *^ undertook the re-determination Magnus, 
of the coefficient of expansion under constant pressure by the method of 
Gay-Lussac. The mean of thirty-two experiments gave a value differing 
little from that of Gay-Lussac, the extreme values being 0*0038769 
and 0*00355. The great divergence exhibited here led Magnus to 
abandon the method of Gay-Lussac altogether. This method suffers 

^ Dalton »found that 1000 m(3asiires of air at 55'’ F. became at 212” F. 

{Memoirs of the Manchester Phil, Soe. vol. v. pt. iii. p. 699), and in his Cheitiical 
Philosophy he states that 1000 measures at 32” F. become 1376 at 212", according to 
his own and Gay-Lussac's experiments! Rcgnault appears to have mistaken Dalton’s 
meaning and fancied that an error had crept in here, for he says {Memoires de V Aca- 
(Umic) : ** Rudberg termiiie son Second Memoire par une reniarqiie importanto, qui 
avait 4t4 d^ja faite en 1813 par Gilbert {Awnales de Gilhertt tom. xiv. p. 267), mais qui 
depuis 6tait tombeo tout a fait dans I’oubli ; savoir, quo lesexperiences do MM. Dalton 
ot Gay-Lussac, que Ton avait regard^es comme ayant donne dcs rcsultats presque 
identiques, ditferent, au contraire, beaucou||." 

This statement arose from the supposition tliat Dalton took the initial volume to 
be 1000 at 32” F. instead of 55” F. He, however, expressly states that when the 
volume was 1000 at 55” F. it was 1325 at 212”, and he mentions in addition that he 
had not the means of obtaining the volume at 32” F. The coefficient is thus 0*00373, 
which is sensibly tlie same as the mean of Gay-Lussac's experiments. 

Dulong and Petit, Ann, de Chimieei de Physique^ 2^, tom. ii. p. 240, 1816. 

•'* Magnus, Pogg, Ann, vol. Iv,, 1842 ; Ann,de Chim, et de Phys, 3®, tom. vi. ji. 330. 
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from ^defects which render the results obtained by it open to doubt, 
even though the air enclosed by Gay-Lussac had been perfectly dry. 
These defects lie in the method of measuring the volume of the air by 
means of a moving index of mercury. In the first place^it may bo 
objected that the index does not properly close the tube so as to pre- 
vent all communication between the air inside and outside.^ Magnus, 
in fact, found that when the apparatus was brought to zero the air 
enclosed scarcely ever exhibited the same volume. Besides this a 
mercury index always sticks somewhat to the walls of the tube, so 
that the pressure inside and outside may differ slightly without 
moving the index. The errors arising from these sources are conse- 
quently sufficient to condemn the method. 

122. Re^nault’s Experiments. — After executing several series of 
experiments by other methods depending on the application of Boyle’s 
law to gases, Regnault next attacked the problem of directly deter- 
mining the expansion under constant pressure. For this purpose he 
employed the apparatus shown in Figs. 20 and 21, which may be 
termed a constant-pressure air thermometer. The bulb was well 
dried and filled with dry air at the pressure of the atmosphere, the 
mercury being adjusted so as to stand at a fixed mark a on the arm 
FG, and at the same level on the other arm, IJ, of the manometer. 
The tube (Fig. 20) was then sealed up while the bulb was sur- 
rounded with melting ice.. The bulb at this stage contained air at 
zero, and at the pressure H of the atmosphere, which was determined 
by reading the barometer at the time of sealing the tube op. The 
ice was then removed, and the bulb was placed in a steam bath, the 
mercury being allowed to escape from the manometer till equality of 
level, or a small difference of level h\ which was measured by means 

of a cathetometer, was secured. During this process the air expanded 

• 

^ Regnault {Ann. de Chim. et de Phys. tom. iv. p. 43, 1842) also made some 
experiments on the expansion of air by the mfptliod of Gay-Lussac, and obtained the 
numbers 

0*003641, 0*003626, 0*003636, 0*003647, 0*003.5.^2. 

All these numbers arc less than those obtained by otlier methods, and this Regnault 
considers remarkable. This might arise from the imperfect closing of the stem by 
the mercury index. Thus if the index does not slide air-tight in the stem, then 
when the gas is expanding the intern^ pressure is greater than the external, and 
some air will escape from-the bulb, and the final volume will appear too small. So 
again when the air is contracting the external pressure exceeds the internal, and air 
enters the bulb. In the first process warm air escapes, and in the second cold denser 
air enters, so that when the apparatus again returns to zero the volume of the air 
enclosed would be greater than before. In an experiment the index at zero stood at 
the division 152*7, and at 100 the reading,was 634*6, and after returning to zero 
the reading was 154*6, the barometer not having sensibly changed. 
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and occupied part of the graduated arm FG. Let be the volume 
of the bulb at zero, the volume of the stem up to the fixed mark a, 
and the volume of the graduated tube from a to the surface of the 
mercury. Then if the whole mass of gas were at the same temperature 
its volume at zero would be and its volume at 0 would be 

(Vo + + VgXl + if pressure were exactly the same in the 

second case as in the first the coefficient of expansion would be given 
at once by the equation 

( Vo + + a^) ^ ( Vo -I- V, + + 9 ^)^ 

the temperature 6 being approximately 100° C., the difference arising 
on account of the atmospheric pressure being not necessarily exactly 
760 mm. 

In the experiment, however, the gas occupying the stem and tube 
was not at the same temperature as that in the bulb, and the final 
pressure was not exactly the same as the initial. If the volume is 
at the temperature and at 6^^, while the bulb is at 6 and the 
initial and final pressures are H + A and H' + h\ then the full equation 
for a will be 


R' tr <- ' ‘-i - [v. + H «. 

This equation follows from the application of the equation ^pvj{\ + aO) 
- constant (Ex. 4, p. 142) for the whole mass of gas. From this we 
have Kegnault’s formula ^ 


1 + dd = 


v 'n+h ' V + v' H'4 /f'* 


where v is written for «?j(l + g0^) and v replaces the corresponding 
terms in 0,^ and t’ 2 . The terms in the denominator which embrace v 
and V also include u, the quantity sought, but on account of the 
small values of v and v compared with Vo, an approximate value of a 

' In this equation and 0^ are practically constant, while 0 and vary. Hence? 
ditferentiating with respect to 6 wc have 

V,^ _ Voa(l + ge) ( 1 1' ^ « 

1 \l+a0.Jde 

Hence 


_ \±Z ifJJJt 

de' {l + gei^Xi + adf * 


WHICH varies . 


02 


That is, the increase dv 2 of volume cori’esponding to a definite rise of temperature 
varies inversely as the square of the absolute temperature. Hence the sensibility of 
the instrument decreases f|s the temperature rises, and this circumstance led Regnault 
to reject the constant-pressure air thermometer. In the case of the constant volume 
thermometer, on the other hand, the sensibility is as good at high temperatures as 
at low. 
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may be used in these terms, and the resulting value of a deduced 
from the equation. In this, experiment the accurate determination of 
the volumes Vq, and Vg of prime importance, as well as certain 
knowledge of the temperature 62 of the bath enclosing the manometer. 
The volumes are determined by weighing the mercury which fills the 
corresponding spaces at some definite temperature, and the temperature 
of the bath is kept uniform by constant agitation. Another point of 
importance is the thorough desiccation of the manometer tube FG as 
well as the bulb. 

The value of a obtained in this manner slightly exceeds that 
obtained by the other methods, but the excess is irot so notable as to 
lead to the conclusion that within the limits of the experiments Boyle’s 
law is sensibly deviated, from. The first series of experiments gave 
the same coefficient for air and hydrogen, but in the later experiments 
the coefficient for hydrogen was somewhat less than that of air. A 
similar result was obtained by Magnus.^ The difference, however, 
was within the limits of experimental error, and consequently nothing 
definite could be inferred from it (cf. Art. 242). 

By varying the initial pressure the expansion under different 
pressures may be examined in the same way. The results obtained 
by Regnault were as follows ; — 


Experiments under Atmospheric Pressure 


Air 

Hydrogen . 
Carbonic Acid 
Sulphurous Acid 


0*0036706 ; Carbon Monoxide . . 0*0036688 

0*0036613 Nitrous Oxide . . . 0 '00371 95 

0*0037099 Cyanogen .... 0*0038767 

0 0039028 


When the pressure was between 250 and 260 centimetres of mercury 
the coefficients found for air, hydrogen, and carbonic acid were 
0*0036944, 0*0036616, and 0*0038455 respectively. 

In the case of sulphurous acid great difficulty was always experi- 
enced in thoroughly drying the gas, and it consequently had to be* 
allowed to enter the bulb very slowly, and so remain a long time in 
the drying tubes.^ The coefficient of this gas (or of any other), near 
its condensing point, increases with the pressure. Thus at 760 mm. 
the coefficient of SO.^ was 0*003902, and at 980 mm. it was 0*003980.' 

Within certain limits, however, all gases may be regarded as ex- 
panding equally, that is, all gases sufficiently far removed from their 
condensing points approximately obey the law of Charles. 


’ Magnus, Ann. de Chimie et de Physique, 3S tom. iv. p. 334, 1842. 

^ With any such gas all air should be carefully swept out of the drying tubes 
before filling the bulb. 
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[The values of the coefficient of expansion of air have been 
determined by Witkowski^ for a very wide range of pressure and 
temperature. His method consisted in filling two similar bulbs with 
air at the same pressure, but at different temperatures. The quan- 
tities of air in the two bulbs were then compared by discharging them 
into eudiometers at atmospheric temx>erature and pressure. From 
these data he deduced the mean coefficient of expansion for the given 
pressure and temperature as follows. 

Let Vj, and B be the mass, volume, and temperature of the air 
in one Bulb, and and t the corresponding quantities for the other 

bulb, both being at the same pressure p. Then if the air in the first 
bulb be cooled to zero without altering its pressure, its volume will 
become 

where is the mean coefficient of expansion between O'" C. and ; 
and if it be now heated to T, its new volume will be 


1 + * 


where apt has a similar signification. The density of the air will 
now be 

1^1 ( 1 I ) 

and this will be equal to the density of the air in the second bulb, 
therefore 

?«j(l \r ajjQB) 

Vi{\+a^t) n/ 

from which we obtain 


ap9 


1 f7n>2Vj 

B \ 




\ 

/' 


In most of the experiments t was 16° C. The values of apt wore 
found by experiments in which 6 was equal to and the temx)erature 
of the second bulb was zero. 

The pressure was deduced from the observed expansion of the air 
in the bulb at 16° C. when measured in the eudiometer at the same 
temperature, making use of Amagat’s determinations of the compressi- 
bility of air at 16° (see Art. 242). Witkowski compared this method 
of measuring pressures with that of the ordinary nitrogen manometer. 
He found that the pressures indicated by his method were slightly 
less than those registered by the nitrogen manometer. This may be 

^ Phil, Mag,, April 1896. 
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due, as Prof. Callendar remarks, to surface condensation in the capillary 
tube of the gas-manometer. 

Fig. 47 exhibits the results of Witkowski’s experiments. It will 
be noticed that the curves for the various temperatures all converge 
at low pressures. This is in accordance with the known fact that the 
mean coefficient of dilatation of air at atmospheric pressure is practi- 
cally independent of the temperature. 

A table of the values of is given in the paper.] 



128. The Pressure Coefficient. — The so-called dilatation of a gas 
at constant volume, or, more properly speaking, its coefficient of 
increase of pressure, has been studied by Rudberg, Magnus, and 
Regnault. The apparatus employed by all was almost exactly the 
same, the original apparatus adopted by Rudberg being slightly im- 
proved and perfected by the others. In its ordinary form it constitutes 
a constant- volume air thermometer (Fig. 20). The bulb is dried and 
filled with dry gas as already described, and the mercury is adjusted 
so that its surface stands at a fixed mark a on the manometer arm. 
This mark was placed by Regnault on the wide part of the tube, and 
not on the capillary arm. He states that he could never obtain con- 
sistent results when the fixed mark was on the capillary connecting- 
tube. 

Let us suppose that the bulb is placed in ice and filled with air 
when the pressure of the atmosphere is H, and the difference of level 
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in the arms of the manometer h. When it is immersed in steai^ let 
the difference of level in the two arms of the monometer be h\ and 
the barometric height The pressure of the gas in the bulb is now 
H' + h\ and its temperature is O'" C., which is approximately 100° C., 
the difference being determined by the deviation of IT from the 
standard height 760 mm. As before, if Yq denotes the zero volume 
of the bulb, and the volume of the stem up to the fixed mark, the 
equation for a will be 




Hence we have Regnault’s formula 




{\+ge){iA:+h^) 




Vi(HN 

V.,(l I ae\). 


The second term in the denominator being small, an approximate 
value of a may be employed in it, and the calculation proceeded with 
by the method of successive approximations. The mean of three 
series of experiments by this method gave 


a = 0-0036679. 

By varying t,he initial pressure, that is the height h, the effect of 
pressure may be examined. The following table is taken from Reg- 
nault’s second memoir ; ^ — 


Pressure Coefficient for Air 


Pressure at Zero. 

Pressure at 100''. 


109-72 mm. 

149-31 mm. 

0-0036482 

174-38 

237-17 

0-0036613 

266-06 

396-07 

0-0036642 

374-67 

610-36 

0-0036687 

375-23 1 

1 510-97 

0-0036672 

760-00 


0-0036660 

1678-40 

2286-09 1 

0-0036760 

1692-63 ' 

2306*23 1 

0-0036800 

2144-18 I 

! 2924-04 

0-0036894 

3666-56 j 

4992*09 

0-0037091 


From this table it appears that a increases gradually for air as 
the pressure becomes greater. This indicates that there is a small 
deviation from Boyle’s law, which becomes more and more marked as 

^ Regnault, Auti. de Chimieetde Fhysique^ tom. v. p. 66, 1842. 
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the pressure becomes more elevated. In the case of carbonic acid this 
deviation is much more distinct, as shown by the following table : — 



Carbonic Acid 


Pressure at Zero. 

Pressure at KXr. 


758*47 mm. i 

1034*54 mm. 

0*0036856 

901*09 

1230*37 

0*0036943 

1742*73 

2387*72 

0*0037523 

3689*07 

4759*03 

0*0038598 


124. [Chappuls* Experiments. — Careful determinations of the 
values of the pressure coefficients of hydrogen, nitrogen^ and carbon 
dioxide have been made by Chappuis^ by means of the constant 
volume thermometer described in Art. 92. In that article the 
pressure coefficient Op is treated as a known quantity. Using the 
formula there given, ap may be determined if the temperature is 
known. Taking the pressure at 0° C. to be equal to that of a column 
of 1 metre of mercury under standard conditions, and observing the 
pressure at 100*" 0., Chappuis found for hydrogen 

0 00:366251. 

This is, of course, a constant on the scale of the hydrogen thermometer. 
In the case of nitrogen he enclosed the gas in a constant volume 
thermometer with a porcelain bulb and measured the temperature 
with a hydrogen thermometer. The values of obtained between 
0"^ C. and 100 ^ 0. were the following : — 


romperatiin*. 

1 1 

ap. 

Teinp»*ratiive. 

ttp. 

0" 

0*00367698 

70" 

0*00;167384 

20 

560 

! 80 

378 

40 

461 1 

i 90 

381 

50 

427 i 

100 

393 

60 

, 400 1 




According to this table the pressure coefficient for nitrogen 
diminishes up to about SO'’ C. and then increases again. This increase, 
which is of the same order of magnitude as the probable errors, is not 
in accordance with our knowledge of the variations of the coefficients of 

Travaux et Mimoirea du Bureau international dea Poids et Mesnrea, tom. vi., 
1888. Phil. Mag., Oct. 1900, Keb. 1902. 
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gases. Hence Chappuis considered it more probable that the coefficient 
approaches a definite limiting value for each initial pressure which in 
this case seems to be attained at about 75° C. If so, nitrogen would, 
at all higher temperatures, behave like hydrogen, its compressibility 
being less than is required by Boyle’s law. 

This assumption being made, it is easy to calculate the correction 
to be applied to the readings of the nitrogen thermometer to reduce 
them to the standard scale. 

Let the curve PJA (Fig. 48) represent the relation between the 
temperature and pressure of nitrogen when the volume is constant, 
according to Chappuis’ experiments. The ordinates are pressures and 
the abscissa? temperatures. Putting 

P.-Po(H-apd) (1) 

where is the pressure at 0° C. and P the pressure at O'", we have (if 
we regard ap as constant in differentiating) 

_ 1 rfP 
P„ ‘ 

so that ap is propoi'tional to dVItW^ that is, to the tangent of the angle 
of slope. The curve will have a point of inflexion at I corresponding 
to a temperature of about 75° if the values given above for Up are 
correct. Chappuis, however, assumes that at about 75° Up attains a 
limiting value 

'00367380, 

so that beyond I the curve becomes straight. As the pressure at 
100° is more accurately known than p 
thajb at 75", it is better to repre- 
sent the relation above 100° by a 
straight line AB' through A and 5 
parallel to the tangent at I, rather p 
than by the tangent at I. If we ° 
continue this line backwards to cut 
the pressure axis at P then P'^ 
is the fictitious pressure which the 
gas would have at 0" if its pressure 

coefficient remained constant down to 0° C. Wo have evidently 

= Floo ” I00Fo®ww». 

= 1*000086 

where Pq=: 1, and Piqq= 1*367466 in metres of mercury. Putting 
then, to represent the line P qB', 



Correction 
for nitro- 
gen ther- 
mometer. 
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dl> 

“Fo ' da 

= 0-00367348. 

In the formula ordinarily used, i.e, equation (1) above, op is taken 
as the mean coefficient between O'" and 100*", and the line F^B represents 
the relation. To calculate the error for any temperature-reading 6, 
find the corresponding ordinate to AB and then find the tenfperature 
which gives an equal ordinate to AB' ; this .will be the corrected 
reading (see Art. 92). 

The following table contains the mean values of the expansion 
and pressure coefficients for hydrogen, nitrogen, air, and carbon dioxide 
according to Chappuis, and for krypton, argoii, and helium according 
to Ramsay and Travers.^] 


Gan. 


Const. Presfl. 76 cms. ! Const. Vol. cm»* 


i Hydrogen 
I Nitrogen 
' Ail- 

Carbon dioxide 
i Krypton i 

Argon I 

Holiam 

i 


-00365985 

•0036708 

•0036709 

•0036^2 

•0Q36717 

•0036628 


•00366254 

•00367466 

•00367425 

•00372477 

•0036761 

•0036710 

•0036640 




125. Method of .Variable Pressure and Volume. — A method in 
which neither the volume nor the pressure remained constant throi^h- 
out the experiment was also employed by Kegnault. This method is 
based on the assumption that the gas obeys Boyle’s law, and was 
devised by Dulong and Petit for their experiments on the comparison 
of the air and mercury thermometers. It was also employed by 
Rudberg to determine the expansion of air. The bulbs used by Rud- 
berg were spherical and small, containing only 150 to 200 grammes 
of mercury. Regnault employed much larger hulbs, which contained 
800 to 1000 grammes of mercury, and were cylindrical, so as to avoid 
errors due to refraction in observing the level of the mercury surface 
through the glass. The first operation was to fill the fiask with dry 
air at the boiling point. For this purpose it was immersed in the 
steam of boiling water, and connected with drying tubes and an air 
pump, as shown in Fig, 49, so that it could be exhausted and dry air 

* Phil, 2Wans,y A., 1901. 
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admitted several times. The bulb, having been thoroughly desiccated 
and filled with dry air, was allowed to remain in the steam for about 
half an hour. The drying tubes were thei^ removed and tfie tip of 
the stem sealed up, the height H of the barometer being noted at the 
same time. The flask now contains air at a pressure H and tempera- 
ture 0° which is approximately 100° 0. 

The second operation consists in placing the flask as shown in Fig. 
50, with its stem dipping under the surface of a basin of mercury and 
its bulb surrounded by melting ice. In this position the tip of the 
stem is broken with iron pincers, and the mercury rises in the tube 



Fig. 49. 


and partly fills the bulb. While the mercury is rising, the bulb may 
be gently tapped to facilitate the passage through the stem and pre- 
vent a false equilibrium occurring through the sticking of the mercury 
to the walls of the tube. After standing thus for an hour or more 
with the bulb surrounded by broken ice, the height h of the level of 
the mercury in the bulb, over that in the cistern, is measured by 
means of a cathetometer. If H' be the height of the barometer the 
pressure of the air in the bulb is now - A, and its mass is the same 
as before. It now remains to determine its volume. For this purpose 
a small metal cap containing soft wax is slipped over the tip of the 
stem so as to close it, that the bulb and the mercury it contains may 
be weighed. When this weighing is effected, the instrument is com- 
pletely filled with mercury at zero and weighed again. The difference 
of weight gives the volume previously occupied in the bulb by the 
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air at zero. For if Vq bo this volume and V the volume of the whole 
bulb and stem at 0°, and if be the weight of mercury that fills 
the bulb at zero, and w the weight of the. mercury that ascended into 
it from the bath, we have 

V W,. 

Va“^Vo - w 

The volume of the whole instrument at 0^ is V(1 + (jO), owing to 
the expansion of the glass ; therefore, making use as before of the 
combination of Boyle’s and Charles’s laws (Ex. 4, p. 142), we have 


or, from the previous equation, 

W„(l + i/d)U = (\V„ - W){1 + a^)(H' - /O. 


or 




The coefficient deduced by llegnault as the mean result of his experi- 
ments by this method was 0*0036623, 
the extreme numbers being 0*0036689 
and 0*0036549. His mean result is 
thus somewhat greater than that de- 
duced by liudberg ; and liegnault 
attributes this to a source of error 
arising in this form of experiment and 
not noticed by Rudberg. This occurs 
in the drawing in of small bubbles of 
air with the mercury as the latter 
rises into the bulb in the second part 
of the experiment, and the errors 
arising from this source will be more 
marked the smaller the bulb. This 
aspiration, in Regnault’s opinion, arises 
from the fact that the mercury does 
not wot the glass stem, and a film of 
air enclosed between the mercury and 
glass is drawn in with the mercury as it rushes up the stem after 
the tip is broken off. 

In order to avoid this, Regnault encircled the stem with small brass 
rings which amalgamated and made perfect contact with the mercury. 
He also covered the surface of the mercury with a layer of sulphuric 
acid, which was removed before the measurement of the height h. 

Regnault conducted a further series of experiments with a modi- 
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fied form of apparatus. In these investigations the stem of the air< 
flask was made long, so that when it^was opened under mercury the 
mercury rose to a considerable height in the stern, but did not enter 
the bulb. In this case h is large, and the pressure - h of the gas 
enclosed is small, but its volume is nearly the same throughout the 
whole investigation, so that the apparatus is practically a form of 
constant volume air thermometer. The coeflicient found by this method 
was sensibly equal to that obtained by the foregoing, being 0’0036633. 

The general conclusions at which liegnault arrived after his 
elaborate investigations wore — 

(1) That Gay-Lussac’s coeflicient, 0*00375, was too high, and that 
Rudberg’s, 0*003645, was too low, and should bo replaced by the 
number 0*003665. 

(2) That all gases do not possess exactly the same coeflicient of 
expansion, and that for the same gas the coeflicient at constant 
volume differs somewhat from that under constant pressure. 

(3) That the coefficient of expansion of all the gases examined (except 
hydrogen) increased with the density or initial i)rcssiire of the gas. 

(4) That the coefficients of the several gases approach equality as 
the pressure of the gas decreases — that is, when the gas is taken in a 
highly rarefied condition. 

These conclusions imply that all gases do not obey Boyle’s law 
with the same degree of accuracy, but that when they are taken at 
low pressures and high temperatures, or in a highly rarefied state, 
their obedience to the law becomes more and more exact. ' 


^ The nieau coefficient found by Balfour Stewart {Phil, 7Varw., 186a, ]». 425) 
was 0*0086728. Tlie method employed was similar to that adopted by Kudberg 
and used by Kegnault, but abandoned for the form of apparatus in Fig. 20. 
The manometer tubes dipped into a closed reservoir of mercury furnished with a 
screw plunger, by means of which the mercury could bo forced into the tubes and 
the level kept at the fixed mark. 

The following numerical coefficients were obtained by Kegnaiilt for his various 
gas thermometers : — 


Air thermometer normal 
440 mm. pressure ,, 
1490 mm. pressure ,, 
CO.J at 464 mm. 

„ „ 741 mm. 

30^ at 588 mm. 

,, ,, 751 mni. 


272 *85 = (*003665) * 
272*98 = (*0036632)“^ 
272*70 = (*003667)-i 
271*59 = (*003682)-J 
270 *64 =r( -003695)-' 
263*6 =(*003794)-! 
261*4 =^003825)-! 


In the case of hydrogen, Rcgnault states that the coefficient used was (*003652)-! 
= 273*82. This, as Lord Kelvin points out, must be a mistake, as the coefficient 
of dilatation of hydrogen w’as found to be *0036678 at constant volume, and 
*0036613 at constant pressure {Relation dea Exp,^ tom. i. pp. 78, 80, 91, 115, 116), 
and he nowhere finds any smaller value than *003661. 


P 
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126. Three Principal Dilatations. — In the case of isotropic sub- 
stances, the dilatation, like the other physical properties, is the same 
in all directions, but in crystals the expansion in any direction 
depends on the relation of that direction to three mutually rect- 
angular axes, called the principal axes of dilatation, which are not 
necessarily the same as the axes of symmetry or crystallographic axes. 
Thus, ill general, crystals expand diflferently in different directions ; 
and some, while expanding with rise of temperature in one direction, 
contract in the perpendicular direction. For this reason a portion of 
a crystalline substance which is spherical at one temperature will not 
be spherical at any other, and a cubical portion at one temperature 
will not remain cubical when the temperature changes. 

If small bars be cut from a crystal parallel to the dilatation 
^xes, their coefficients of linear expansion will differ. The linear 
coefficient of expansion of a bar cut parallel to one axis will be 
that cut parallel to another Ag, and that parallel to the third A.^. 
It follows, therefore, that if a cube of side Iq at zero be cut from a 
crystal with its edges parallel to the dilatation axes of the crystal, its 
edges at any other teitiperature O'" will be 

VI + W + M), VI + M). 

Hence its volume will be 


v-V(i+M)(i + V)(i + X3^), 


or 


V = Vo(H- x,(9)(l + X 2 ^)(l I \0), 

The coefficient of cubical dilatation is therefore . 

V — V0 

a = ~ y^ 0 '' = Xj + X2 + X3, 
neglecting the products A^Ag, etc. 

• In the case of amorphous solids and crystals of the cubic system 
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Ai = A 2 = A 3 , and the cubical dilatation is three times the linear 
expansion. 

In uniaxal crystals there is an axis of crystalline, symmetry, 
perpendicular to which the physical properties are alike in all direc- 
tions. If A^ be linear expansion parallel to this axis, then the other 
two principal elongations are equal, or A 3 = A 2 ; therefore for such 
crystals there are only two principal dilatations, and the cubical 
dilatation is 


OL — Xj "i” 2X2* 

127. Changre of the Dihedral Angles of Crystals. — One of 
the most noticeable effects of crystalline expansion is the change of 
the dihedral angles, that is the angles between the plane faces of the 
crystal, with change of temperature. Thus if ABCD (Fig. 51 (a)) be 



(a) 


FIk. 51. 



the cross section of a square prism of a crystalline substance, cut so 
that the diagonals AC and BD of the section are parallel to twb of 
the principal axes ; then, when the temperature rises, AC and BD 
become elongated by different amounts, and the cross section of the 
prism remains no longer square, but changes into a rhombus A'B'C'D'. 
The angles at A and C become acute, while those at B and D become 
obtuse. If two such prisms be cemented together with two edges 
in contact, whose angles become more obtuse by heating, then if 
when cool the two upper faces form one continuous plane, they 
will, when heated, be inclined as shown in Fig. 51 (JS)., Exceedingly 
small inequalities of expansion in different directions may be 
detected in this manner by observing through a telescope the image 
of a distant object formed by reflection at the polished surfaces of the 
combined prisms. 

Mitscherlich seems to havd been the first to notice that crystals 
expanded differently in different directions, and his method of 
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observation ^ consisted in determining the variations of the dihedral 
angles of crystals with change of temperature. The angles between 
the plane faces of a crystal may be measured with great accuracy 
by optic£^l instruments, such as the reflecting goniometer, and such 
measurements are in general more exact for these investigations than 
any direct measurement of length. The method, however, does not 
give the absolute dilatation, but only the difference of the coefficients 
of linear expansion in the direction of the diagonals of the prism. 
Denoting these by and Ag we have 

tan OB' A' - ^ t = 1 + (^i “ api^ox. , 

X T * 


and OB' A' is half the measured angle of the rhombus. 

Another relation between the principal elongations is obtained by 
measuring the cubical dilatation. This gives the sum Aj + Ag + A^, 
and may be determined by means of the weight thermometer. If' 
the crystal is uniaxal we have Ag — A 3 , and these two measure- 
ments determine the elongations A^ and A.^. Mitschcrlich ^ and 
Dulong determined the cubical dilatation of a number of crystals 
by the method of the weight thermometer. Any two other observa- 
tions combined with this determine the three quantities A^, Ag, A^. 
A series of experiments on this subject was executed by Pfaff,^ who 
found that Iceland spar and beryl contract transversely with rise of 
temperature. 

128. Linear Dilatation in any Direction. — So far we have only 

considered the linear dilatations 
parallel to the principal axes 
of dilatation. The linear dila- 
tation in any other direction 
may be simply expressed in 
terms of the quantities A^, Ag, 
^ A.„ and the angles a, /S, y, which 
the direction makes with the 
axes of reference. 

Let the axes of reference 
OX, OY, OZ (Fig. 52) be taken 
parallel to the three principal axes of dilatation, and let the co- 
ordinates of any point P be x, y, at the temperature zero. The 
distance ^f P from the origin is given by the equation 

r®=a;®+ji/* + s“. 


.P' 


oj^ 


KiK. 62 . 


^ Mitscherlich, Ann. de Chimie ct de Phya^que^ 2®, tom. xxv. p. 108, 1824 ; tom. 
xxxii. p. Ill, 1826. * Mitscherlicli, Pogg. Ann. vol. xli. 

* Pfaff, Pogg. Ann. vols. oiv. evii., 1869. 
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At any other temperature P will occupy a position P', the co- 
ordinates of which are 

and the distance / of P' from the origin will be 

\- + (1 + V)V -I (1 + 

or approximately 

r'2 = + 2tf(X,aj“ + X^if + X.,;:^) 

Now, by the expansion, the line OP becomes the lino OP', and there- 
fore the* linear dilatation in the direction OP, that is of a bar cut 
parallel to OP, is 



But since r + r is very nearly equal to 2/*, we have 

/•' - r ^ _ X,.c- + X^?/- I ■ X.,;:*-* 

rti 2t-e ~ r- 

or 

X X,cos‘**a + X.jCOS'^/J + XyCOs**^, 

where a, fi, y are the angles which OP makes with the axes of 
reference. Thus by three measurements of A made in any three 
known directions, the quantities A^, A.^, A^ can be calculated. 

Cor. 1. The linear dilatations. A', A", A'", in any three mutually 
rectangular directions are such that their sum. A' + A" i- A'", is constant, 
and equal to the cubical dilatation. 

Cor. 2. In a direction equally inclined to the axes we have 

coa-a = coH"P = 008^*7 — 

and a single measurement of A in this direction gives the cubical 
dilatation a = 3A. 

Cor. 3. There are an infinite number of directions parallel to 
the generators of the cone (when real) 

X ,ar + X„y- + X.jz’^ - 0, 

along which there is neither contraction nor expansion. 

This property is possessed by certain classes of marble. Brewster 
suggested the use of a rod of marble cut in this direction as a pen- 
dulum of invariable length. 

129. Flzeau*s Optical Method. — An optical method depending on 
the colours of thin plates was designed by M. Fizeau ^ for the measure- 
ment of the dilatations of crystals and other substances, which can 

t 

^ Fizeau, A7in, de Chwnie et de Physique, tom. ii., 1864 ; and tom. viii. 
p. 335, 1866. 
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only be obtained in small fragments. The substance to be examined 
was cut into a plate with parallel faces, and from 1 to 10 mm. thick. 
This plate, P (JFig! 53), rested on a plane metal disc, AB, which was 
supported on three adjustable screws passing through it near the 
circumference. On the upper extremities of these screws rested a 
glass plate, CD, which could be brought very close to the crystalline 
C U plate by adjusting the supporting screws. 

A beam of light fell perpendicularly on the 
glass plate, and passing through was partially 
reflected at the upper surface of the crystal. 
When the air film between the glass plate 
and the crystal is sufficiently thin, coloured 
fringes are produced, which vary with the 
thickness of the film.^ When the tem- 
the crystalline plate changes, as 
screws supporting the glass plate. 




T 


perature 
well as 


Fig. 53. 

rises the thickness of 
the lengths of the 


Hence the thickness of the air film between the glass plate and 
the crystal will change by an amount equal to the difference of 
the expansion of the crystal, and the expansion of the length of 
screw between the metal and glass plate. But when the thickness 
of the air film changes the fringes are displaced, and from observation 
of this displacement the change of thickness can be calculated, and 
hence the expansion of the crystal deduced. 

By this means exceedingly small changes of thickness can be 
observed. Thus in order to displace Newton's rings through the 
width of a bright or dark band, a change of thickness of the air film 
of one-fourth of a wave-length of light is sufficient. For yellow light 
the wave-length is about 0'00059 mm., and a displacement of one- 
fifth of a band width can bo easily observed, so that a change of 
thickness of the air film of less than of a millimetre can be 

detected. Thus a plate of rock crystal 5 mm. thick dilates by about 
^ millimetre, when the temperature changes from 10° to 50° 
C., and this would give a displacement through nine entire fringes. 

In order to observe the displacement of the fringes, lines were 
ruled on the glass, and the position of the fringes with respect to 
them could be observed. The light thus acts the part of a most 
delicate micrometer, the only condition necessary being an exact 
knowledge of the wave-length of the light employed. 


^ It' the surfaces were accurately plane and parallel, a beam of parallel light 
falling on the apparatus would not produce fringes, but only a certain colour over 
the tilm ; in practice, however, perfectly plane surfaces are never realised, and 
fringes of some sort are always presented. 



ART. 129 


DILATATION OF CRYSTALS 


215 


The whole apparatus could be placed in an oven, and maintained 
at any desired temperature. The expansion of the screws was 
determined by making observations without the plate of crystal 
between. The earlier forms of the apparatus were made of steel, but 
in the later an alloy of platinum with iridium was used, on 

account of its greater stability in all respects. If the crystalline plate 
is transparent its lower face should be blackened to prevent reflection 
at that face, and thus secure greater distinctness of the fringes. 

Fizeau worked with three equidistant temperatures — 10°, 40°, 
70° C. •Writing A and a in the forms 

he obtained for emerald, which belongs to the hexagonal system, 

\i= 0*00000106 + 0-00000001 14rd - 40“) 

Xa == + 0 *00000137 + 0 OOOOOOOISSC^ - 40*^) ; 

hence 

a Xi + 2Xa ^ 0 *000001 68 + 0 *0000000380(^ - 40‘ ). 

Thus within the range observed is negative, and emerald con- 
tracts along this axis as the temperature increases. It also appears 
that the cubical dilatation a is positive above the temperature - 4°*2 C. 
and negative below it, and consequently at this temperature emerald 
appears to present a maximum density as in the case of water at 
4° C. For diamond, which belongs to the cubic system, 

a = 3X = 0 *00000364 + 0*0000000432(^ - 40"), 

and a maximum density is presented at the temperature - 42° C. 

In the case of oxide of copper (cubic system) 

a ==3X = 0*00000279 + 0*000000063(^ - lO' ), 

so that a maximum density is presented at the temperature - 4°*3. 

Iodide of silver exhibited a negative coefficient of dilatation 
throughout the whole range of temperature employed, -- 10° to + 70°. 
Within these limits it contracts when the temperature rises, and 
expands again on cooling. The formula for u, however, points to a 
minimum density at the temperature - 60° C. 

[An improved form of Fizeau’s apparatus has been used by A. £. 
Tutton ^ in determining the expansion of crystals and also of porcelain. 
The light was produced by a Geissler tube, the C and F lines of 
hydrogen and the green line of mercury being found most useful. 
The cover-glass CD (Fig. 53) was slightly wedge-shaped, so as to 
throw the light reflected from the first surface out of the field of 

* Phil, Trans, vol. cxci. p. 313, 1898. 
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view of the observing telescope, as this light would interfere with the 
production of fringes. The wedge-shaped cover-glass was corrected 
by a similar wedge-shaped glass arranged above it, but turned the 
opposite way. The temperature could be raised, to 1 20“ C. It was 
found that, in order to measure the temperature accurately, the 
thermometer should be in actual contact with the tripod and not 
merely hung in the enclosure. The instrument could be arranged to 
give approximately the absolute linear expansion of the substance, by 
eliminating the effect of the expansion of the screws by means of an 
aluminium compensator. This is a plate of aluminium of such thickness 
that its expansion is very nearly the same as that of the projecting 
parts of the iridio-platinum screws. As the expansion of aluminium 
is more than double that of iridio-platinum, when the compensator is 
laid on the table AH plenty of room is left above it for the crystal 
to be experimented on. If the crystal does not reflect well, the 
compensator may be laid on it, and the reflecting surface of the 
aluminium used instead. The compensator docs not, however, add 
anything to the accuracy of the instrument. The reflecting surfaces 
being nearly true planes, the fringes produced were nearly straight 
and travelled across the field of view as the substance was heated. 
A correction was made for the change in refractive index of air on 
heating.] 



CHAPTER IV 


CALORIMETRY 

• 

SECTION I 

INTHODUd’ORY 

130. The General Methods of Calorimetry. — The measurement 
of quantities of heat by any method has been styled calorimetry, and 
there is perhaps no department of scientific research in which ex]>cri- 
mental skill is more constantly and severely tested. In such measure- 
ments we require no knowledge of the ultimate nature of heat, whether 
it be a fluid or an action, either at a distance or propagated through 
a medium ; the estimation is simply based on the measurement of 
some effect attributed to heat. For this reason the term “ (|uantity 
of heat,” although introduced at a time when heat was supposed to 
be a fluid, may still be retained with a certain definiteness of meaning, 
independent of any theory, just as quantities of light and quantities 
of electricity are referred to with a certain amount of intelligibility 
without necessarily implying a complete knowledge of the ultimate 
nature of either. 

The general methods adopted for the measurement of quantities 
of heat may be placed under two heads, depending on 

(1) Change of State, or Latent Heat Calorimetry. 

(2) Change of Temperature, or Thermometric Calorimetry. 

The first group embraces those methods which are founded on the 
fusion of solids, or the condensation of vapours, or on the reverse 
operations, and includes the ice and steam calorimeters. This method, 
since it depends on the latent heat of fusion or evaporation, requires 
the use of fixed temperatures only, and does not necessitate the 
employment of a thermometer. The second group, on the other hand, 
embraces those methods in which the temperature is variable, and the 
measurement essentially depends on changes of temperature. In this 
system the estimation is reduced to the observation of temperatures, 
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and the thermometer becomes the instrument of prime importance. 
For this reason it has been termed thormometric calorimetry. It 
embraces the celebrated method of mixtures so extensively employed 
by Regnault, and the method of cooling which was perfected by 
Dulong and Petit. 

131. Units and Quantities of Heat. — The employment of these 
two general methods in calorimetry has led to the adoption of two 
different units of heat. In the method of latent heat the substance 
usually employed was ice, and quantities of heat were measured by the 
quantities of ice which they melted. The unit of heat in this system 
was naturally the quantity of heat required to convert unit weight of 
ice (at the melting point) into icc-cold water. In the second system, 
quantities of heat were measured by the quantities of water which 
they raised through some definite range of temperature, and the unit 
chosen in this system was that which is now generally adopted, namely 
the quantity of heat required to raise unit weight of pure water one 
degree in temperature. When the unit of weight is taken as one 
gramme, and the degree centigrade as the interval of temperature, the 
unit of heat may be termed a calorie^ and it is in terms of this unit 
that quantities of heat are now chiefiy expressed. The first unit is 
about eighty times as large as this, or the quantity of heat required 
to liquefy any mass of ice without raising its temperature would raise 
the temperature of a mass of water eighty times as great through one 
degree centigrade. It is in this sense that the latent heat of ice is 
said to be 80. 

A third method of obtaining equal quantities of heat, or any 
multiple of a quantity, is by means of a steady flame, or any body 
maintained in a state of steady incandescence, or by a wire kept at a 
steady temperature by means of an electric current. Thus a certiiin 
quantity of heat will be developed by the combustion * of a gramme 

^ If equal quautities of lieat be given to equal masses of two substances their 
specific heats will be inversely as the corresponding changes of temperature. The 
electric method was employed by Joule, and the eoinbustion method was used by 
Black, but soon abandoned on account of its many sources of inaccuracy. It was, 
however, more recently used by Thomsen {Journal dc Physique, tom. i. 35) with 
greater success. (Hirn's method is mentioned below, p. 327. ) Thomsen operated 
with about a litre of liquid placed in a calorimeter, which was heated centrally by 
the combustion of a certain mass of hydrogen, which was the same in all experiments. 
He commenced each experiment with the temperature of the calorimeter as much 
below that of the air as its final temperature was Above it. Marignac employed a 
large-bulbed thermometer filled with water as heater (Hirn's method), and eliminated 
the radiation correction by varying the mass of liquid in the calorimeter, so that the 
final temperature was the same in all experiments, and the same as that attained by 
a known quantity of water in another experiment. The quantity of heat supplied 
being the same in all cases, it followed that the specific heats of the various sub- 
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of hydrogen in oxygen, and n times as much will be produced by the 
combustion of n grammes under the same conditions. This method, 
however, suffers from many imperfections, and is difficult to work 
with, besides requiring for accuracy many precautions and auxiliary 
experiments. 

The convenience of the calorie arises partly from the comparative 
facility with which pure water can be procured, and from the fact 
that sensibly the same quantity of heat is required to raise the 
temperature of a given mass of water one degree at any temperature 
between the freezing and boiling points. This property of water 
must be tested by mixing equal masses, or known masses, of water at 
diflferent temperatures, and observing the resulting temperature of 
the mixture. If equal masses at temperatures d and & be mixed, 
and if the same quantity of heat is required to raise the temperature 
of each one degree at all parts of the scale, then the temperature of 
the mixture will be the arithmetic mean of $ and 6\ that is + ff). 

If the temperature of the mixture differs from this when all correc- 
tions are allowed for, it is to be concluded that the quantity of heat 
required to raise the temperature of the mass one degree is not the 
same at all temperatures, or, in other words, the thermal capacity 
(Art. 23) of the mass varies with the temperature. 

If the unit of heat is definitely chosen as the quantity of heat Spociflc 
which will raise the temperature of one gramme of water from 19° *5 to 
20°‘5 C., then a quantity Q of heat is that which will raise the tempera- 
ture of Q grammes of water through the same interval, and not the 
quantity which will raise the temperature of one gramme of water Q° 

C. The latter quantity will bo the same as the former only if water 
happens to possess the same thermal capacity at all temperatures. 

The most recent investigations on this subject show that the thermal 
capacity of water is not exactly constant, but diminishes slightly from 
zero to about 40° C., and then gradually increases again. It thus 
exhibits a minimum value at about 40° C. The variation is, however, 
very small, and consequently we shall hereafter speak generally of 
water as if its thermal capacity remained constant at all ordinary 


stances were inversely as the masses. For it' be the quantity of heat supplied in 
each case by the heater, R the quantity lost by radiation, and d the change of 
temperature, we have for masses m and w' — 


Q - R= = m's'9, 
or 

s 

s' m ’ 


The results obtained by Thomsen and Marignac by these methods agree remarkably 
well. 
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temperatures, and with this license we can say that the quantity of 
heat required to raise the temperature of m grammes of water from 
$ to O' is 

and this assumes that the specific heat of water is unity between the 
temperatures 6 and 6\ 

In most cases in which quantities of heat are measured it is 
assumed that in the interchange of heat between two bodies the 
quantity of heat which one loses is the same as the quantity which 
the other gains. No third body is supposed to take part in tlie opera- 
tion, and heat is supposed not to be developed or destroyed by 
chemical or other actions between the bodies. Thus if two bodies 
A and B at different temperatures are simultaneously immersed in a 
known weight of water, they raise its temperature by a certain 
amount, and it is found that the final temperature of the water is 
the same if A and B are first brought into contact, so as to come to 
the same temperature before immersion. In the first case the heat 
is directly transferred from A and B to the water ; in the second 
case some of the heat passes from A (supposed the warmer) to B 
before immersion, and is afterwards transferred to the water ; finally, 
however, the whole quantity received by the water is the same in 
the two cases. 

The final admission is, that if a body absorbs a quantity Q of heat 
ill changing its temperature from 0 to O' under given conditions, then 
during the reverse process, during the passage of the body back again 
from O' to 0 under exactly the same conditions, the same quantity Q 
of heat will be evolved hy the same body. If this were not so, a body, 
when alternately heated and cooled under the same conditions, would 
act perpetually as a source or sink of heat, and the principle of the 
conservation of energy would be violated. To the calorists, who 
regarded heat as an indestructible fluid, this equality appeared self- 
evident, and was accordingly tacitly assumed. From the point of view 
of the dynamical theory, however, heat may be called into existence 
by mechanical actions, and it is not the quantity of heat, but the 
quantity of energy in a system that is conserved. Hence it does not 
necessarily follow that a body will absorb the same quantity of heat 
in passing from one state A to another B as it will evolve in returning 
from B to A. If, however, it passes back again from B to A in the 
reverse order, through exactly the same series of states and under 
exactly the same conditions as during its passage from A to B, the 
quantity absorbed will be equal to that evolved. The consideration 
of such transformations will be more fully entered into in Chap. YIII. 
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132. Specific Heat. — The specific heat of a substance has been 
already defined (Art. 23) as its thermal capacity per unit mass, or, in 
other words, the ratio of the quantity of heat required to raise the 
temperature of a given weight of it by a given amount to the quantity 
necessary to raise the temperature of an equal weight of water by the 
same amount. Now, since the unit of heat is taken to be the quantity 
which raises the temperature of one gramme of water 1° C., it follows 
that the quantity which will raise the temperature of a gramme from 
0 to 6' will be simply 0' - 6; and consequently if a quantity Q raises 
the temperature of one gramme of any substance from $ to the 
specific heat of the substance will be, by definition. 



In this case s is the mean specific heat of the substance between 6 and 
0' ; and if we wish to speak of the specific heat of a substance at any 
temperature d, we must take 6' infinitely near 0, Denoting the 
infinitesimal difference ^ by and the corresponding quantity of 
heat by dQ, we have 



That is, the specific heat of any substance at the temperature 0 is the 
ratio of the quantity of heat (ZQ recjjuired to change the temperature of 
unit mass by an amount dd to the change of temperature dO. 

In general, when the specific heat of any substance is spoken of, Case 
the conditions under which the change of temperature occurs should 
be distinctly specified, for the temperature of a body may be varied 
by mechanical actions alone. Thus, the temperature of a gas may be 
raised by compression, so that here wo have equal to zero, while 
dd does not vanish, and the specific heat would appear to be zero. On 
the other hand, a finite quantity of heat may be given to a gas, while 
at the same time it is allowed to expand so as to remain at a fixed 
temperature. In this case dd vanishes and does not, so that the 
specifie heat is infinite. The expansion of the gas might also be 
permitted to proceed so far that, although heat is actually given to it, 
yet its temperature will be lowered, that is, dd will be negative, and 
the specific heat may thus have any negative value. It thus appears 
that the specific heat of a gas may have any value between + oo and 
- 00 , according to the conditions under which the heat is communicated. 

To speak with definiteness, therefore, of the specific heat of a gas, it is 
necessary to assign the conditions under which the temperature changes. 

For example, we may speak of the specific heat under constant pressure, 
or at constant volume. 
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Liquids In the case of liquids and solids, the compressibility is so small that 

and solids, conditions of all ordinary experiments changes* of volume 

need not be taken into account, and we are not complicated with a 
multiplicity of specific heats, as in the case of a gas. Each liquid and 
solid may therefore be said to have a definite specific heat at each 
temperature ; but the specific heat of each substance is not the same 
at all temperatures. As a general rule it may be said that the specific 
heat of a solid or liquid increases with the temperature. 

Setting out with a solid, say at zero, the relation between the 
quantity of heat supplied to it, and the corresponding elevation of 
temperature, is roughly shown by Fig. 54, Measuring temperature 
parallel to the axis of OX, and quantities of heat parallel to OY, the 
ordinate of any point on the curve OA represents the quantity of heat 
given to the solid in raising its temperature from zero to that repre- 



sented by the corresponding abscissa. If the specific heat were constant, 
OA would be a right line, and the tangent of the angle which it makes 
with OX would represent the specific heat. If, however, the specific 
heat increases with the temperature, OA will be convex towards the 
axis of X, and the trigonometrical tangent of the angle which the 
tangent to OA at any point makes with OX will be the specific heat 
dQldO at the temperature corresponding to that point. 

At the point A, fusion is supposed to begin, and a certain quantity 
of heat (the latent heat of fusion), represented by the vertical line 
AB, is communicated to the body without any change of temperature. 
At B liquefaction is complete, and the curve BC applies to the liquid 
in the same manner as OA does to the solid. Similarly, CD represents 
the latent heat of vaporisation, and D£ applies to the vapour under 
some definite conditions of pressure and volume. 

Mass and In the foregoing, the comparison has been made between equal 
volume. masses of different substances, and this may therefore be referred to 
as the mass specific heat. If the comparison had been made between 
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equal volumes, that is, if the specific heat had been tfiken to be the 
quantity of heat required to raise the temperature of unit volume of 
the substance 1° C., this might be termed the volume specific heat. 
The relation between the two is very simple. For if a quantity Q of 
heat raises the temperature of a mass m through d'’, then 

Q = 7nsd^ 

and if the same quantity raises a volume v through 6^®, we have 

where 5' is the volume specific heat and v is the volume of the mass 
m. Hence 



where p is the density of the substance referred to water. 
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133. Black's Ice Calorimeter. — The eiirliest form of ice calorimeter 
was that devised by Black. It consisted merely of a block of pure ice, 
free from bubbles, in which a cavity (Fig. 55) was hollowed out. The 
mouth of this cavity was covered over by another slab • 
of ice, so that a chamber was obtained, which was 
enclosed on all sides by ice at the melting point. 

In making an experiment, a known weight of the 
substance under examination was heated to some 
definite temperature, say the boiling point of water. 
The ice chamber was then carefully dried with a 
sponge or blotting-paper, so that no water was left adhering to its 
walls. The heated body ^as then quickly placed within, and the 
upper slab laid over the mouth of the chamber. The body quickly 
fell to the temperature of melting ice, and a certain quantity of ice 
was liquefied. This quantity was estimated by wiping dry the whole 
interior of the cavity, as well as the surface of the body, with a cold * 
sponge (or blotting-paper), which had been previously weighed. The 
increase of weight gave the quantity of water absorbed — that is, the 
mass of ice melted. 

If the unit of heat be taken as that which melts unit mass of ice at 
zero, then the quantity of heat given out by the body in this experi- 
ment will be numerically the same as the mass of ice melted, that is 
suppose. But if the initial temperature of the body be its final 
temperature 0°, its mass and its specific heat .s, the quantity of heat 
■given out will bo ms$. Consequently we have the equation 

■msd=w, 

where m and w are expressed in the same units. Expressed in ordinary 
units of heat (calories) the equation would be 

‘ms9=Iju\ 

where L is the latent heat of ice, or the quantity, expressed in calories, 
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which will melt a gramme of ice ( = 79*25). If the value of L, whicbmay 
be called the constant of the calorimeter, be not known, an experiment 
will be necessary in order to determine it. This may be effected by 
introducing into the ice-chamber a weighed quantity of water at a known 
temperature, and finding as before the quantity of ice melted. 

The chief objection to this apparatus is the difficulty of procuring 
large pieces of ice of sufficient purity. 

134. Lavoisier and Laplace's Ice Calorimeter. — A modified form 
of Black’s calorimeter was devised by MM. Lavoisier and Laplace,^ in 
which the necessity for large blocks of pure ice is avoided. It consists 
essentially of three chambers (Fig. 56) contained one within the other. 
The inner chamber AB contains the 
hot body whose specific heat is 
desired. This chamber is surrounded 
by another, and the space C between 
them is packed with broken ice at 
zero. A tube F loads from this 
chamber and drains off the water 
resulting from the melting of the ice. 

This water is weighed and the 
specific heat of the substance is 
estimated as before. In order to 
avoid heating from outside, a jacket 
of ice DDD surrounds the second 
chamber. For this purpose, the 
space between the second chamber 
and the outside walls of the instru- 



ment is filled with broken ice, and 
as the ice is melted in this chamber 


Fig. 56. 

Lavoisier and Lajdace’s Ice Calorimeter. 


by radiation from outside, the water drips away by the tap E. 
When the apparatus is in proper condition for an experiment, there 
should be no flow from the tap F, but a constant drip from the tap E. 
If now a hot body is placed in the chamber A, its heat will be given 
out to melt the ice in C, causing a corresponding flow of water 
from F. 


This apparatus requires a largo quantity of ice, and large masses 
of the substance under examination, and consequently a long time for 
the execution of an experiment, and the trifling advantage it possesses 
over Black’s simple apparatus in not requiring the use of large blocks 
of pure ice is more than counterbalanced by difficulties of the gravest 
nature in estimating the quantity of ice melted. This arises from the 
’ Mimoires de VAecuUmie^ 1780 ; QSuvres de Lavoisier, tom. ii. p. 288. 
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wat^r adhering to the ice, and remaining in the interstices between the 
fragments. At the beginning of the experiment, the ice is mixed with 
a certain quantity of adhering water, which in all probability will be 
considerably different at the end of the experiment, for during the 
experiment the size and arrangement of some of the ice fragments will 
alter. Hence the quantity of water which drains off through the tap 
F during the experiment does not accurately represent the quantity of 
ice melted, nor have we any means of estimating the probable error 
thus introduced. 

In the hands of Lavoisier and Laplace this instrument yielded 
fair results, but with less scientific and careful experimenters the 
adhesion of the water to the ice might easily lead to great inaccuracies. 
In order to avoid this difficulty. Sir John Herschel suggested that the 
water should not be drained off, but that it and the ice should be kept 
together, and the whole bulk measured before and after melting.^ 
The diminution of bulk would thus give the quantity of ice melted 
during the experiment. An ingenious -method of measuring this 
change of volume has- been devised by Bunsen ^ in his ice calorimeter, 
an instrument possessing many novel features of remarkable beauty 
and interest. It is particularly valuable for measuring small quanti- 
ties of heat, and by means of it Professor Bunsen has determined the 
specific heats of rare metals, such as indium, which can only be 

obtained in small quantities. It is, 
however, by no means easy to work 
with, and the theoretical conditions 
which are supposed to be fulfilled are 
difficult to realise in practice. 

135. Bunsen’s lee Calorimeter. — 
As already stated, this apparatus is 
designed especially for the measure- 
ment of the change of volume which 
occurs during the liquefaction of ice. 
For this purpose a cylindrical test-tube 
A is fused into a larger cylindrical 
glass bulb B, as shown in Fig. 57. 
The bulb B is furnished with a glass 
stem CD, which terminates in an iron 
collar D. This stem is filled with 
pure boiled mercury, which also occupies the bulb to the level )8. The 
remainder of the bulb above p. is filled with pure boiled water. A. 

' Pogg. Ann, vol. cxli. ; Ann, de Chimie et de Phya,^ 3«, tom. xxiii. i». 50 ; Phil,, 
M(ig,i 1871, vol. xli. p. 161, 
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calibrated narrow glass tube S, furnished with a millimetre scale, is 
fitted into a cork with fine sealing-wax, and then passed through the 
mercury in the collar D, and made fast in the mouth of the tube CD, 
so that it becomes filled with mercury ; and by adjusting the cork in 
the mouth of the tube CD, the extremity of the mercury column in the 
scale-tube S .can be placed at any convenient point. To effect this 
without risk to the fragile apparatus, the instrument is supported by 
the iron collar D in a vice. 

In conducting an experiment, the first operation is to freeze some 
of 4ihe water in the bulb B. For this purpose the ice- producing 
^apparatus shown in Fig. 58 was employed by Bunsen. F and G 
are two semi-cylindrical tin-plate 
vessels, which are connected by .0'--= 
tubes with the test-tube A of the 
calorimeter, as shown in figure. 

The vessels F and G contain 
alcohol, and are both placed in a 
freezing mixture. By suction the 
cold alcohol can be passed to 
and fro from F to G through the 
calorimeter tube A, and by this 
means the water in the bulb B 
can be reduced to the freezing 
point. 

The temperature of the air- 
freed water in B must be reduced 
far below the normal freezing point 
before solidification sets in, while 

the outside of the bulb becomes covered with a coating of ice, deposited 
from the moisture of the atmosphere. At last, when the temperature 
has been greatly reduced, the formation of ice suddenly begins, and 
spreads in a few seconds from the bottom of the tube A to the top of 
the bulb B. Within these limits the bulb is filled with thin plates 
and needles of ice, but from the bottom of A to the level of the 
mercury below, the water is not frozen. By continued cooling a 
shell of solid ice may be gradually formed around A, from 6 to 10 mm. 
in thickness. On account of the low temperature of the alcohol, the 
ice shell is much below zero, and if the instrument is now packed in 
snow at zero a. slow progressive freezing will take place in the water 
for a long time. Bunsen found that in this manner about 2 grammes 
of water were frozen at the temperature of melting snow during the 
first seven hours, and that this progressive freezing was sensible for 
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114 hours. After this time the whole apparatus had come to zero, 
and the freezing ceased. 

In making an experiment, the instrument is packed in pure snow, 
and some pure water is placed in the tube A. The temperature of 
the whole apparatus is now zero, and it may be maintained in this 
condition for a week or more if some fresh snow is added from day to 
day. It is very important that the snow should be quite pure, for if 
it contains even traces of impurities its melting point is lowered, and 
a slow progressive freezing of the water in the bulb takes place.’ It 
is also well to work in a room which is at a temperature not mjich 
above the freezing point, and before the instrument has assumed the 
constant temperature of the snow it is necessary to see that a thin 
layer of water is formed between the ice shell and the sides of the 
glass tube A, so as to avoid inequalities of pressure. 

In order to interpret the indications of the instrument, a known 
mass of water m, at a definite temperature 6, may bo introduced into 
the tube A. In falling to zero this gives out a quantity of heat 
mOy and in consequence of the melting of the ice the mercury ip the 
tube S recedes through n divisions of the scale. This gives the 
relation between the quantity of heat supplied in any experiment in 
the tube A, and the cori'csponding recession of the mercury along the 
scale S, for if q is the quantity of heat corresponding to each division, 
we have 

V md — nq. 

In determining the specific heat of any substance, a fragment of it 
is heated in a steam-jacket, and the test-tube is partially filled with 
pure distilled water. The heated fragment is quickly immersed in it, 
a plug of cotton-wool being placed at the bottom of A to prevent 
fracture. The water in A is initially at zero, and its lower strata 
become warmed by the hot body ; but water being denser for some 
range above zero than at zero, the heated water remains at 'the 
bottom of the tube, and gives up its heat in melting the ice in the 
bulb B. If the mercury recedes through n* divisions of the scale, the 
whole heat given up by the body in cooling to zero is n*q. llencc, if 
m* be the mass of the body and ff its original temperature, its specific 
heat is given by the equation 

m'sB* — iCq, 

Hence 

mn^d 
m nO 

^ Professor C. V. Boys found that this effect was largely reduced when the bulb 
was provided with a protecting glass cover (Phil, McLg, vol. xxiv. p. 214; 1887). 
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In practice, the end of the mercury column does not remain stationary, 
but may vary in either direction by two or three divisions per hour. 
The error arising from this variation is approximately proportional to 
the time, and is corrected by observing the motion of the index for 
half an hour before and half an hour after the experiment. If a 
variation of scale divisions occurs in a time /j before the experiment 
is commenced, and /ig time U after it is completed, the mean rate 

of variation during the experiment may be taken equal to 

and this ^multiplied by the time of the experiment gives the whole 
correction to be applied to the reading arising from this cause. 

The accuracy of the instrument depends essentially on the care 
with which all the air has boon expelled from the water enclosed by 
the bulb B. In order to secure this, the bulb is at first about half- 
filled with water, and placed mouth downwards over a' lamp, so that 
the water can be boiled and the air expelled through the tube CD. 
During this process the mouth of the tube CD, which has not yet been 
fitted with the iron collar, dips into a vessel of boiling water. When 
the water in the bulWhas been boiled away to about one-third of its 
original bulk the lamp is removed, and as the instrument cools the air- 
free water is siphoned over into it through the tube CD from the vessel 
into which it dips. The instrument is now placed upright, and the 
water for the most part siphoned out of the tube CD, which is then 
well dried by a current of dry air, and the iron collar is fastened on 
with the finest sealing-wax. The final filling-in of boiled mercury is 
done with a capillary glass tube, so as to avoid the remaining of any 
air bubbles on the sides of the tube. 

By pressing the cork which carries the scale S a little deeper into 
the mouth of the tube CD, the end of the mercury thread may be 
placed at the same point of the scale at the beginning of each 
experiment, and the same part of the scale may be used throughout 
a series of investigations. Over a hundred experiments may be made 
with the same cylinder of ice, so that a single freezing will suffice for. 
a week, if care be taken to renew the snow around the instrument 
every night and morning. 

From the mode of standardising the instrument, it is clear that 
no error is introduced by an inaccurate knowledge of the latent 
heat of ice. Radiation errors are also entirely eliminated by the 
packing in snow, if the temperature of the latter experiences no 
variation. 

[The accuracy attainable in Bunsen’s method of calorimetry is 
limited by the fact that a given specimen of water can freeze into ice 
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of 'different densities. The error due to this cause would not, however, 
exceed about 1 in 1000.’] 

By means of this apparatus the latent heat of fusion of ice may be 
estimated if the volume of each division of the scale tube be known, 
and if the expansion of water on solidifying at zero be also known. 
By this means Bunsen found the value 80*025, while the va.Iues found 
•by Kegnault, Person, and Hess, by other methods, were 79*4, 80*0, 
80*3, respectively. 

* J. H. Viiirent, Proc, Roy. Soc. vol. Ixix. p. 442, 1902. • 
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136. PreliminaFy Considerations. — The most prevalent method of 
calorimetry hitherto employed has been founded neither on the 
melting of ice, nor on the evaporation or condensation of a liquid, nor 
on any principle of latent heat, but on the measurement of heat by 
the change of. the temperature of water. This method passes under 
the name of the method of mixtures,^ and since the time of Ecgnaiilt 
has been regarded ^as the method par excdlence in the’ science of 
calorimetry. 

Let us suppose that two bodies, and A 2 , of masses and mg, 
and specific heats and are at temperatures 0^ and 0.^ If A^ and 
Ag are placed in contact, heat will pass from one to the other, and 
a common temperature 0 intermediate between 0^ and 0,^ will be 
attained. The quantity of heat lost by A^ will be - 0\ and 

the quantity gained by Ag will be m,^S2{0 - Consequently, if the 
only interchange of heat is between A^ and Ag, that is, if they neither 
obtain heat from nor lose heat to other bodies during the period of 
equalisation of tempera^ire, the heat lost by Aj will be equal to that 
gained by Ag, or 

If Ag be a mass of water, Sg will be equal to unity by definition, and 
the specific heat of A^ will be given by the equation 

’ - ey 

In this equation represents the mean specific heat of Aj between 
the temperatures 0 and 0^ 

It has been supposed, so far that thermal equilibrium takes place 
between A^ and Ag without loss or gain of heat, that they neither give 
heat to nor receive heat from other bodies during the period of equal- 

^ This method was employed by Black. 

* 281 
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isation of temperature, lii practice it is impossible to secure this 
condition accurately, and in general there will be interchange of heat 
with other bodies. For this reason corrections must be appliedj and 
special apparatus adopted, to eliminate or minimise such errors. The 
whole science of calorimetry consists in the invention of such apparatus 
and the adoption of such precautions as will lead to an accurate 
estimate of these corrections. 

137. The Water Calorimeter. — The principal piece of apparatus 
necessary for the determination of specific heats by the method of 
mixtures is the water calorimeter. This consists of a cylindrical 
vessel (Fig. 59) made of very thin brass or copper or silver, and 

sustained within a somewhat larger and 
stronger vessel by non-conducting supports. 
The inner vessel contains a known 
quantity of water in which the body 
under investigation is placed at a known 
temperature, and the change of temperature 
of the water is noted by means of ’ a 
delicate thermometer immersed in it, 
which may be observed at a distance 
through a telescope. In order to diminish 
the loss of heat by radiation and con- 
duction during this observation the out- 
side of the inner vessel and the inside 
of the outer are both carefully polished. 
By this means the emissive power of one and the absorbing power 
of the other are greatly reduced. The inner vessel is supported 
by feebly-conducting threads EE stretched horizontally across the 
outer, ajid it is maintained in its place by woqjd<^^^ pegs CC which pass 
through the walls of the outer vessel near its mouth, and press 
against it so as to keep it steady. 

[The method of lagging the calorimeter with cotton- wool or other 
non-conductors, which is often recommended, diminishes the loss of 
heat considerably, but renders it very uncertain and variable, and 
should never be used in work of precision. The bad conductors take 
so long to reach a steady state that the rate of loss of heat at any 
moment depends on the past history more than on the temperature of 
the calorimeter at the moment. A more serious objection to the use of 
lagging of this kind is the danger of its absorbing moisture. The least 
trace of damp in the lagging, or of moisture condensed on the surface 
of the calorimeter, may produce serious loss of heat by evaporation.^] 

^ Ency, Brit.f Art. “Calorimetry.” 
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In every investigation it is supposed that the inner vessel and 
- its accessories, such as the stirring-rod and the thermometer, have all 
the same temperature at the beginning and also at the end of an 
experiment. Let us suppose that a body of mass tt?, at a temperature 
6^ and of specific heat s, is immersed in the water, and let the tempera- 
ture of the water rise in consequence from 6^ to 6?.,- During this 
process not only the water, but also the metal of the inner vessel and 
the material of the thermometer and stirring-rod, have been raised 
from 6^ to their thermal capacities must therefore be taken 

into account. In the case of a body of mass and specific heat 
the quantity of heat necessary to raise its temperature 1® C. is 
and this is numerically the same as the mass of water which the same 
quantity of heat woidd raise C. in temperature. For this reason 
mjSj is termed the waO^r equivalent of the body^ for it is iiuiiierically 
equal to the mass of water which possesses the same thermal capacity. 
Hence if W be the water equivalent of the calorimeter and its 
accessories, as well as of the water w contained, we have 

where refer to the metal of the vessel, the mercury of the 

thermometer, and the glass of the stirring -rod and thermometer 
respectively.^ When the temperature of the apparatus rises from 0^ 
to ^ 2 » heat received will be W (^2 “ ^i)> consequently the 
equation for the specific heat of the body immersed is 

- e.i) W(i 92 - ^i) + r, 

where K is the correction arising from loss of heat by radiation and 
conduction during the period of equalisation of temijorature. 

In general, the terpis in W arising from the vessel and its 
accessories are small compared with the terms I’cpresenting the water 
enclosed, so that an imperfect knowledge of s^, &*., will have little 

influence on the accuracy of the results. These quantities may, how- 
ever, be determined by three iweliminaiy experiments, in which the 
substance m is taken to be glas^, mercury, and brass (substance of 
vessel A) respectively. We will then have three equations, involving 

^ [To ostimate the heat capacity of the glass and mercury of a thermometer, 
advantage may be taken of the fact that the volume specific heats of glass and 
mercury are practically the same (0*46 per c.c.). It will usually be suHicieiit to 
measure the volume of tlie immersed portion. The simplest way to do tliis is to 
■weigh a beaker of water, and then find the increase in weight when the tlicrmometer 
is hung from an extraneous support so as to be immersed to the same dejith as in the 
calorimeter. The increase of weight in grammes gives the submerged volume in c.c. 
(Ostwald, Physico-Chemical Measurements^ Eng. trans. by J. Walker, p. 121).] 
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the three unknowns, Sj,, from which they may be determined, 

and a complete knowledge of W obtained. 

It should be noticed that the temperature of the hot body 

immersed in the water will always exceed that of the water, £^d if 

Bad con- the substance happens to be a bad conductor of heat, the average 
ductors. _ . . , , 1 , 1 . f 

temperature throughout its mass may considerably exceed that of the 

water, when the latter reaches its maximum temperature ‘For this 
reason feebly -conducting substances should be broken into small 
fragments when their specific heats are being determined. 

138. The Radiation Correction,^ — The equation of the preceding 
article was derived on the supposition that a hot body at a tempera- 
ture 6 was placed in a mass of water at a temperature 0 ^, and that a 
common temperature attained. What actually happens, how- 

ever, is somewhat different. The temperature of the water rises 
gradually to a nummum During this process the water loses 
heat by radiation and conduction, and gains heat from the body 
immersed. When the maximum temperature is first attained the 
immersed body is still warmer than the water, and heat is being lost 
by the water just as fast as it is being received. The temperature 
remains stationary as long as exact compensation takes place in this 
manner, and it then begins to fall. Furthermore, the thermometer 
will always be somewhat behind the water in its indications ; during 
the period of rising temperature its readings will bo slightly too low, 
and when the temperature is falling they will be too high, so that the 
highest temperature of the water will never be exactly attained by the 
thermometer. The maximum temperature registered will therefore 
be slightly below that actually attained by the calorimeter, but the 
discrepancy will be smaller the quicker the action of the thermometer. 

The radiation correction is determined by observing the rate at 
which the calorimeter cools throughout the range of temperature of 
the experiment. If the range of temperature be small the radiation 
may be taken proportional to the difference of temperature between 
the calorimeter and the surrounding air, and the whole loss by 
radiation (and conduction) will be approximately equal to that which 
^ would occur if the calorimeter had been at its mean temperature 
+ ^ 2 ) throughout the whole time of the experiment, that is, the 
time of rising from to If the rate of cooling at this mean 
temperature^be observed, then, from the known water equivalent W, 
the quantity of heat lost per second at this temperature will be known, 

' [The term radiation correction is somewhat objectionable, since a large part of 
the correction will usually be due to gains or losses of heat by conduction. Loss 
by evaporation will also be included.] 
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and this multiplied by the time of the experiment will give the 
correction K. 

Otherwise the interval between the immersion of the hot body 
and the attainment of the maximum temperature ^2 divided 

into a series of epochs, etc., at the end of each of which the 

temperature of the calorimeter is noted and found to be 
etc. During the first epoch the mean temperature is 
and during the second epoch /g, the mean temperature is + 

etc. Hence the heat lost during these epochs will be, taking 6 ^ to be 
the temflerature of the air, 



where A is a constant to be determined by observation of the rate of 
cooling of the calorimeter. This loss of heat by radiation causes a 
diminution of the maximum temperature which can thus be 
calculated, so that if we write R = WA^, the maximum temperature 
which would have been attained by the water would have been 
^2 + Ad, and the equation for s becomes 

- e.i) ^ W(^a -hAH- ^1). 

The radiation correction increases with the difference of temperature 
^2 “ therefore well to arrange that the mass of water 

placed in the calorimeter shall bo so great that the elevation of 
temperature shall not be very considerable. This, however, diminishes 
the sensitiveness of the operation, and to counterbalance its effect a 
very delicate thermometer must be used. 

The radiation correction may bo practically eliminated by a 
method of procedure suggested by Rumford. Thus, if the highest 
temperature dg of the calorimeter be approximately known by a 
preliminary experiment, then if the experiment be commenced by 
having the initial temperature dj of the calorimeter as much below 
that of the air of the chamber as dg is above it, heat will be received 
by the calorimeter during the first part of the experiment, and will 
be given out during the second ; the whole experiment is thus divided 
into two parts, during one of which its temperature is lower than 
that of the air, and during the other higher. A complete compensa- 
tion is not, however, effected by this process. During the first stage 
the 'calorimeter receives heat rapidly from the body immersed, and 
during the second much more slowly. For this reason the first period 
is much shorter than the second, and the quantity of heat received 
from the chamber during the first period will be less than that given 
out during the second. | 


Rumford’s 

method. 
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To secure complete compensation by this method it would be 
necessary to begin the experiment with the calorimeter at some 
calculated temperature below that of the chamber, and such that the 
initial difference of temperature between the chamber and the calori- 
meter is greater than the final. It may also happen that when the 
calorimeter is cooled 5"" or G"* below the temperature' of the air, dew 
may be deposited on its surface, which will evaporate during the 
experiment as the temperature rises, and thus lead to a diminution of 
the final temperature and consetpient error in the determination, For 
these reasons, greater accuracy is attained by calculating and allowing 
for the radiation error than by attempting to eliminate it in' this way. 
The method is chiefly useful in rough experiments, where it is intended 
to neglect the radiation correction. 

Method of Anothei* method of avoiding the radiation correction has been 
temperli-^ recommended by M. N. Hesehus,' as practised in the university of St. 
tiire. Petersburg. The principle of the method consists in maintaining the 
temperature of the calorimeter stationary, and the same as that of the 
room in which the experiment is made. This is effected by adding 
cold water gradually to the calorimeter, so as just to counterbalance 
the heating effect of the body immersed. A mixture of ice and water 
affords a convenient supply of cold water at a known temperature. 
From the quantity of cold water added the specific heat of the body 
immersed may be easily calculated. For let 0 be the initial tempera- 
ture of the body immersed, and 6^ that of the calorimeter. Then, 
since the calorimeter is kept at throughout, it follows that the heat 
given out by the body immersed is ms{0 - 0^), and if M be the mass 
of cold water added, and 6q its temperature, the heat gained by this 
water is M(^i - 6^), so that 

It may be observed that in this metho<l the water equivalent of the 
calorimeter is eliminated as well as the radiation erroi-. The only 
quantity which it is necessary to observe is the mass M of cold water 
added to keep the temperature stationary, the temperatures 6, 6^, 0^ 
and the mass m of the body immersed being supposed known. 

To effect this in practice an air calorimeter was used. This con- 
sisted of a large-bulbed air thermometer, having a brass tube pro- 
truding into its bulb somewhat in the manner of the test-tube, in 
Bunsen’s ice calorimeter. The hot body was placed in this tube, and 
* * cold water was poured in so as to maintain the indication of the 

manometer constant. In order to avoid errors arising from variations 

^ Hesehus, Journal de la SocUU Phyaico-diimiquc Hussey Nov. 1887 ; Journal 
de PhysiquBy tom. vii. p. 489, 1888. 
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of the temperature of the surrounding air, the air reservoir of the 
thermometer was placed in a vessel of water at the temperature of the 
room. Before placing the hot body in the brass tube a weighed 
quantity of water was placed in it, and the body was then immersed 
in this water, as in Bunsen’s ice calorimeter^ (Art. 135). 

139. Regrnault’s Apparatus. — The apparatus devised by Regnault- 
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Fig. Regnaiilt’H ApparatUB. 


for the measurement of specific heats by the method of mixtures is 
shown in Fig. 60. It consists of a heater, C, and a calorimeter, H. 
The heater is that part of the apjmratus in which the substance under 
experiment is warmed to some known temperature before immersion 

1 For an improved form of Heschua's calorimeter, see an article by F. A. Watennan, 
Phil. Mcbg. Nov, 1895. 

2 Regnault, Ann, de Chimie et de Physique, 2®, tom. Ixxiii. p. 5, 1840, 
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in the calorimeter. It is simply a form of steam-jacket, comprising 
three coaxial cylindrical compartments, B, C, D, as shown in section. 
The body to be heated is placed in a small wire gauze basket, £, and 
suspended in the inner compartment. This basket possesses two co- 
axial compartments, the inner of which contains the bulb of a ther- 
mometer, and the outer carries the substance to be heated. The 
inner compartment of the heater in which the basket hangs can be 
opened at each end. The upper end is closed by a cork through 
which passes the stem, F, of the thermometer, and also the thread 
which supports the basket. The lower end, L, of this compartment 
is closed by a double sliding shutter, which, when open, permits of the 
basket and the substance which it contains being lowered into the 
calorimeter by means of the suspending thread G. 

The second and third compartments of the heater are traversed by 
a current of steam supplied by a boiler, A. The steam enters the 
second compartment, DD, through H, and after passing through the 
outer compartment, BB, escapes by the tube M into a condenser. 
The presence of the steam in the outer jacket prevents cooling and 
condensation in the second compartment, and the temperature of 
the inner is kept constant, being surrounded by a current of dry 
vapour. 

A considerable time is required before the substance in the basket 
attains its final temperature, v It generally attains a maximum of about 
98° C., and should bo allowed to remain in the heater for half an hour 
after its temperature has become stationary. When this has been 
effected the calorimeter R is run along rails (provided for the purpose) 
into position under 4)he shutter which closes the lower end of the 
inner compartment of the heater. The shutter is then withdrawn, 
and the basket quickly lowered into the calorimeter. The time occu- 
pied in the transference of the basket is so small that no very sensible 
error can arise through radiation during the passage from the heater 
to the calorimeter. 

In order to prevent radiation to the calorimeter from the heater 
and boiler during the experiment, the support, KK, on which the 
heater stands is made hollow, and contains water at the temperature 
of the air. A thick plate of cork is placed under the heater, so that 
the water in the supporting stand does not become warm by conduc- 
tion. A vertical cylindrical aperture is constructed in the stand, so 
as to permit of the basket being lowered into the calorimeter. While 
the substance is being heated the calorimeter is withdrawn to a 
distance along the rails, as shown in the figure, and a thick cork screen, 
P, cuts off all radiation from the heating apparatus. This screen is 
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movable, and can be raised when it is desired to run the calorimeter 
under the heater. ^ 

The quantity of water placed in the calorimeter is gauged in *a 
measuring flask of known volume at all temperatures. After the 
immersion of the heated substance a continual stirring is kept up by 
agitating the basket by means of the thread employed to suspend it. 

With the form of heater described in this apparatus a continuous 
variation of the initial temperature B of substance under examination 
cannot be obtained unless the vapour is produced in a manner which 
permits 5f the pressure being varied continuously. Different flxed 
temperatures may be obtained by using other liquids than water to 
furnish the vapour. A continuous variation of the initial temperature , 



may be conveniently obtained by means of a later form of heater 
employed by Regnault,^ and shown in Fig. 61. The wire basket 
containing the substance under examination is placed in a tub^ AB, 
running in a sloping direction through an oil bath which can be 
heated to any desired temperature. When the temperature of the 
substance has become stationary it is let down into the calorimeter 
by means of the thread to which it is attached. The oil bath may 
be replaced by a freezing mixture, and the specific, heat may thus be 
determined over a wide range of temperature, and its variations 
investigated. 

140. Specific Heats of Liquids. — The specific heats of liquids and 
^ Regnault, Ann. de Chvraie et de Phyaiqney 3®, tom. xlvi. p. 270, 1856. 
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powders and substances soluble in water may be examined by the 
method of mixtures by sealing them up* in thin glass or metal tubes. 
Ill the case of bad conductors of heat, however, considerable error 
may arise from the slowness with which the sealed-up mass yields its 
heat to the calorimeter, so that not only is the radiation correction 
enlarged, but it is impossible to determine how far the average 
temperature of the sealed-up mass differs fi*om the indications of the 
thermometer both before immersion and at the time of maximum 
temperature of the calorimeter. In the case of solids, which are poor 
conductors and soluble in water, another liquid of known specific heat 



Fig. 62. 


in which they are insoluble may be used in the calorimeter, and the 
sealing up in a tube can be thus avoided. In the case of liquids, 
Regnault used the apparatus shown in Fig. 62. The liquid was first 
heated (or cooled) in a reservoir, M, immersed in a bath (or freezing 
mixture). A tube furnished with a tap, B, led from this reservoir to 
the calorimeter, where it entered another reservoir, CD, which was 
completely immersed in the water of the calorimeter. The liquid 
having attained a definite temperature in the reservoir M, the tap B 
was opened, and the liquid forced by air pressure, communicated 
through the tube GH, into the calorimetric reservoir CD; The 
change of temperature of the calorimeter was noted, and the necessary 
corrections applied as before. The thermal capacity of the reservoir 
CD must, of course, be reckoned as part of that of the calorimetei:. 
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[An apparatus somewhat similar to that of Regnault’s just described 
has been employed by M. Longuinine ^ in the determination of the 
specific heats of certain organic liquids. The liquid was enclosed in an 
Ggg‘>3haped platinum vessel placed within a tube closed at both ends 
and surrounded by a double-walled vessel through which the vapour 
of some boiling liquid was continually circulating. A thermometer 
whose bulb was in contact with the platinum vessel gave the tempera- 
ture, which was usually quite constant after the heating had lasted 
about half-an-hour. The entire heating apparatus was mounted on 
rails, an(f could be rapidly run up to a calorimeter about a metre 
distant. On pressing a button the lower end of the tube was opened, 
the egg-shaped vessel was released and allowed to fall into the calori- 
meter, and the heating apparatus immediately withdrawn. The water 
in the calorimeter was continually stirred by an electric motor. Its 
temperature was measured by a delicate mercury thermometer which 
was read every half-minute through a telescope. The advantage of 
keeping the calorimeter fixed and making the heater movable was 
that the substance could be introduced into the calorimeter without 
interrupting the circulation of vapour in the heater, the stirring of 
the liquid in the calorimeter, or the observation of the thermometer 
placed in the latter. Besides, when the calorimeter is moved, there 
is danger of loss of its contents by splashing unless the motion is slow.] 
141. Favre and Sllbermann’s Caloplmeter. — A special form of 
calorimeter was devised by MM. Favre and Silbermann,^ for the pur- 
pose of studying thermal phenomena which require some time for 
completion, such, for example, as the measurement of the quantity of 
heat evolved during the chemical combination of two or more sub- 
stances. The principle of the instrument is somewhat the same as 
that of Bunsen’s ice calorimeter, the bulb being, however, filled entirely 
with mercury, and the heat communicated being measured by the 
expansion of the mercury in the stem. It is thus a kind of large- 
bulbed thermometer, the stem of which is bent round at a right angle, 
so that the part in which the end of the mercury coluihn travels is 
horizontal, as in the ice calorimeter of Bunsen (Fig. 57). The bulb, 
which ‘is generally an iron sphere, is fitted with two tubes of glass or 
platinum, which protrude into the interior of the mercury, and into 
which the hot body, or the substance under examination, is placed. 
The bulb is also fitted with a steel plunger, which may be screwed 
forward into the mercury (or backwards), and by this means the end 

1 Journal de Physique^ Jan. 1901. 

^ Favre, Ann. de Chimieet de Physique^ 3°, tom. xxxvi. p. 5; tom. xxxvii. p. 
416 ; tom. xh p. 293 ; 4®, toms, xxvi., xxvii., xxix. ; 6®, tom. i. 

R 
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of the mercurial column can bo brought to any part of the stem 
desired at the beginning of an exj>eriment. The instrument is stan- 
dardised by introducing a known weight of hot water into one of the 
tubes and noting the displacement of the index as well as. the fall 
of temperature of the water. If the end of the mercurial column 
advances n divisions when a mass m of water cools from to then 
the heat equivalent of each division of the stem is m{0^ - O^jn, This 
being known, the heat yielded to the calorimeter during any other 
experiment may be inferred from the displacement of the end of the 
mercurial column in the stem. During an experiment the bulb of the 
instrument is encased in cotton-wool or some other non-conducting 
sthff, so as to secure uniformity of conditions during all experiments, 
and to prevent as far as possible loss of heat by radiation and con- 
duction. 

The apparatus of Favre and Silbermann has been somewhat modi- 
fied by M. Jamin,^ the reservoir of the new instrument being of the 
form of a glass beaker closed at the top. The stem rises vertically 
from the top of the reservoir, and the receiving tubes pass down 
vertically through the top into the interior of the mercury. 

[A calorimeter practically identical in principle with that of Favre 
and Silbermann was described by Andrews in 1845. A similar 
instrument has been used by L. Pfaundler in determining the specific 
heats of solutions. In forrii it resembles a large mercury thermometer. 
It is heated till the mercury in the stem reaches a certain mark, and 
then immersed in the solution whose specific heat is to be found. The 
solution cools the instrument, and when the mercury has receded to 
another mark on the stem, it is withdrawn, and the final temperature 
of the solution observed. The original temperature being also known, 
the specific heat may be determined by comparison with a similar 
experiment performed on water. Besides the usual corrections for 
water equivalent and heat losses by radiation, etc., attention must be 
paid to the lag of the instrument and the error due to the fact that 
the liquid adhering to the instrument when it is withdrawn from the 
solution is slightly warmer than the rest of the solution. The instru- 
ment is also liable to the ordinary defects of mercury thermometers 
such as change of zero after heating.] 

A form of mixing calorimeter specially adapted for measuring the 

^ Jamiu, Cours de Physique, tom. ii., 2®, fasc., j). 17. 

* See Ann. der Physik, Bd. Ixvii, p. 139, 1899. In this coiineetion maj' be 
mentioned the atometcr of Prof. Emerson Reynolds {ExperiTnental Chemistry, vol. i. 
p. 58), which is really a large spirit thermometer with a test-tube hermetically 
sealed into the bulb ; it is intended for the expeditious dctenniiiatiou of specific 
heats. 



ART. 142 


THE METHOD OF MIXTURES 


243 


heat of combination of liquids has been described by Professor S. U. 
Pickering.^ 

142, [Heat of Combustion. — Th^heat of combmtiou of a substance 
is measured by the quantity of heat in calories disengaged when one 
gramme of the substance is completely burned in air or oxygen. 
In the case of a chemical element like carbon or sulphur the heat 
generated by the combustion of a gramme-molecule of the substance 
is usually called the heat of emnhination of the substance with oxygen. 
The heats of combination of various chemical elements with each 
other have been determined by Andrews, Favre, and Silbermann, 
Julius Thomsen, Berthelot, and others. 

The stationary temperature method of Art. 138 affords a simt)le 
means of measuring the heat of combustion of any substance which 
can be burned at a regular rate. For instance, to determine the hefit 
of combustion of coal-gas, a regular supply of the gas may be burned 
in a chamber from which the products of combustion are drawn oft* 
by a pump through a spiral tube, the chamber and spiral both being 
immersed in a large calorimeter filled with water, the temperature of 
which is kept constant and equal to that of the surrounding air by 
means of ice-cold water supplied from a vessel containing a mixture 
of ice and water. If the gas supply is reduced to the temperature 
of the air of the room, then the final products of combustion are 
given oft* at the same temperature as that of the original constituents 
before combustion ; so that if in is the mass of gas burned, M the 
mass of ice-cold water used, 6 the temperature of the air and calori- 
meter, and H the heat of combustion, 

?/iH = M0. 

In general, corrections would have to be made for incomplete 
combustion, incomplete uniformity of temperature, and the slight 
warming of the ice-cold water during its passage to the calorimeter.] 

^ S. U. Pickering, Phil. May.j 5^^, vol. xxix. p. 247, 1890. 
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143. Prineiple of the Method. — The method of cooling in calori- 
metry is founded on the supposition that when a body cools in a given 
enclosure the quantity of heat, dQ, emitted by it in a time di depends 
only on the excess 0 of the temperature of the body above that of the 
enclosure, and on the nature and extent of the surface of the body. 
On this supposition we may write down the equation 

dQ = A/(e)(U, 

where A depends on the surface of the body, that is, on its area and 
radiating power, and f(6) is an unknown function of the difference of 
temperature which will be the same for all bodies. Thus, if Newton's 
law of cooling be true, tjiis function is simply the difference of 
temperature 0. 

Now, if the body cools through an interval of temperature d$ in 
the time dt, we haye 

dQ — msdO, 

where m is the mass and s the specific beat of the body, hence 

tnsdd = Af{0}dt, 

and therefore the time of cooling from a difference of temperature 0^ 
to a difference 0^ 

where F(0) is the function obtained by performing the integration. 
In the same manner, if another body of mass m' and specific heat s' re- 
quires a time t' to cool through the same range in the same enclosure, 
we have 

244 
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and therefore 


t A' 

■ A ’ 


and if circumstances can be so arranged that the surfaces of the two 
bodies shall be the same, so that A = A\ we shall have 


ms 

m's* 


i 


That is, the thermal capacities of the two masses will be in the ratio 
of the tjmes required to cool through the same range of temperature 
under the same conditions. We shall now see how far these condi- 
tions h&ve been realised in practice. 

144. Apparatus of Dulong and Petit. — The first accurate re- 
searches by the method of cooling were made by Dulong and Petit. 
The substance under examination was placed in a small silver vessel 
and suspended in an enclosure, the walls of 
which were lamp-blacked and kept at zero by 
melting ice. The apparatus is shown in Fig. 6.'1. 

The silver vessel D consisted of two concentric 
cylinders, the inner of which was just wide 
enough to contain the bulb of a small delicate 
thermometer, and the substance was placed 
in the annular space between the two cylinders. 

In the case of solids they were finely powdered 
and tightly packed into this space, so as to 
be in close contact with its walls. The out- 
side of the silver was brightly polished, so that 
it might always possess the same radiating 
power and prolong as much as possible the time of cooling, which is 
the subject of observation. This time is also extended by exhaust- 
ing ^ the chamber in which the radiation occurs. 

In Fig. 63 the silver thimble containing the substance under 
examination is shown suspended at the centre of an air-tight vessel, 
the stem of the thermometer, which indicates its temperature, project- 
ing through the top. In making an experiment this vessel is heated, 
thoroughly desiccated and exhausted, and then surrounded by ice, 
as shown in figure. The time of falling through some definite 
range of temperature is then observed — for example, the times of 
falling from 15® to 10®, and from 10® to 5® 0.. 

The simple equation of the foregoing article becomes somewhat 
modified when the thermal capacities of the silver vessel and the 

^ The time of cooling was nearly twice as lung in vacuum as in air in some of 
Regnault's experiments. 
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thermometer are taken into account. Denoting the sum of their 
thermal capacities by h, the equation becomes 

mtt I A’ _ / 

whore k is the same in all experiments, and may be determined by 
finding t and t for two substances of known specific heats. It may 
also be determined by estimating the masses of silver, glass, and 
mercury respectively, and using their previously-determined specific 
heats. Both methods were employed by Kegnault, but the results 
were not very concordant. The observation of t and t' for two 
ditferent masses of water would also lead to a value of h 

145. Regnault's Experiments. — A series of experiments was 
executed by Regnault ' with the object of ascertaining how far the 
method of cooling could be relied on in the estimation of specific 
heats. In the case of solids the mode of procedure was the same as 
that of Dulong and Petit, already described. With liquids the experi- 
ments were conducted in the same manner, and also with a modified 
form of apparatus. In the second form of apparatus the silver thimble 
was dispensed with, and the liquid was enclosed in a small cylindrical 
bulb of glass, the neck of which was just wide enough to allow a small 
thermometer to pass down into the liquid within the bulb. The cool- 
ing of the liquid was then observed as before. 

After an extensive series of experiments on substances whose 
specific heats had been already determined by the method of mixtures, 
Regnault was convinced that in the case of solids the method of cool- 
ing could not bo accepted as a method of sufficient accuracy in calori- 
metry ; and he was forced to this conclusion, not only by the differences 
between the results obtained by this method and those obtained by 
other methods for the same substances, but also by the discrepancies 
existing between the various determinations by this method of the 
specific heat of the same substance. 

With solids the conditions assumed in the deduction of the 
fundamental equation are never even approximately satisfied. Thus, 
although the external surface of the silver thimble may always have 
the same radiating power, yet the contact of the powdered solid with 
the inside surface will depend on how tightly the powder is pressed 
into the vessel, and this will not only vary with different substances, 
but also in ^different experiments with the same substance. Thus, 
although we may have A = A' for the external surface of the silver, 

* Reguault. Ann, dc Chimie d de Physique^ 3®, tom. ix. p. 327 ; and 2®, tom. 
Ixxiii. p. 5. 



ART. 145 


THK METHOD OF COOLING 


247 


the communication of heat from the interior outwards will depend 
both on the conductivity of the powdered solid, and on its contact 
with the walls of the vessel. For this reason, nothing like equality 
of temperature can exist throughout the mass, and the temperature 
registered by the thermometer being that of the interior may be 
considerably higher than that of the external silver surface, which is 
that which should appear in our equations. 

In the case of liquids the conditions assumed ai e much more 
nearly satisfied. Here the contact with the silver vessel will be 
much thfi same in all experiments, and equality of temperature will 
be fairly established throughout the mass by convection currents, so 
that the question of conductivity scarcely comes into account. This 
method is therefore exceedingly convenient in the case of liquids, 
especially in the case of liquids which cannot be obtained in con- 
siderable quantities. 

[The advantage of this method is that there is no transference or 
mixture ; the defect is that the whole measurement depends on the 
assumption that the rate of loss of heat is the same in the two 
experiments, and that any variation in the conditions, or uncertainty 
in the rate of loss, produces its full effect in the result, whereas in the 
method of mixtures it would only afiect a small correction. Other 
sources of uncertainty are, that the rate of loss of heat generally 
depends to some extent on the rate of fall of temperature, and that 
it is difficult to take accurate ob.servations on a rapidly falling 
thermometer. Instead of using a small polished silver calorimeter, 
it w'ould bo better to use a fairly large one, the surface of which, as 
well as that of the enclosure, should bo permanently blackened, so 
as to increase the loss of heat by radiation as much as possible com- 
pared with the losses by convection and conduction, which are less 
regular. For accurate work it is essential that the liquid in the 
calorimeter should be continuously stirred, and that the lid as well as 
the sides of the enclosure should be sui rounded with water also kept 
stirred, and preserved at a constant temperature.*] 

^ H. L. Callendar, Eticy, BHL^ Art. “Calorimetry.” 
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146. Joly*s Steam Calorimeter. — The method of condensation 
does not appear to have been used in calorimetry, at least with 
success, until very recently. This probably arose from the mechanical 
difficulties and the many sources of error which apparently attend this 
method. In 1886, however, Professor Joly^ proved that the steam 
calorimeter was not only an accurate scientific instrument, but that, 
besides being of more general application, it was probably susceptible 
of greater accuracy than any other method hitherto employed. He 
has since proved that in the hands of a skilled experimenter the 
steam calorimeter gives not only exceedingly consistent and reliable 
results for solids and liquids^ but that by means of it the experimental 
determination of the specific heats of gases at constant volume, 
hitherto regarded as impossible, can be readily efiected. 

The simplest form of Prof. Joly’s apparatus consists essentially of 
a thin metal enclosure, which we shall call the steam-chamber, in which 
hangs from the arm of a balance a small platinum pan (Fig. 64), 
carrying the body to be experimented on. Steam is admitted into 
this chamber at the upper end, through a tube (as shown by the arrows) 
and escapes through a tube leading from the lower extremity. The 
steam can be admitted rapidly and shut off at pleasure, or allowed to 
flow gently through the apparatus. 

At the beginning of an experiment a known weight of any sub- 
stance is placed on the pan, and after remaining some time, so as 
to take up the temperature of the chamber, its temperature is 
noted by means of a thermometer inserted in a tubulure passing 
through the side of the steam-chamber. Steam in the meantime is 
got up in the boiler, and is suddenly admitted, so that the whole 
chamber becomes at once filled with saturated vapour. Condensation 
at once begins on the substance, and the resulting water is caught in 

* J. Joly, Proe. Roy. Soc. vol. xli. p. 362, 1886. 
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the pan — weights being added to the other pan of the balance so 
as to restore equilibrium. During this process the steam is admitted 
very slowly (by opening an escape tube leading from the boiler) into 
the calorimeter, so that there is no sensible steam draught on the pan, 
and the weighing is nOt interfered with. After four or five minutes 
the substance has attained the temperature of the steam, and the 
condensation is completed. The pan then ceases to increase 
sensibly in weight, and the equilibrium of the balance is maintained 
permanent. A very slow increase of three or four milligrammes per 
hour (due to radiation) is, however, noticed. Equilibrium having been 



obtained, the total increase of weight w is noted, and the experiment 
is over. Let 6^.3 be the temperature of the steam, and L its latent 
heat. The quantity of heat given out by the condensation is wh, and 
this is expended in raising the substance and pan from 0^ to 6^, If 
W be the weight of the substance, and s its specific heat, the heat 
acquired by the substance will be ““ ^i)» acquired by 

the supporting, pan will be ^(^2 - 0^), where k is the thermal capacity 
of the pan, that is, the quantity of heat necessary to raise its tempera- 
ture 1° C. Hence we have 

W3(0.j - ff]) -h - ^j) = wL. 

The quantity k is determined by a previous observation, and the 
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tomperaturo found either directly, by a thermometer inserted in 
the steam chamber, or by means of Regnault’s tables and a reading 
of the barometer. 

For extreme accuracy a small correction is still necessary. The 
weight W of the substance is found in air at and the weight w is 
found when the substance and pan are in steam at The weight 
of steam per cubic centimetre at 100 ° is little more than half that 
of air at ordinary temperatures, and for this reason the weight w is 
greater than the weight of vapour condensed by the excess in weight 
of a volume v of air at 6^ over the same volume of steam at ^ 2 > where 
V is the volume of the substance and pan together. The difference 
ill weight of a cubic centimetre of air at 15° G. and a c.c. of steam at 
100 ° is 'GOOGilB gramme, according to Regnault ; hence the correction 
to bo applied to w is *000636i’. This correction being applied gives 
the weight of water condensed, but it must be remembered that it is 
weighed in steam; and if extreme accuracy be desired, it is still 
necessary to multiply by the factor 1 ’000589, in order to reduce the 
weighing to vacuum.. The actual weight in a vacuum of the water 
condensed will therefore be 

1 -ooossoct/i - 0 •ooos.’jev), 

so that s is determined from the equation 

{Ws f ' ^i) = 1 -OOOGSOC?/; - 0 -000636 v)L. 

Where according to Kegnault 

L -r 606 -5-0 *695^2 - 0 *00002^/ - 0 *0000003^./, 

or very approximately L = 536’5 + 0*7(100 - 6 ^ 2 )* 

In order to avoid the condensation of steam on the suspending 
wire, where it leaves the steam>chamber, it passes, not through a small 
hole in the metal, but through a small hole pierced in a plug of plaster 
of Paris. Without the plaster the steam condenses on the metal aiid 
forms a drop at the aperture through which the suspending wire 
passes, and destroys the freedom of motion of the wire and prevents 
accurate weighing. With the plaster of Paris plug no such drop 
collects, and the weighing can be performed with accuracy. In his 
later experiments, Prof. Joly placed a small spiral of platinum wire 
around the suspending wire just outside the aperture, and by passing 
an electric current through the spiral, sufficient heat is produced to 
prevent all condensation on the suspending wire in the neighbourhood 
of the aperture. Besides accuracy in weighing, a point of prime im- 
portance is the rapid introduction of the steam at the beginning of 
the experiment. When the steam first enters the calorimeter, 
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partial condensation occurs by radiation to the cold air and the walls 
of the chamber. Some of the condensed globules may fall upon the 
substance and load to an error in the value of s. If the steam enters 
slowly this error may be large, and it is therefore important to fill 
the chamber at once with steam. This necessitates a good supply of 
steam and a large delivery tube, but when the chamber is well filled 
with steam a very gentle after-flow suffices. If the steam supply be 
cut off, the weight of condensed vapour slowly diminishes. This arises 
from distillation over to the colder walls of the chamber, and if the 
steam be*agairi turned on the weight increases. 

The error arising from the de|)Osition of condensed globules on 
the pan during the initial stages of the experiment is somewhat 
counterbalanced by radiation from the steam to the substance. This 
latter is analogous to the ti*ansference error in the other methods of 
calorimetry. 

One advantage of the steam calorimeter is that it applies equally 
to solids, liquids, and gases, and may be used for large or small 
masses, so as to enable us to find by this means the specific heats of 
rare substances which are not easily procurable in large quantities. 

Liquids, powders, and solids acted on by steam may be sealed up in a 
glass envelope, the thermal capacity of which can be determined. 

The method therefore appears not only exceedingly accurate, but also 
universal in its application. 

The method of evaporation, on the other hand, is important in Method of 
estimating quantities of heat in many scientific investigations. It is 
particularly useful in evaluating the qiiantity of heat developed by 
the combustion of coal or other kinds of fuel, and in measuring the 
economy of various kinds of furnaces. 

147. The Differential Steam Calorimeter — Specific Heats of 
Gases at Constant Volume. — In a more recent form ^ of the steam 
calorimeter, the correction for the weight of the steam displaced by the 
pan is avoided. This form is named the differential steam calorimeter, 
and has been applied by Prof. Joly to determine the specific heats of 
gases at constant volume. In this form (shown in front and side view 
in Fig. 65) two similar pans hang in the steam-chamber, one suspended 
from each arm of the balance, so as to counterpoise each other. The 
thermal capicities of the pans can be made equal, so that k will vanish 
from the equation, and the radiation error will also disappear, as it 
will cause equal condensation on the two pans. 

The chief use of the differential form is, however, its applicsi- 
tion to the calorimetry of gases. For this purpose the pans are 
^ J. Joly, Proe. Jloy. Soc. vol. xlvii. p. 218, 1889. 
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replaced by two equal spherical shells of copper, one containing the gas 
at a known pressure and temperature, and the other empty. The spheres 
are furnished with small pans, or catch- waters,’^ to collect the water 
resulting from condensation. Greater condensation occurs on the 
sphere which contains the gas, and the excess gives the quantity of 



Fig. 05. 


heat required to heat the contained mass of gas from 6 ^ to This 
determines the specific heat of the gas at constant volume. 

The great advantage of the differential calorimeter is, that any 
source of error common to the two spheres is eliminated, and the gas 
or other substance enclosed in one of them merely bears its own share 
of error, and not also that of the containing sphere. Thus an error 
in the observation of the temperature disappears with regard to the 
sphere, and the effect is pra.ctically the same as if the gas were con^ 
tained in a vessel of zero thermal capacity in the single steam calori- 
meter form. 
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In making an experiments the sphere used to hold the gas is 
repeatedly washed out with the dry pure gas, the sphere being both 
heated and exhausted before each admission of the gas. It is then 
filled and hung in the steam-chamber and counterpoised against the 
empty sphere, the difference of weight being noted. This gives the 
weight of gas enclosed. The stationary temperature being noted, 
the steam is admitted, and in about five minutes the condensation 
will be complete. The upper temperature 6^2 is then noted. The 
lower temperature 6 ^ is registered by a delicate standardised low-range 
thermometer, and 0 ^ is registered by a similar high-range thermometer. 
The spheres are now removed from the calorimeter and carefully dried, 
their high temperature being sufficient to completely evaporate all 
moisture from their surfaces. When cool, they are again placed in 
the calorimeter, and equilibrium tested. This is in order to detect 
if any leakage has occurred during the experiment.^ Some of the 
gas may now be let out, and another experiment made with what 
remains. 

The spheres employed by Prof. Joly were of copper, and about 6*7 
cm. in diameter, the one containing the gas being made to stand a safe 
working pressure of about 35 or 40 atmospheres. If at the beginning 
of the experiment this space is filled with air at about 22 atmospheres 
at 6 ^ the pressure will be about 30 at 6^2* experiment the weight 

of air contained was 4*2854 grammes. The condensation due to the 
sphere was 1*5 gramme, and that due to the air 0*11629, or about 
that of the sphere, the range of temperature 6 ^ - 6 ^ being 84®*52 C. 
In a series of six experiments the mean precipitation per degree cen- 
tigrade was 0*018004. 

The corrections necessary for extreme accuracy are — 

(1.) Correction for the thermal expansion of the vessel, and the 
consequent work done by the gas in expanding to this 
increased volume. 

(2.) Correction for the dilatation of the sphere under the increased 
pressure of the gas as the temperature rises. 

(3.) Correction for the thermal effect of stretching of the material 
of the sphere. Wires are generally cooled by sudden ex- 
tension, but the cooling of the copper in this case is too 
small to merit consideration. 

(4.) Correction for displacement, or buoyancy, arising from the 
increased volume of the sphere, both in the air at 6 ^ and in 
the steam at ^2* 


^ In the later experiments all leakage was completely stopped. 
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(5.) Correction for unequal thermal capacities of the spheres. 

(6.) Reduction of the weight of the precipitation to vacuum. 

Prof. Joly’s experiments show that in the case of air and carbonic 
acid the specific heat increases with the density, but with hydrogen 
the opposite seems to be the case. 

For air the specific heat at constant volume at a mean pressure of 
19’61 atmospheres, and a mean density of 0'0205, was found to be 
0*1721. For carbon dioxide, the change with pressure is shown by the 
following table : — , 


Pressure in Atmospheres. 



Density. 

1 Or. 

7-20 

0-011630 

0-16841 

12-20 1 

0-019950 

0-17054 

16-87 

0-028498 ; 

0-17141 

1 20-90 

0-0365-29 1 

0-17305 

21 -66 

0-037802 

0-17386 


The mean result, of the experiments on hydrogen gives a specific 
heat 2*402. 
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ON THE SPECIFIC HEATS OF GASES 

148. The Two Specific Heats of a Gas. — It has been already ])ointe<l 
out (Art. 132) that the sj^ecific heat of a substance can be spoken of with 
definiteness only when the conditions under which the heating takes 
place are stated. If a body be allowed to expand when heated, work 
will be done against the external pressure, and an equivalent quantity 
of heat will be required, and if the specific heat be merely defined as 
the quantity of heat necessary to raise the temperature of unit mass 
of a substance T’ C., its value will depend on the amount of external 
work done during the change of temperature, as well as on the nature 
of the substance. Thus, in general, the specific heat of a substance 
may have any value whatever if the conditions under which the change 
of temperature takes place are not defined. 

In the case of solids and liquids the change of volume, and there* 
fore the external work done, during change of temperature is small, so 
that although the specific heats so far determined are those under 
constant pressure, yet it has not been necessary to allude to the fact. 
In the case of gases, however, under constant pressure, the change 
of volume with rise of temperature is considerable, and the thermal 
equivalent of the external work done during expansion is a large part 
of the whole heat supplied during the change of temperature. For 
this reason, the conditions under which the heating of a gas takes 
place must be stated when referring to the specific heat; and it 
has become customary to speak of two specific heats in connection 
with any gas, namely, the specific heat at ranstant volume, and thp 
specific heat under constant pressure. The former is the quantity of 
heat required to raise the temperature of unit mass of the gas 1'" C. 
when its volume is kept constant, and the latter the quantity of heat 
required to raise the temperature of unit mass VC. when the pres- 
sure is kept constant. In the former, the pressure increases while 
the volume is kept constant and no external work is done. In the 

255 



256 


THEORY OF HEAT 


CHAP. IV 


latter, the volume increases under constant pressure, and an amount 
of external work is done which is measured by the product of the 
mean pressure by the change of volume. 

The experimental determination of the specific heats of gases at 
constant volume has been already considered under the method of 
condensation, and we shall now proceed to the experimental deter- 
mination of the specific heat under constant pressure.^ This investi- 
gation is attended by great difficulties, arising chiefly from the small 
specific gravities of gases, so that a large volume must be passed 
through the calorimeter in order to produce any appreciable change 
of temperature. This requires a considerable time, and during the 
interval all the causes of error which accompany calorimetric de- 
terminations are in operation. The relations connecting the two 
specific heats, and the methods by which they may bo determined 
indirectly, will be considered afterwards. 

149. Specific Heat under Constant Pressure — Resrnault’s Appa- 
ratus. — The apparatus adopted by Regnault to determine the specific 
heats of gases under constant pressure was a modified form of that 
used by Delaroche and B4rard. The gas to be operated on was 
stored dry and pure in a large reservoir, V (Fig. 66), which was 
immersed in a bath kept at a constant temperature. The pressure of 
the gas in this reservoir was measured by an open manometer attached 
to the delivery tube. Wheb the stop-cock R was opened the gas flowed 
from the reservoir through the spiral tube, immersed in a hot oil bath 
EC, which could be maintained at any chosen temperature. This 
spiral was so long that the gas in passing through it attained the 
temperature of the surrounding bath. After passing through this 
spiral the gas entered the calorimeter. Here it passed through a 
brass reservoir consisting of a series of chambers, and gave up its 
heat to the calorimeter, emerging, finally at the temperature of the 
calorimeter by the tube D. 

The first point of prime importance was to secure a uniform flow 
of the gas, so that it should pass through the calorimeter uniformly 

^ The first researches on the specific heats of gases were made by Crawfordi 
who applied the method of mixtures and found that the specific heat of air 
was nearly twice that of water ! ^Afterwards Lavoisier and Laplace {CEuvres de 
fiavoisier, tom. ii.) found by means of their ice calorimeter a more correct value *33, 
and subsequently Gay-Lussac (Ann, de Chimie et de Phj/sique, tom. Ixxxi. p. 98) 
attacked the subject ; but by far the best determinations previous to Regnault's work 
are those of Delaroche and Bcrard (Ann, tie Chimie et de Physique^ serie, tom. 
Ixxxv. p. 72), crowned by the Academy of Sciences. They caused a uniform current 
of gas, heated to 100° C. (by passing through a tube contained in a vapour jacket), to 
pass tbrough a spiral tube contained in the calorimeter. Joule also made an accurate 
determination of the specific heat of air {Phil, Trans, pt. i. p. 65 , 1852 ). 
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and under constant pressure. As the gas escapes the pressure in the 
reservoir Y diminishes, while the pressure outside (the atmosphere) 
remains constant, consequently the velocity of efflux will gradually 
diminish. To avoid this liegnault placed a manometer, M, in 
connection with the conducting tube at N, which registered the 
pressure at that point. Between this manometer and the reservoir 
V a screw 11 was placed (shown enlarged in Fig. 66, />B), which 
obstructed the flow of the gas, but which could be gradually with- 



66. — .\p]>ai-atiis. 


drawn so as to leave a Avider passage and keep the pressure registered 
by M constant. This secured a constant pressure, and hence a 
uniform flow. Just beyoml the manometer the tube was very 
narrow. In order to make certain that the gas actually acquired tbl 
temperature of the bath in passing through the long serpentine 
EC, Regnault made some preliminary experiments in which a ther- 
mometer was placed in the tube, so as to take the temperature of the 
gas just before leaving the bath. By this means he found that there was 
no sensible difference of temperature. Hence, in subsequent investiga- 
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tions the temperature of the gas entering the calorimeter was taken to 
be that of the bath. Particular precautions were taken to avoid loss 
of heat by the gas in passing from the bath to the calorimeter, and 
also to prevent, as far as possible, conduction of heat from the bath to 
the calorimeter through the connecting tube. For this purpose the 
connecting parts at C w.ere made of non-conducting material, and 
the calorimeter was enclosed in a wooden case. In order to ascertain 
if the pressure of the gas was the same at entering as at leaving 
the calorimeter, water manometers were placed at the entrance G 
and the exit D. These showed no more than 1 mm. difference.^ A 
thermometer placed at D also showed that the temperature of the 
escaping gas was the same as that of the calorimeter. 

It now remained to calculate the weight of gas which passed 
through the calorimeter during the experiment. In the first place, 
the total weight of gas in the reservoir is, by Boyle’s law, proportional 
to the pressure if the volume of the reservoir remains constant. 
This volume was influenced by both temperature and pressure, and 
to correct the former the reservoir was placed in a bath, and to 
minimise the latter the reservoir was made strong. For any pressure 
p Segnault assumed that the weight of gas W in the reservoir was 
given by the formula 

( l I- ae)\K = Ap B?/-* + 

in which A, B, C were determined by experiment. Thus the weight 
W' at any other pressure p' was, at the same temperature, 

( 1 + ae)W A;/ + B//-* + 

and consequently- their difference w was 

(1 -f a0)ro — A(p -p*) + - jf/®) + 

By making three such experiments, three values of and three 
equations to determine A, B, C were obtained. These' being once 
determined could be used in all further experiments. 

In carrying out an experiment the gas was compressed pure and • 
dry in the reservoir V under a sufficient pressure. The oil bath was 
heated to a stationary temperature, and a known weight of water 
was placed in the calorimeter. The whole observation was then 
divided into three parts. 

' [In former editions of tliis work it was stated that if this is not the ease the 
gas will have expanded in the calorimeter,, doing work and absorbing heat, thus 
causing error. This is a mistake, as has been pointed out by G. F. C. Searle (IVoc. 
Camh, Phil. Soc. vol. xiii. p. 245, 1906). The gas is necessarily expanding, since 
it is being heated at constant pressure. Even if an appreciable fall of pressure 
existed, it would produce only a very minutj effect On the temperature, as in the 
porous plug experiment (sec Art. 364).] 
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(I.) The calorimeter was observed for ten minutes in order to 
determine the heat received per minute through (a) conductivity from 
the oil bath ; (/3) radiation from the screens ; (y) radiation to or from 
the surrounding air. The effects (a) and (j8) arc practically constant, 
for the temperature of the bath is always much higher than that of 
the calorimeter ; but (y) may be either positive or negative, and 
must be found by observation of the temperatures of the air and 
calorimeter from minute to minute. If k represents the change of 
temperature per minute arising from (a) and (J3) together, and if 0q be 
the mean temperature of the air and 0 that of the calorimeter during 
any particular minute, the corresponding change of temperature 80 of 
the calorimeter arising from the perturbations a, /?, y will be 

( 1 ) 

(II.) After the lapse of ten minutes, spent in the observation of 
the perturbations due to radiation and conduction, the gas was turned 
on, and during this phase of the experiment the temperature of the 
calorimeter was changed by the passage of the gas through' it, and 
also, but to a much smaller extent, by the perturbation mentioned in 
(I.). If the flow is continued for n minutes the total change of 
temperature arising from the latter causes is 

If ^80 be positive it must be subtracted from the flnal temperature 
of the calorimeter in order to obtain the temperature which would 
have been attained if no perturbations existed. Denoting the initial 
temperature of the calorimeter by 0^ and its observed flnal tefliperature 
by 009 the true flnal temperature will be 02 - ^50, and if W denotes 
the water equivalent of the calorimeter the heat gained by it from 
the gas will be W[( 6^2 ~ ^ weight of gas 

transmitted, and s its speciflc heat, the whole mass of gas may be 
considered as having fallen from the temperature 0 of the bath to 
the mean temperature ^(0j^ + 6 ^ 2 ) l^^e calorimeter ; consequently the 
heat lost by the gas will be ws\0 - ^{0^ + ^ 2)1 equation which 

determines s is 

+ ... ( 2 ) 
'(III.) The third part of the experiment consisted in observing the 
variation of the temperature of the calorimeter for ten minutes aftei^ 
the flow of gas i^as stopped. It was now only subject to the per- 
turbations, and the change of temperature was due to these causes 
alone. Denoting the change of temperature per minute of the 
calorimeter by 80^^ and the mean temperature of the air during this 
minute by 0'^^ while that of the .calorimeter is 0 ', we have 

W'=A(^-^'o) + Jfc • . 


( 3 ) 
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This equation, combined with (1), enables us to determine A and A;, 
and hence the quantity which, when substituted in (2), gives the 
specific heat. • 

In the case of gases which attack copper the spiral tubes were 
made of platinum, and when pressures higher than the atmosphere 
were required, the narrowing of the tube just beyond N was dispensed 
with, and the mouth D of the tube where the gas escaped was made 
very narrow. The water manometer M was also replaced by a 
mercurial manometer. The following results were obtained by 
Kegnault : — 

Specific Heats of Gases under Constant Pressure. 
Simple Gases 

Air. . . . 0-23741 Nitrogen' . . . 0*24380 

Oxygen . . . 0*21751 Chlorine . 0*12099 

Hydrogen . . 3*4090 Bromine . . 0*05552 

150. Method of Stationary Temperature. — In the process just 
described the tempei-ature of the calorimeter varies from to dg* 
may therefore be called the method of variable temperature. Dela- 
roche and B^rard employed in addition the method of stationary 
temperature. In this method the hot gas is passed through the calori- 
meter till the temperature of the latter becomes stationary. At this 
stage the heat gained per '^cond by the calorimeter is equal to that 
lost by radiation to the surroundings. Denoting the weight of gas 
which passes through the calorimeter per unit time by w and its 
specific heat by s; the total heat gained by the calorimeter per unit 
time will be ws{d ~ ff) + A;, where ff is the stationary temperature of 
the calorimeter, 6 that of the bath, and k the gain of heat by conduc- 
tion through the connections. But if 6^ be the temperature of the air, 
the loss by radiation will be A(6^ - 0^, and consequently 

n:a{e ~ e') 4 k = - ^o). 

The coefficients A and k may be found as before by two observa- 
tions on the rate of change of temperature of the calorimeter. In 
determining 6' Delaroche and Berard warmed the calorimeter initially 
^to a temperature a little inferior to the stationary temperature, and 
then allowed the gas to pass through, observing the maximum indica- 
tion of the thermometer placed in the calorimeter, that is, the tem- 
perature indicated when it ceased to change by more than of a 
degree in ten minutes. They then heated the calorimeter a little 

' The specific heat of nitrogen was deduced from that of air combined with that 
of oxygen. 
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ab(9ve tho stationary temperature, and allowed the gas to pass. This 
time the calorimetet* cooled to a stationary temperature. The mean 
of the two temperatures thus observed they took as the true stationary 
temperature 

151. [Lussana’s Experiments. — The most careful direct measure- 
ments of the specific heat of gases at constant pressure are those due 
to Prof. S. Lussana.^ The method adopted was in some respects similar 
to Regnault’s, but with tho important modification that the pressure 
was maintained constant throughout the whole apparatus, the design 



Fig. 67. 


of which also made the use of much higher pressures possible. Prof. 
Lussana^s researches extended over several years, in the course of 
which various changes and improvements were introduced from time 
to time, but the essential parts in most of tho experiments did not 
differ much from the arrangement represented in Fig. 67. 

A and B are two iron cylinders of internal diameter 27 cms. and 
length about 50 cms. Their lower ends are connected by a flexible 
spiral steel tube C, so that — A being fixed — B can be moved vertically 
up and down to a higher or lower level than A. In the position 
shown, A is full of gas, and B, as well as the steel spiral, is full of 
mercirfy. If B is now raised to a level higher than A, the mercury 

‘ Nuow Cbm}Uo, series 3, vol. x.\xvi., 1894 ; June 1895 ; Feb. 1896 ; Aug. 1897 ; 
June 1898. Atti del R, Istituto VcTisto di ecmizef letlere ed arli, tom. viii., serieft 
vii., 1896-97. 


Specific 
heat at 
constant 
pressure. 
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flows from B to A through the steel tube, causing the gas to {ftiss 
through the copper tube D, the tap E, and the flexible spiral copper 
tube F into B. The mercury is allowed to fill A and to rise in the 
tube above it till it touches a platinum wire G, thereby completing an 
electric circuit and ringing a bell. The apparatus is now ready for 
an observation. The pressure is noted, and also the temperatures 
indicated by the various thermometers. After the temperature of 
the calorimeter has been watched for ten minutes, the tap E is closed, 
the taps H and I opened, and B is gradually lowered. This cfiuses the 
mercury to pass from A to B through C, driving . the gas out of B 
through FKI, through the copper spiral L contained in the heater M, 
through a similar spiral N immersed in the calorimeter O, and thence 
by the tap H and the tube D Ijack to A. H and I are then closed 
and E opened, and the temperature of the calorimeter again watched 
f6r several minutes, after which the process is repeated. It will thus 
be seen that the same mass of gas can be used over and over again, 
and that its pressure remains always the same. At each operation a 
known mass of gas is passed through the spiral L and there heated to 
an observed temperature given by the thermometer T^. It passes 
thence through the spiral N and is there reduced to the temperature 
of the calorimeter given by the thermometer T3. The rate at which 
the calorimeter is gaining or losing heat through outside influences is 
calculated, as in Regnault’s'^experiments, from the temperatures of the 
calorimeter previous and subsequent to the passage of the gas. These 
temperatures were read through a telescope at intervals of one minute 
during a series of observations. The temperatures of tl;e air, and 
Tg of the heater, were noted from time to time. • T^ is a thermometer 
giving the temperature of the emergent column of T3. 

In the earlier experiments the mass of gas contained in A was 
determined by finding the weight of mercury necessary to fill it under 
the requisite pressure. Allowing for the compressibility of mercury, 
the volume of A was thus found, and the mass of gas filling it at the 
same temperature and pressure calculated from the results of Amagat’s 
experiments. In the later experiments, however, the mass of gas was 
directly measured by an arrangement originally due to Ghabaut, the 
gas being allowed to issue slowly through a tap Q, B being closed, and 
its volume measured at atmospheric pressure. 

The pressure was nieasured by a closed air manometer P. Pressures 
ranging from 5 or 6 atmospheres to nearly 150 atms. were employed. 

The construction of the heater will be seen in the figure. In some 
experiments water or alcohol was kept boiling in S, in others a ‘ 
fractional distillate of petroleum was used. ‘The temperature of Tg 
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was thus varied from below 100° C. to about 200°. A condenser 
(not represented) was attached to M and returned the condensed 
liquid to S. 

In order to diminish as far as possible the passage of heat from 
the heater to the calorimeter, a screen U was interposed. This was 
at first made of wood ; afterwards a narrow box in which cold water 
was kept circulating was substituted. The copper tube passes 
through a cork in the upper part of U. 

A modified form of calorimeter used by Lussana in his later experi- 
ments is shown in Fig. 68. In form it is similar to Bunsen’s ice 
calorimeter (Art. 135), but the 
portion of the bulb above the 
mercury was filled with amyl al- 
cohol. Oil of vaseline was poured 
into the inner tube to facilitate 
the conduction of heat to the spiral 
tube contained in it. This spiral 
tube was of copper and about 2 
metres long. The calorimeter was 
immersed in a vessel F which 
was itself surrounded by another 
vessel in which water was heated. 

To this heater a condenser was 
attached, and the supply of gas 
to the burner was regulated by a 
thermostat. Thus the calorimeter 
was kept at a temperature almost 
quite constant when no air was 
being circulated through the coils, the motion of the end of the 
mercury column in the graduated tube C being regular and very slow. 

The only gas experimented on was air. It was first passed through 
the coil immersed in the water bath G. The temperature of G is 
given by the thermometer Q, and the small diflTereiice of temperature 
between the bath and the air leaving the coil is given by a thermo- 
couple, of which one junction will be seen near the bulb of the 
thermometer, the othe.r being' in contapt with the issuing air in L. 
The air then passed through the spiral of the calorimeter, and the 
temperature to which it was raised was determined in a similar 
manner. The passage of the air cooled the calorimeter and the 
recession of mercury in C was observed, allowance being made for the 
slow, regular motion of the column. These data are sufficient, if 
the mass of air and the constant of the calorimeter are known, to find 




264 


THEORY OF HEAT 


CHAP. IV 


the specific heat. The mass of air was measured as has been already 
explaiiic<l, and the constant of the calorimeter was found J[)y discon- 
necting the spiral of the water bath, allowing a known mass of water 
to flow into the calorimeter, and proceeding as usual. 

The top of F and of the heater was covered with a thick layer of 
felt, and in addition two wooden screens were interposed between F 
and G. 1) and K are graduated tubes for altering the position of the 
mercury column. 

In his earlier experiments Lussana did not carry the^ pressure 
beyond about 45 atms. Up to this point he found, that the variation 
with pressure of the specific heat of a gas at constant pressure could 
be well represented by a linear formula of the type 

- 1 ), 

p being the ]>ressure in atmospheres, and a and b constants. The 
initial and final temperatures of the gas were about 95° and 10°. The 
following table contains the values of a and h for the gases experi- 
mented on : — 

Specific Heat at Constant Pressure 



Specific Heat at 1 

Increase per 


Atmosphere. 

It 

Atmosphere. 

U 

Hydrogen 

3-4025 

0-013300 

Methane . . . ; 

0-5915 

0-003463 

Carbon dioxide 

0-2013 

0-0019199 

Ethylene 

0-40387 

0-0016022 

Nitrous oxide . . . . 

0-22480 

0-0018364 


The value of the specific heat under a pressure of 1 atm. is here 
obtained by extrapolation, as the minimum pressure used was about 
5 atms. 

An extended series of experiments was carried out on air and on 
carbon dioxide. For air Lussana gives the formula (for about the 
same limits of temperature) 

Cp = 0 ‘23702 + 0-001550407 - 1) - 0 -000001 9591(j» - l)^.] 

162. Influence of Pressure and Temperature. — Delaroche and 
Berard were of opiniop that the specific heat of a gas depended on the 
pressure ; but Regnault, who investigated this point carefully, came to 
the conclusion that the specific heat of a gas under constant pressure 
was sensibly independent of the pressure. This would be expected in 
the case of a substance rigorously obeying Boyle^s law ; but in the case 
of gases like carbonic acid, which deviate considerably from this law, 
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it would not be anticipated. In fact, we have already seen from Dr. 
Joly’s experiments on the specific heat at constant volume that a 
notable increase of specific heat with density occurs not only in 
carbonic acid, but also, though to a less degree, in the case of the more 
perfect gases, ^ while hydrogen behaves in the opposite manner. 

The influence of temperature was also studied by Kegnault, and 
for. this purpose the bath surrounding the spiral was kept at different 
constant temperatures, sometimes being replaced by a freezing mixture. 
He obtained the following results : — 


Air. 


Carbonic Acid. 

Teinpeialui-e. 

HpeciDc Heiit. 

Teiin>«rnturc. ! 

. j 

Hpooiltc Heat. 

From - 81 to i- 10'" ! 

0-23771 

From -.80" to + 10" 1 

0*18427 

0“ to H 100" 

0-23741 

+ 10" to +100" ! 

0-20246 

i 0" to +200" ! 

0-237W 

MO" to +210" 

0*21692 


According to this table the specific heat of air remains sensibly constant, 
while that of carbon dioxide rises considerably with the temperature, 
and it is probable that all gases which deviate from Boyle’s law follow 
the general law of solids and liquids, and show an increase of specific 
heat with tem 2 )erature. On the other hand, a perfect gas, when used 
as a thermometric substance, shows equal rises of temperature for equal 
increments of heat. 

[The general conclusions arrived at by Lussana are that the 
specific heat at constant pressure increases considerably with the 
pressure for all the gases experimented on, and that it varies also with 
the temperature. In the case of air the rate of increase with pressure Air. 
diminishes at high pressures, the specific heat apparently tending to- 
wards a maximum. The specific heat of air increases with increase of 
temperature, and also the convexity of the curve connecting the specific 
heat with the pressure seems to diminish with increase of temperature. 

The specific heat at constant pressure of carbon dioxide increases Carbon 
rapidly with the pressure, attaining a maximum in the neighbourhood **^°*^‘^®* 
of 1 1 0 atms., after which it diminishes. At pressures below 50 atms. 
the value of Cp increases with temperature, but at high pressures it 
diminishes considerably as the temperature rises.^ 

The view expi essed by Lussana, that the specific hgat of air tends 
to a maximum was confirmed by A. Wiikowski*^ by experiments at 
^ Such an incroaso, or decrease, becomes quite intelligible when the existence of 
groups of molecules is recognised as {lointed out in Art. r>2. 

3 It should be remarked that the GO.^ liqiietied in the calorimeter, so that its 
latent heat is included in the specific heat. 

^ £ul/, de VAcad, des Sciences de Cracovie^ p. 290, Oct. 1895. 
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low temperatures, using a modified form of the method of Regnault 
and E. Wiedemann. The quantity of air used in an experiment was 
measured directly by the balance. Pure dry air was compressed to 
80 or 100 atmospheres in steel or copper flasks, and a known quantity 
(13 to 60 grammes) was passed through a refrigerator and then 
through the calorimeter. The temperature of the refrigerator was 
given by a hydrogen thermometer, and the difference of temperature 
between . the refrigerator and the air just at the entrance to the 
calorimeter by a thernlo-couple of copper and nickel. Witkowski 
found that the specific heat of air at constant atmospheric pressure is 
sensibly independent of the temperature, its value being 0*2372 in* 
calories. A small departure at the lowest temperature was attributed 
to a change in pressure. 

The variation of the specific heat with pressure was not measured 
directly, but calculated from the determinations of the dilatation of 
air referred to in Art. 122. Writing the result of Ex. 24, Art. 349, 
in heat units, we have 

i 

0 ) 


when Cj is the specific heat at constant atmospheric pressure and has 
the value 0*2372 for all temperatures, and r is the absolute tempera- 
ture. Now with the notation of Art. 242 




where is independent of 6 ; therefore 


p. p 

therefore, writing « for to avoid cumbrousness, 

\ 

\de)p^' 






P I 




+ 2 


and this formula furnishes a means of calculating (d^vIdO^)^^ since the 
terms on the right-hand side can be obtained graphically from the 
curves of Fig. 47, Art. 122. As Witkowski used the hydrogen scale 
in measuring 6, we may put (Pvjdr^ = d^vjdd^ and therefore obtain the 
value* of Cp for various pressures and temperatures from equation (1). 
Pig. 69 showd Witkowski’s curves for the variation of with pressure 
at various temperatures.] 



AHT. 163 


ON THE SPECIFIC HEATS OF OASES 


267 


158. Difference of the Two Specific Heats. — A perfect gas is 
usually considered as an ideal substance whose molecules are outside 
the sphere of each other’s attraction. When such a substance expands 
no work will be spent in separating the molecules further apart, for by 
supposition they do not attract each other. The whole work done 
during a change of volume will consequently be external. Thus, if 
the volume changes from to under a constant pressure p, the. 



externa] work is ^i)* Now the specific heat at constant volume 

C,; is the quantity of heat required to raise the temperature of unit 
mass C. when the volume is kept constant, and the specific heat 
under constant pressure Cp will exceed this merely by the thermal 
equivalent of the work done under constant' pressure, while the tem- 
perature changes by 1" 0. We have therefore 

j(C;, ~ c,) - vj) R(ea - e,), 

or, since the difference of temperature is one degree, it follows that 
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j(c^-a)=R, 

J being Joule’s equivalent. This equation, combined with a knowledge 
of either specific he<at, determines the other, or combined with their 
ratio, or any other relation connecting them, determines both. 

The experimental examination of the assumption made here, namely, 
that no internal work is done when a gas expands, or rather that in 
the case of ordinary gases the internal work is very small, was first 
undertaken by Joule. 

[To calculate the value of - G„ we may make use of the value 
already given for R (Ex. 3^ Art. 94) in the case of hydrogen, 

R* = dl46xl0*, 


SO that if fx is the molecular weight of any gas, putting J = 41*8 x 
we get 


(.3,. - a- 


R^21U^ 1-984 
J J/i /K 


appi'ox. 


This formula assumes the equation for a perfect gas. Witkowski 
has calculated the values of for different pressures and temperatures 
by means of the more general relation given in Ex. (1), Art. 345, 
viz. — 


.i(cv-a)- 



(1) 


Putting, as in the preceding article, pr = we get 


whence 


/dv\ 


WV 


dij 


'dp' 


V/T di 




dy\ ’ 


and substituting in equation (1), we have 


The values of d/pldr and were obtained by Witkowski from the 

results of his experiments on the pressure coefficient and compres- 
sibility of air (see Art. 122). He found that G„ increased with the 
pressure when the temperature was constant, and this increase was 
much more rapid at low temperatures. The value of y, or the ratio 
of the two specific heats thus obtained, increased with pressure. At 
constant pressure y increased rapidly as the temperature diminished, 
attaining a maximum in the neighbourhood of - 120^ C. This is 
about the critical temperature o^ oxygen. At the critical point y 
must be infinite.] 
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154. Joule*s Experiment.— In determining the heat developed by 
compressing air ifl a vessel, Joule was struck by the accuracy with 
which it represented the equivalent of the work spent in effecting the 
compression, and similarly, the quantity of heat lost during expansion 
appeared to be accurately the equivalent of the work done against the 
external pressure. He consequently determined to investigate if the 
temperature of a gas changed when the volume merely increased 
without doing external work. For this purpose two receivers, A and 
B (Fig. 70), which were connected together by means of a tube furnished 
with a sCopcock, were immersed in a bath of water, which acted the 
part of a calorimeter. One of the receivers, A, was filled with dry air at 
about 22 atmospheres, and the other was exhausted. The water was 
thoroughly stirred, and its temperature noted by means of a very sensi- 



Fig. 70. Fig. 71. 


tive thermometer reading to of a degree F. The stopcock was 
then opened by means of a key, and the air allowed to pass from A to 
B till equilibr ium was established. The water was again stirred, and 
the temperature was found not to have changed by any appreciable 
amount. His conclusion was that “ no change of temperature occurs 
when air is allowed to expand in such a manner as not to develop 
mechanical power.” 

In order to analyse this experiment. Joule inverted the receivers 
as shown in Fig. 71, each, as well as the connecting pipe, being 
immersed in a separate bath. When the air compressed in A was 
allowed as before to expand into the exhausted vessel B, the tempera- 
ture of the bath containing A fell, while that containing B rose, as 
well as that containing the connecting pipe C, the heat lost by A 
being exactly compensated by that gained by B and C, a small error 
arising only from those parts of the pipe which were not immersed in 
water. 

From these experiments ^ it follows that no internal work is done 

’ An analogous experiment had been previously made by Gay-Lussac {M^moirea 
d*Areueil, 1807). This method, however, is not susceptible of any extreme delicacy 
as the thermal capacity of the mass of gas employed must necessarily be small 
compared with that of the calorimeters. 
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Joule's ^ by a gas during expansion, or, in other words, the molecules are so far 
Maye?8 removed from each other as to be practically out of the sphere of each 
hypothesis, other’s attraction. This is not rigorously the case with ordinary gases, 
which do not accurately obey Boyle’s law, but only holds for the ideal 
perfect gas, to which the permanent gases of nature approximate. 
The deviations of ordinary gases from the ideal state have been 
investigated by J oule and Thomson by another method, which will be 
described later (Chap. VIII.). 

156. Fundamental Equation for a Perfect Gas. — Wo are now in a 
position to write down the fundamental equations connecting the heat 
supplied flQf the change of temperature and the external work done 
^dt;,during any elementary transformation of a perfect gas. Since there 
is no internal work, the heat supplied must be all spent in changing 
the temperature of the gas and in doing external work. The quantity 
required per unit mass for the former purpose is Ct^0, whore C„ is the 
specific heat at constant volume. If the volume changes by an amount, 
dv under pressure p, the external work will be pdv, and the thermal 
fidv 

equivalent of this is Hence the whole heat necessary for the 

J 

transformation is 


If dQ and C„ bo measured in mechanical units (ergs), or’ if pdv bo 
expressed in thermal units, the symbol J disappears, and for con- 
venience we -shall always suppose that the former system is adopted, 
and write the equation in the form 

dQ=C^0 -i-pdv. 

This equation, combined with the equation pv = R0, must furnish the 
solution of all problems concerning the variations of the properties of 
a perfect gas under any stated conditions. 

1 66. Adiabatic Transformations. — When the volume and pressure 
of a substance change .while no heat is allowed to escape from it or 
enter it from outside, the transformations are said to be adiabatic. 
We are now in a position to determine the relation connecting the 
volume and pressure of a perfect gas under such conditions. In this 
case, since heat neither enters nor leaves the substance, we have 
dQ = 0, and therefore 

C^&+pdv=0 (1) 

The problem before us now is to find the relation between p and v, 
that is, to eliminate ff by means of the equation pv=li6. From this 
equation we have 

pdv + vdp=Kd0 ..... ( 2 ) 
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since Substituting for dO in (1), and replacing U by its 

value Gp — (measured in ergs), we obtain 

CppdV‘\-Q^vdp — 0. • 

Or, if y denotes the ratio of Op to C«, 

dv dp_ 

which, by integration, gives at once 


7 log V + log p = const. 

That is 

const. ...... (3) 

which is the required relation between p and v. 

Combining equation (3) with the characteristic equation of the 
gas^t; = K0, we obtain the adiabatic relations between the pressure and 
temperature, and between the volume and temperature. Thus 


and 


l-Y 

Bjo y —const. , . . . . (4) 

^ =r const. (6) 


157. Ratio of the Two Specific Heats of a Gas. — Until the perfec- 
tion of steam calorimetry by Dr. Joly, no successful measurement of the 
specific heat of a gas at constant volume was effected. The specific heat 
under constant pressure was determined by the methods already 
described, and from this the specific heat at constant volume was 
evaluated by means of further considerations of the properties of gases; 
such, for example, as the formula of Art. 153 for the difference of the 
specific heats. Another method follows from ^he theoretic formula 
for the velocity of soiind in air. Laplace showed that the velocity 
of sound in a gas is determined by the formula 

where P is the pressure, D the density, and y the ratio of the two 
specific heats. Hence a knowledge of P, and D gives a determina- 
tion of y, which leads at once to the value of when Cp is known. 
By this method the value y = 1*408 has been found for air. 

[This method has been applied by Witkowsl^i ^ to check the results 
obtained from calculations of the specific heats (Art. .153). The 
velocity of sound in air was determined by Kundt’s method at t,yfo 


^ Bull, de VAead, dea Sciencea de March 1899. 
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different temperatures (0*^ and — 78°*5 C.) and at pressures ranging 
from 1 to 120 atmospheres. As the above formula of Laplace assumes 
air to be a perfect gas, Witkowski used the general formula 



elasticity^ 
density 


^ ! -4 f) 

j./ \dvj^ 

■J- ■^(*). 


(Ex. 2, Art. 345) 


an assumption being made here that the sound is propagated 
adiabatically, i.e, without any conduction of heat from the co\npressed 
to the rarefied portions of gas. For notes of high frequency this 
is very nearly exact. A correction was applied for the effects of 
viscosity and conduction. The results obtained followed the same 
trend as those got by the specific heats, but the values of y obtained 
by the present method wore uniformly a little larger. Owing to the 
uncertainty of the correction just mentioned, Witkowski considers the 
values calculated from the specific heats more l eliable. 

The kinetic theory furnishes a method of calculating the value of 
y when the ratio of the internal energy of a molecule of gas to its 
energy of translation is known. T^et the temperature of the gas be 
raised 1® 0. at constant volume. The heat required is Cp. We may 
put 

^ Cp — Q + Q' 

when Q is the increase in energy in calories due to increased molecular 
velocity, and Q'is that due to increased internal energy of the molecules. 
If the velocity of a molecule changes from Vj to V^, we have 

(see Art. 55), so that 

3R 2-97(> 

’2 J ■“ M 


by Art. 158 ; and if \ve know the ratio = A get 



1 f/3’ 


In the case of a gas whose molecules have no internal energy 
13 =^0, and y = § . Kundt and Warburg, by measuring the velocity of 
sound in mercury vapour, obtained the value 1’67 for y, and Ramsay 
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found for argon 1*659, and for helium l*652f. These gases are 
monatomic.] 

158. Method of Cldment and Desormes. — The adiabatic equation 
pvy = const, leads to an experimental determination of y first devised 
by MM. Clement an^ Desormes.^ A large flask (Fig. 72) is furnished 
with a very wide stopcock B, which communicates with the exterior 
air, and also with a sensitive water ^ manometer Initially the flask 

A is partially exhausted, so that the liquid stands at a level a in the 
manometric tube. The cock B is then suddenly opened for a short 
interval, and again closed. During this interval the air rushes into ^ 
the flask, and the pressure within becomes equal to that outside ; the 


B' 



Fik. 72. 


temperature, however, is elevated inside in consequence of the inrush 
of air. The tap B being closed, the air in the flask cools, and, as a 
consequence, the internal pressure diminishes, and the liquid, which, 
at the closing of the tap B, stood at the bottom of the tube, now 
rises to a height a. 

Let the pressure of the atmosphere be that of the air in the 

^ Journal de Phys. de VelanUtherio, tom. Ixxxix. p. 333, 1819. See also Laplace, 
Monique Cileate, tom. v. p. 148, etc. From the measurements of Clement and 
Desormes, Laplace deduced the value 7 — 1*354. 

^ Sulphuric acid would be less objectionable. 

® The converse method in which the pressure within the flask was initially 
greater than that of the atmosphere, so. that an outrush occurred when the tap was 
opened, was first used by Gay-Lussac and Welter. See Ostwald’a Outlines of Oeneral 
Chemistry, p. 76. 



274 


THEORY OF HEAT 


CHAP. IV 


flask before opening B, and p^ finally after the air has cooled to its 
original temperature. 

Then, since the first process occurs so rapidly that it may be. 
regarded as adiabatic, we have for the air in the flask 

and being the volumes of unit mass of air before and after opening 
B. Hence, 

7(log Vi-log%) = log^>o- log/),. 

But since the initial and final temperatures are the same, 

PiVy^P^vn ; 

since the manometer tube is narrow, the volume of the unit mass of 
the gas will not be appreciably altered by the small rise of the liquid 
in the tube. Hence vJvq= p,Jp^^ a,iiA 

logpojilog^^ 

^ log ^ 2 - log/)/ 

the quantities p^, being noted, the value of y is obtained. 

This method is open to serious objections, for it is difficult to 
arrange the experiment so that the pressure within the flask shall be 
exactly equal to the external pressure at the instant the cock is 
closed, while at the same time the operation must be conducted so 
quickl}^ that no sensible quantity of heat has been communicated by 
the air within to the sides of the flask. When the stopcock is opened 
there is an over-rush ^ of air, and an oscillation is set up, that is, 
more air rushes in at first than would fill the flask at the external 
pressure. A back-rush .then sets in and an oscillation to and fro of 
air takes place through the orifice. Consequently, when the tap is 
closed the pressure within the flask may be either greater or less than 
the external pressure, unless sufficient time has been allowed for the 
oscillatory motion to subside. When the stopcock B is wide this 
inconvenience is to a great extent avoided. By this means M, 
Rontgen ^ found the value y = 1 *4053. 

[A further objection is pointed out by Poynting and Thomson,* 
viz. that we cannot assume that when the stopcock closes, the air 
which rushes in will have the same temperature the moment after 
introduction as the air already in the flask. It would be much 
more reasonable to suppose its temperature to be atmospheric. If 
we make this assumption, then, when all the contents of the flask 

^ Cazin, Ann. de. 3® ser., tom. Ixvi. p. 206. 

*■* Rontgen, Poijg. Ann. vol. cxlviii. p. 680, 1873. 

® Heaty p. 292. ^ 
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have acquired the original temperature, the pressure is the sum of 
the partial pressures due to the original gas and the air which has 
been admitted. But the original gas at atmospheric temperature 
causes a pressure ; and the air admitted, causing a pressure p^ 
when h\ volume would cause a pressure ^ when in 

volume ; thus the resultant pressure p^ is the sum of these, or 
Pi This equation may be written in the form 


or 


and thus 




Vi Po 


Po , 

P 0 +P 1 - P 2 


_ log Po “ loff P, _ logy>ft-log j?i 

^ '■ log Vi - log Vo log Po - log (jtfo +'pi - p^i) 


■] 


In order to secure good results-, dry air should bo used as well as 
a dry flask, for the aqueous vapour ordinarily in the atmosphere leads 
to error. A modified form of apparatiis has been described by M. Em. 
Paquet^ in which dry air was compressed in a flask by allowing 
mercury to suddenly flow in. The mercury entered from below, and 
its surface was covered with a layer of sulphuric acid to prevent 
conduction of heat from the gas through the mercury. Oscillation 
was stopped by a clip, on the mercury tube, 

[Another variation of Clement and Desormes' method i^as adopted 
by Messrs. Lummer and Pringsheim.^ The globe A was of copper 
and immersed in a vessel of water. The temperature of the water 
was kept constant, and a continual circulation was kept up by means 
of electrically driven screws. A sensitive thermometer immersed in 
the water gave the temperature of the gas in A, and the sudden 
change of temperature on opening the stopcock B was measured by 
a specially constructed bolometer. Only two pressures were measured, 
the original pressure p^ and the atmospheric pressure p^. 

Equation (4) of Art. 156 gives, if and are the temperatures 
before and after opening B, 

from which, by taking logarithms, and solving for y, 

^ Paquet, Journal de Physique^ torn. iv. p. 30, 1885. [Another ingenious 
modification, which avoids several errors, is due to M. Maneuvrier {Ctyrnptes Renduf, 
tom. cxx. p. 1398, 1895). The method is discussed also in Buckingham's Thermo- 
dynamic,^ 

^ Ann, der ^i,ysik^ Bd. Ixiv. p. 555, 1898. 
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log* 

.. J>9.. . 

log*-.log| 

Pa 

The values obtained by several other physicists, as well as those 
which they themselves found, are included in the following table given 
by Lummer and Pringsheim, loc. cit . : — 


(!)bRerver. 


Air. 

. 

Oxygen. 

Carbon 

Uioxide. 

Hydrogen. 

« 

Rontgeii .... 

1873 

1’4063 


1 *3052 

1*3852 

Kavfler . . 

1877 

1*4106 




Wullnep .... 

1878 

1*405 


1*3664 


Paquet .... 

J. Webster Low 

1885 

1*4038 




1894 

1 *3968 


: 1*291 


Lummer and Pringsheim 

1894 

1*4026 

1-3977 

1*2996 

1*4084 

Maneuvrier 

1895 

1*3925 


1 *298 

1*384 


169. Method of Jamin and Richard. — The ratio y of the specific 
heats has been determined by MM. Jamin and Richard,^ by means of 
the method of comparison already noticed (footnote, p. 218), the gas 
being heated under constant pressure, and also under constant volume, 
by means of a platinum spiral carrying an electric current. By 
running the current for a definite time, a certain quantity of heat 
Q may be given to the gas under either circumstance. 

Let w be the weight of the gas, and 0 - 6^ the change of tempera- 
ture, when the pressure is kept constant. Then 

and if with the same quantity Q the elevation of temperatiire be 
ff - Oq under constant volume, we have 

Hence, 

~ ^0_ (p' ~^o)£o . 

C„ 0-00 

the ratio of the two specific heats is therefore obtained by observing 
the change of pressure and the change of volume produced in the two 
cases, the initial volume Vq and pressure Pq being supposed known. 
These changes are measured by means of a manometer attached to the 
flask which contains the gas. By this means Jamin and Richard 
obtained — fbr air, 1’41 ; carbonic acid, 1'29; hydrogen, 1*41. 

Coniptes Jlendti^, tom. Ixxi. p. 336, 1870. 
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• Examples . 

1 . Calculate C» from the equation J(Cp~-C 0 ) = R for the gases mentioned in 
Ex. ^3, p, 143, assuming the value 427 for J and Rognault's value of Cj, (p. 260). 

2. Assuming the value 7 = 1 *41, calculate the value of J by means of the equation 
of Ex. 1 , and Reguault*s value of Cp for air. 

3. Assuming the values of J and R, calculate both Cp and from the equation 
of Ex. 1, and the value 1‘41 of 7 . 

4. A certain quantity of a gas at the freezing-point is compressed adiabatically, 
so that ITS volume is reduced successively to and of the original bulk. Find 
the corresp 3 nding changes of temperature. 

{Awt. 90° C., 209° C., 429° 0., respectively.} 

5. If E bo the whole molecular energy of the molecules of a gas, and if bo the 
energy of translation, show that 

.... (Clausius). 

{Assuming the energy of a gas to be all heat energy, 

JC„0:i=E, 

also ^?i 7 = JEe . . .. . • (Art. 55), 

but pv = R6 = J(Cp - C*) 0 , 

whence the above expression follows. } 
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ON ATOMIC AND MOLECULAR THERMAL CAPACITIES, AND THE 
VARIATIONS OF SPECIFIC HEAT WITH TEMPERATURE 

160. Atomic Thermal Capacities — Dulong and Petit’s Law. — In 

considering the subject of specific heats it is natural to inquire if the 
specific heats of various substances, simple and compound, are in any 
way related or connected by any general law. The first attempt in 
this direction was made by Dulong and Petit ^ in 1819. From the 
consideration of the specific heats of a series of simple substances, such 
as iron, lead, gold, silver, etc., these philosophers concluded that the 
atoms of all the simple substances have the same thermal capacity, 
or, in other words, “ the product of the specific heat by the atomic 
weight is the same for all the elementary substances.” 

The range of application of this law was investigated by Kegnault 
in numerous researches carried on between 1840 and 1862, with the 
result that he found it held approximately for most of the elements 
which ordinarily occur in the solid state, if the specific heats employed 
be taken at temperatures sufficiently below the melting point. For 
thirty-two of these substances the mean product was 6'«38, with 
extremes 6*76 and 5*7, taking the atomic weight of hydrogen as 
unity. 

That variations from constancy in this product should occur is 
certainly to be expected, if it be remembered that the specific heat 
of a substance depends on the temperature at which the determina- 
tion is made, and also on the physical state, whether it is solid, 
liquid, or gaseous ; and, in the case of solids, to some extent on the 
treatment and mechanical actions to which it has been subjected. 
These variations will be considered immediately. 

[An approximate value for Dulong and Petit’s constant has been 
calculated by F. Richarz ^ by a method based on the kinetic theory. 

^ Dulong and Petit, Ami, de Ckimie et de Phys. s£r., tom. x. p. 395, 1819. 

^ Ann, der Physiky Bd. Ixvii. p. 702, 1899. See also H. Staigmuller, Ann, der 
Physiky Bd. Ixv. j*. 670, 1898. 
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In the case of an element which in the solid state obeys Dulong 
and Petit’s law, and which in the state of gas is monatomic like 
mercury vapour, the total energy of the molecules of the solid element 
is half kinetic and half potential. In the state of vapour the energy 
is all kinetic. But the mean kinetic energy is independent of the 
state of aggregation of the molecules, being merely proportional to the 
absolute temperature. Therefore the atomic heat, and also the specific 
heat at constant volume, is half as great in the vapour as in the solid. 
This ha« been shown to be the case with mercury.' If C,, is the 
specific heat at constant volume for the vapour, and for the solid, 
then Cy- 20^, and using the value given for in Art. 157, we get, 
since for a monatomic gas, 

According to Kicharz, the ratio rpjr^ for many metals lies between 
I’Ol and 1*04 in the solid state, so that 

— 6*01 to 6*19.] 

161 . Extensions of Dulong and Petit’s Law — Molecular Thermal 
Capacities. — An extension of the law of Dulong and Petit, by which 
the specific heat of a compound might bo inferred from those of its 
constituents, was suggested by Woestyn,'^ on the supposition that the 
atoms, when in combination, preserve their original thermal capacities, 
and consequently that the thermal capacity of a molecule of any com- 
pound is equal to the sum of the thermal capacities of its constituents. 
Thus, if there be 71^, 7^2» atoms of atomic weights Wj, 

etc., in the molecule, then the molecular weight is 

AV =: riiWi i- + etc. , 

and if the specific heats of the constituents bo s^y etc., while that 
of the compound is s, we have under the supposed condition 

AV5 = 7t,WjSi + 7l2te?2«2 + Wit«73»3 + etC. . . . (1) 

In this equation etc., are the thermal capacities of the 

corresponding atoms, and if these are each equal to the mean value 
6 ’38 given by Dulong and Petit’s law, we have 

W5=(7ii + W2 + Wg . . . )6*38 = 6'38N, 

a formula which has been verified by Regnault^ in the case of 
metallic alloys, the constituents of which were taken in proportions 

Lothar Meyer, Modernc Theorieuy p. 109, 1884. 

* Woestyn, An7i. de Chimie et de Phys. 3® ser , tom. xxiii. p. 295, 1848. 

^ Regnault, Ann. de Chimie et de Phye. 3® s4r., tom. i. p. 129, 1841. 



280 


THEORY OF HEAT 


OHAl*. IV 


which were multiples of their atomic weights. The constant 6*38 
was, however, not maintained, but increased considerably when the 
temperature approached the fusing point of the alloy. 

The general equation (1), being supposed established, may be 
employed to determine the specific heat of any element in combina- 
tion with others of known specific heats. Thus, if all the quantities 
which occur id the equation be known except s, then the value of s 
becomes determined. By this means H. Kopp ^ has shown that, as 
previously announced by Gamier,^ the specific heat of water in com- 
bination in the various hydrates is the same as that of ice, that is, 
water substance in the solid state. 

Neumann’s While investigating the specific heats of compounds of the same 
general formula Neumann*'^ found that the product of the tnolecular 
weight and specific heat remained constant for all compounds belong- 
ing to the same general formula and similarly constituted, but that 
the product varied from one series to another. This is known as 
Neumann’s law. 

162. Variation* of Specific Heats with Teniperature. — The con- 
siderations brought forward in Art. 52 lead us to suspect that the 
specific heat of any substance may change (either increase or decrease) 
as the temperature varies. The idea that the 82 )ecific heat of a 
substance is not the same at all temperatures seems to have been 
suggested by Dalton. lie supposed that a certain quantity of 
heat was employed in producing the dilatation which accompanies 
changes of temperature in bodies, and that therefore as the dilata- 
tion for I"" change of temperature varies, the quantity of heat 
necessary to effect the change of temperature must vary also. He 
concluded, consequently, that the thermal capacity of a given mass 
of a substance varied with the temperature, but that the thermal 
capacity of a definite volume remained constant. This idea, however, 
was not founded on any experimental investigation of the variations 
of specific heat with temperature, and it can therefore only be regarded 
as a conjecture. The first comprehensive scries of experiments on the 
subject were made by Dulong and Petit,** who found that the specific 
heats of all the substances examined by them increased gradually with 
the teniperature, and the general truth of their conclusions has been 
confirmed by the results of the experiments made by all subsequent 
investigators. 

^ Liebig, Ann.f Supplement, vol. iii. pp. 1 and 289. 

*■* Gamier, Comptes HciiduSf tom. xxxv. p. 278, 1852. 

* F. E. Neumann, I^oytj. Ann. vol. xxiii. p. 1, 1831. 

Dulong and Petit, Ann. de Chim.it et dc Physique^ 2® ser., tom. vii. p. 147 ; 
tom. X. 395. 
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The majority of solids exhibit only a small increase of specific 
heat as the temperature rises, until the melting point is approached. 
Near the melting point, however, the specific heat may change rapidly, 
especially in the case of amorphous substances which pass gradually 
into the liquid state, as already noticed in Art. 132. A few substances, 
however, show large variations of specific heat with tempersiture, and 
the most noted of these is carbon, which exists in several varieties. 
Numerous experiments have been conducted from time to time 
on the specific heats of the several varieties of carbon, chiefly on 
account of the wide deviation of this element from the law of Dulong 
and Petit. The results obtained by different observers are given in 
the following table, and the discrepancies between the several values 
obtained for the same substance appeared to F. Weber ^ to be quite too 
large to be accounted for by experimental errors or impurities, and 
he considered that they must depend upon some source of variation 
of specific heat, such as change of temperature. 


Oiiserver. 

1 Wt)od 

1 Charcoal. 

1 

<JaH Coal. 

i Native 
' (fiuphite. 

Furnace 

Graphite. 

Diamond. 

j Temi)orature 

1 Interval. 

Regiianlt 

: 0-2415 

0-2036 

1 0-2017 

0-1970 

0*1 169 

; 8" to 98'* 

Do la Rivo 
and Marcet 

j 0 2009 


: 

! 


0-1146 

■ 3'* to 14” 

Kopp . 

; i 

1 • • • i 

0-186 

0*174 

0*165 


22” to 52 

Wullncr and 
BetteiidoiT 

1) - ■ 

0-2006 

! 

j 0-1919 

0-1920 

0-1152 

22” to 70” 

. 

1 

.. . 

_ 

' 




It may be noticed from the table that the specific heat is less for 
the crystalline variety diamond than for the porous varieties,*^ and that 
assuming the correctness of the experimental work, those determina- 
tions which were conducted at the lower temperatures gave the lesser 
specific heat, and this suggests a rapid increase of specific heat with 
the temperature. 

To test this point Weber executed a careful series of experiments 
at different temperatures with Bunsen’s ice calorimeter, and, for 
the specific heat of diamond between 0"^ and 200° C., deduced the 
formula 

5 = 0 *0947 + 0-0009946 - 0 000000366*-*. 

^ F. Weber, Ann, vol. cliv. pp. 367, 653 ; Phil. Mag, vol. xliv. p. 

261, 1872. 

*-* This, as Dr. Joly has observed, appears to hold for several other crystalliDe 
substances {Proc. Roy, Soc, vol. xli. p. 260, 1886). 
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Thus, at 200*" 0. the specific heat of diamond is more than three times 
its value at zero. 

For temperatures above 200^ C. the water calorimeter was used, 
but the experiments were not so reliable. Similar variations were 
found in the case of silicon and boron, so that, although these elements 
seemed at first to overthrow the generality of l^ulong and Petit’s law, 
the large variations of specific heat with temperature show us that the 
applicability of the law to any element depends on the temperature at 
which the specific heat is <letermined. • 

Among liquids, alcohol appears to change considerably in specific 
heat, and according to the experiments of Him attains a value 1*1 1389 
at 160 ^ C., which is simerior to that of water at 100” C. The whole 
question of variation of specific heats with temperature still calls for 
further investigation. 

The following table contains the results of Rcgnault’s experiments 
on a few liquids : — 


Liqiiiil. 


(^naiiiity of Heat Q =Jsd0, 


llaoKB of 
Tornperatnn*. 


Water 
Alcohol . 

Essence of turpentine 
Carbon bisulphide . 
Ether 

Chloroform 


0 + 0 •000026>=* + 0 -OOOOOOSd'' 

0 -54 7/5.5^ + 0 *001 1 21 Sff- + 0 *000002206^3 
0 ^ISOSe? + 0 *00061 965^3 _ o 0000013274^3 

0*23523^4 0 000081516^3 
0*528990 + 0*00029587^3 

0 *23234 e 0 *00005071 1 


0“ to .200“ 
- 23“ to 4- 66“ 
0“ to 160“ 
-30“ to 4- 40" 
-20"to+ 30“ 
-30“to+ 60“ 


The variations in the specific heat of water at different temperatures 
are discussed in the next section in connection with the determination 
of the mechanical equivalent of heat. 

[A series of experiments was made recently by Nernst, Lindemann, 
and others, in which the specific heat of a number of substances was 
determined over a wide range of temperature.^ 

In experiments on metals, the piece of metal, in the form of a 
cylindrical block, acted as its own calorimeter. A wide hole was 
bored concentrically in the block and was filled by a cylindrical plug 
which fitted closely at the top but left a narrow annular space for 
most of its length. This space contained an insulated coil of 
platinum wire, by means of which the block was heated through a 
small range of temperature (a few degrees or less). The energy 
communicated to the metal was measured electrically, and the 

' Nernst, Annalejt der PhyHk, 1911, Bd. 36, p. 395. For other references see 
J. H. Jeans’s Report on Radiation and tke Quantum Theory {Phys, Soc. of Lmxdon, 
1914), in which a chapter is devoted to the specific heats of solids. 
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platinum wire served also as a resistance thermometer to measure the 
rise in temperature. In the case of poor conductors (diamond, 
sulphur, etc.) the substance was hermetically sealed up in a silver 
vessel in the middle of which was a wide silver tube round which the 
platinum wire was wound. The cylindrical block of metal or silver 
vessel was suspended in a glass vessel by the two ends of the wire, 
this vessel being in communication with another containing cocoanut 
charcoal. The charcoal being heated to redness, the glass vessels 
were evifcuated by means of a Gaede pump and the charcoal sub- 
sequently cooled in liquid air. By this means a very high vacuum 
was obtained, ensuring very perfect heat-insulation. At the lowest 
temperature, that of liquid hydrogen, the specific heat of diamond 
was too small to be measured, its conductivity being at the same 
time remarkably high. These experiments gave the specific heat at 
constant pressure C^. The relation between the two specific heats is 


- 0 ,- 


9X20 

JKp’ 


where X is the coefficient of linear expansion, K the compressibility, 
and p the density (see Art. 345, Ex. 25). 

At high temperatures the atomic heat (product of the atomic 
weight into the specific heat at constant volume) of solid elements 
was found to approximate closely to the theoretical value 5’96. 
At low temperatures the value of the atomic heat diminished, tending 
to zero at the absolute zero of temperature. When curves were 
drawn representing the connection between the atomic heat and the 
absolute temperature, it was found that the curves corresponding to 
different elements differed only in such a way that they could all be 
represented by a single curve, provided that the scale of temperature 
on the diagram was different for different elements. The shape of 
the curve is shown in Fig. 73. 

163. Debye’s Theory of Speeific Heats. — If N is the number of 
molecules in unit mass of a monatomic gas, v its volume, and m the 
mass of a molecule, then by Art. 374 we have 


J^=NBo0; 


SO diat the mean kinetic energy of a molecule is given by 


since Nm = l. Now consider the case of a solid element in which 
there are N atoms per unit mass, m being the mass of an atom ; and 
suppose that each atom possesses three degrees of freedom and 
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vibrates about its mean position (see footnote, p. 64). Then if we 
employ the doctrine of equipartition of energy, the mean energy of 
an atom is half kinetic and half potential, and the mean kinetic energy 
is the same as that of a monatomic gas, since the atom in each has 
the same number of degrees of freedom. The total mean energy of 
an atom of the solid is therefore 3 Rq 0. Putting a = atomic weight, 
7nh = mass of hydrogen atom, E = energy of unit mass of solid, we get 


whence 


Wi* TTIk 


iiC„:= 


a dK 3 ^ 


This result is the same as that of* Art. 160 giving aO^, = const. = 5*96. 
The variation of the atomic heat with temperature has been accounted 
for by Debye by making use of Planck^s quantum theory, according 
to which the energy is not divided equally among the various degrees 
of freedom but according to the law given by Planck. Since unit 
mass of the solid contains N atoms each of three degrees of freedom, 
the whole unit mass possesses 3N degrees of freedom, that is, it is 
capable of vibrating in 3N different ways, and these must be 
classified according to their frequency before we can apply Planck’s 
law. This can be done as follows : ^ — 

TiCt the unit mass of solid under consideration be in the form of 
a rectangular parallelepiped whose linear dimensions are, (j, and r. 
The vibrations will consist of trains of waves which will be reflected 
at the surface, so that the angle of reflection is equal to the angle of 
incidence. If a, /?, y are the direction cosines of any wave-front, ' 
then the wave after any reflection will travel in some one of the 
eight directions whose direction cosines are a, ±13, ±y. In order 
that no energy may bo gained or lost at the surface, the distance 
travelled between any two successive reflections must be some 
multiple of JA, where A is the wave-length. We must therefore have 

* 2 ap=^\x, 27r = Xc, 

where x, y, z are integers. From the relation 
we deduce the equation 

•^1 


^ Tlio method of calculating the number of vibrations corresponding to a given 
frequency is due to Jeans, with a simplification by Loren tz (Theory of Electrons^ 
p. 93). 
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where v is the frequency of the vibration and V the velocity of wave- 
propagation, so that V = i/A. 

Now, if we change v into i/ + 81 / we get a similar, slightly larger, 
ellipsoid. The number of modes of vibration of frequency lying 
between v and 1 / + is equal to the number of points whoso co- 
ordinates are positive integers, which lie within the ellipsoidal shell 
bounded by the two ellipsoids (i.e. one-eighth the number of points 
whoso co-ordinates are integers, positive or negative). Since these 
points occur at the rate of one per unit volume, their number is 
equal nt^merically to one - eighth the volume of the shell. The 

4 

volume of the first ellipsoid is Tr.Spqri^^ therefore, since pqr = v 

•j 

(the volume of unit mass), the number of modes of vibration which 
we are seeking is 47 r«?v^Sv/V^. In an elastic solid two kinds of wave 
are possible, compressional and distortional, and since any distortional 
wave of given frequency and direction may be resolved into two 
independent rectangular components, we must multiply the number 
by two in calculating the number of distortional waves. If and 
Vg. are the velocities of propagation of compressional and distortional 
waves respectively, the total number of possible ‘modes of vibration 
whose frequencies lie between v and r -h is 



If V could take all values from 0 to 00 , then the total number of 
modes of vibration of all frequencies, that is, the total number of 
degrees of freedom of the solid would be infinite. This number is, 
however, 3N. Obviously there must be some limit to the magnitude 
of V (or the smallness of A), since the matter is not infinitely fine- 
grained. The special assumption which Debye makes is that the 
frequency may have any value between zero and some finite value 
vm. Thus wo have for the total number of degrees of freedom 



According to the quantum theory (Art. 284), the average energy 
corresponding to each degree of freedom is not Rq 0 but 

hv 

Itv 

gWo® 1 
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The total energy E is therefore given by the equation 


E = 4iri 



v-flv. 

1 


9N/i. /*•'»» Mv 

hv 

_ 1 

by relation (1). Anil since the exponent of e must bo a pure 
number, hvj^Q must be of the dimensions of a temperature. Putting 
Av/Rq = 0', = 0iw, the integral transforms to • 

Jo 


If 0 is large compared with 0,„, «e - 1 = G'/G approximately, and 
the value of E reduces to 3NR^j0 as in the last article. The integral 
cannot be evaluated in finite terms, but its form shows that we may 
write 

g = 3Nlv(|^), 

where f(Oml^) is a function ^ whose value is zero for 0 ~ 0 and tends 
to unity for large values of 0. Thus we get for the specific heat 



and 

aCiir=5-96x/^^?^. 

The value of O^n is different for different elements. In Fig. 73, 
the abscissae represent values of 0/0^ and the ordinates the corre- 
sponding values of /(0w/0)> the values given to 0„i being those which 
accord best with the observations on specific heat (indicated by 
marks) and are given in hhe first column of the subjoined table. 
The values of 0,„ can, however, be calculated independently from the 
elastic constants of the elements, and these are the values given in 
the second column of the table.] 


Element. 


Aluminium . 
Copper 
Silver . 

Lead . 


I 0Mi (observiHl). 


396 

309 

215 

95 


0TM (calculated). 


399 

329 

212 

72 


* The values of /(O,„/0) computed by Debye are given in his paper, also in Jeans’s 
Dynamical Theory of Oases^ p. 424. 
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164. Influence of Change of Density and State. — Besides the 
large changes of specific heat which occur when a body passes from the 
solid into the liquid or gaseous conditions, it is found that other small 



variations accompany such alterations as the changes of density of 
solids caused by hammering. As a general rule, the specific heat of 
a metal is diminished when the density is increased by hammering, 
but in many cases the changes are negligible. Thus in the case of 
steel, lead, and tin, hammering does not sensibly affect the specific 
heat, but in the case of annealed copper the specific heat is reduced 
from 0’09501 to 0*0936 by hammering. 

A more marked diflerence occurs in the specific heats of the 
allotropic varieties of some substances. Thus for carbonate of 
calcium in the state of aragonite or spar it is 0*2085, and for chalk it 
is 0*2148, and for marble 0*2158. 

The specific heat of a substance is generally very different in the 
three states of matter — solid, liquid, and gaseous. In general, the 
specific heat in the solid state is much less than in the liquid, but 
sometimes the specific heat of the gas is very nearly the same as that 
of the solid. For example, the specific heat of water is nearly twice 
that of ice or of water vapour. This is shown by the following 
table : — 


[Table 
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Solid. 

Liquid. 

Gas. 

Broinioe 

’ 0 08432 

0*107 

0*05552 

Water .... 

ro-474 \ 

\ 0-604 / 

1*000 

0-477 

Mercury 

0 03136 

0*03332 


PhosphoniH . 

r 0^1740 \ 
10*1887/ ! 

0*240.5 


Tin . . . . 1 

0 05623 1 

0*0637 


Bismuth . . . . 

0*0308 ’ 

0*0363 


Lead .... 

0*0314 ! 

0*0402 


Iodine .... 

0*0541 j 

0*1082 

« . . 

Alcohol. 

1 

0*5475 j 

0*46att 

bisulphide of carbon 

! 

0*2352 

0 *1569 • 

Ether .... 

1 

0*5290 1 

0*4797 


For the metals the change of sj)eciiic heat arising from fusion is small, 
being of the same order as the change of specific gravity. 
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. • ON THK DYNAMICAL EQUIVALENT OF HEAT 

166. Joule's Experiments. — The development of the dynamical 
theory of heat has been briefly sketched in Arts. 30-42 from the time 
of Rumford and Davy (who first placed it upon an experimental basis) 
up to the middle of the present century, when ^ Joule completed his 
celebrated experiments on the dynamical equivalent, and forced the 
conclusions of Rumford and Davy upon the attention of the scientific 



world. These experiments have been already described in outline 
(Art. 35), but on account of the great importance of the dynamical 
equivalent as a physical constant, as well as the fundamental bearing 
of the principle of equivalence in the theory of heat, we shall now 
enter into a more detailed description of the investigations made in 
this department — investigations which would well merit a special atten- 
tion if only as examples of the highest class of experimental research. 

289 U 
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Of 'the various methods employed *by Joule for estimating the 
value of the dynamical equivalent, that which he was finally led to 
prefer to all others was the direct method of simply stirring a quantity 
of water by means of a paddle-wheel — the work spent in turning the 
paddle, and the heat generated in the fluid by friction, being both 
accurately measured. , 

The apparatus employed in these experiments is shown in Fig. 7 4. 
The water was contained in a copper vessel AB, which we shall refer 
to as the calorimeter. The lid of this vessel fitted water-tight, and 
was furnished with two tubulures — one to receive the axi» of the 
revolving paddle, and the other for the insertion of a thermometer, 
which registered the temperature of the apparatus. The paddle was 
made of brass, and consisted of eight sets of revolving arms, which 
worked between four sets of stationary vanes fixed to the frame 

of the vessel. Fig. 75 represents a 
I vertical section, and Fig. 76 a hori- 

JL zontal section of the calorimeter and 

ud paddle, the revolving arms being marked 

I r ^ stationary vanes ft. The 

- Ik \ axis of the paddle worked freely (but 

^ without shaking) on its bearings, and 

was interrupted at d by a cylinder of 
jj[]p=r|Jp=^ ^ boxwood, which prevented conduction 

Pig, 75 , Pi^,, of heat to or from the calorimeter. 

The paddle was set in motion by 

leaden weights e,, e, suspended by string from the rollers ftft, ftft, 

of the wooden ijulleys a, a. These pulleys were supported by 

their steel axles c, c, on brass friction wheels dd^ dd, dd, dd. The 

weights which set the apparatus in motion were suspended over 
the pulleys by fine twine, which was wound doubled on the 
central roller /, so that the parts passing over the pulleys left the 
roller at the same level, and produced a couple round its vertical axis, 
thus avoiding the horizontal thrust which would Otherwise be brought 
into play. The roller could be detached from the paddle at pleasure 
by withdrawing the pSi p, so that the weights could be wound up 
without turning the paddle in the calorimeter. The wooden stool 
on which the calorimeter stood, was perforated by a number of trans- 
verse slits cut out in such a manner that the metal came in contact 
with the wood at only a few points, while the air had free access to 
almost every part of it. In this way loss of heat by conduction was 
avoided, and radiation from the person of the experimenter was cut 
off by a large wooden screen. 
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In making an experiment the temperature of the calorimeter was 
ascertained, the weights were wound up by placing the roller / in the 
stand A, and the roller was then pinned to the axis of the paddle. 
The height of the weights above the ground (about feet) having 
been exactly determined by means of the graduated slips of wood fefc, 
the roller was set at liberty., and allowed to revolve till the weights 
reached the floor. The roller was then unpinned and placed in the 
stand h, while the weights were wound up again, and the friction of 
the water was renewed. After this operation had been repeated 
twenty times, the experimefit was concluded with another observation 
of the temperature of the apparatus. The mean temperature of the 
laboratory was determined by observations made at the commence^ 
ment, middle, and termination of each experiment ; and i3rovious to, 
or immediately after, each experiment a test was made as to the effect 
of radiation and conduction of heat to or from the atmosphere in 
raising or depressing the temperature of the apparatus. 

The table on the following page is selected from Joule's ^ memoir, 
and will sufficiently indicate the mode of procedure. The leaden weights, 
together with the string attached, weighed 203066 grains and 203086 
grains respectively. Their velocity on reaching the floor was 2 ’4 2 
inches per second, and the time occupied by each experiment (twenty 
falls) was thirty-five minutes. The total fall of the weights during- 
an experiment was therefore the sum of the heights passed over in 
twenty falls. 

From the results of this series of* ex|ieriTtiei)ts it was inferred that the heating or, 
cooling effect of the atmosphere ujjon the apjiaratus was 0° *04654 Dor each degree of 
difference between the mean temperature of tlio apparatus and tliat of the air. The 
excess of temperature of the air over that of the apparatus w'as 0'"*f32295 in the mean 
of the radiation experiments, but only 0°*305075 in the mean of the friction experi- 
ments. Hence 0" *000832 was added to the difference between 0" *.57525 and 0" *01 2976, 
and the result, viz. 0"*563017, represented ai)i>roximately the heating effect of the* 
friction. To tliis quantity a small correction was applied on account of the mean of 
the temperatures of the apparatus at the beginning and end of each friction experi- 
ment having been taken for the true mean tumperature, wliicdi was not strictly the 
case, owing to the somewhat less rapid increase of temperalurc towards the termina- 
tion of the experiment when the water had become wari^er. Tlie mean temperature 
of the apparatus in the friction experiments was therefore estimated O'" *0021 84 higher, 
wliich diminished the heating effect of the atTnosphere by O'" *00102, and this ^ded 
to 0‘**563107 gave 0'"*563209 as the correct mean increase of temperature due to the 
friction of water. Tliis increase is a mixed quantity depending partly on the friction 
of the water, and partly on the friction of the vertical axis on its pivot and bearings. 
The latter, however, was only about ^ of the foimier. 

^ Joule, Phil. Tran^. Roy. tioc., 1850, pt. i. 


[Table 



292 


THEORY OF HEAT 


« 


l. 

II. 

III. 

IV. 

V. 

VI. 

Vll. 

No. of RxiM>riinei)t 
nnd Cause of Change 
of Temperature. 

Total Fall 
of Weights 
in Inches. 

1 

Mean 
Tempera- 
ture of 
the Air. 

1 

Difference 
between Mean 
of V. and VI. 
and 111. 

Temperature of 
Apparatus. 

1 

Initial. Final. 

Gain or Loss of 
Heat during 
Experiment. 

1. Friction 

1. Radiation 

1256-96 

0 

57-698 

57-868 

. -2 *252 
-2*040 

55*118 

55*774 

65-774 

55-882 

0*656 gain 
0*108 gain 

2. Friction 

2. Radiation 

1255*16 

0 

58*085 

.58*370 

1*875 

1 *789 

66-882 

56-539 

.56*539 

56-624 

0*657 gain 
0*0^5 gain 

.5. Friction 

5. Radiation 

1251*81 

0 

60*940 

61*035 

-0-431 

-0-237 

60*222 

60*797 

60-797 

60-799 

0-575 gain 
0*002 gain 

6. Radiation 

6. Friction 

0 

1254*71 

.59*675 

59*919 

1 0*125 
h 0*157 

59-805 

59-795 

59-795 

60*3.57 

0*010 loss 
0*562 gain 

7. Radiation 

7. Friction 

0 

1254*02 

59*888 

60-076 

- 0 *209 
-0*111 

.59-677 

.59-681 

59-681 

00*249 

0 004 gain 
0-568 gain 

20. Radiation • 
20. Friction 

0 

1261*91 

60-567 

60-611 

1*542 

-1*239 

58*990 

69*060 

59*060 

59*685 

0-070 gain 
0*625 gain 

21. Friction 

21. Radiation 

1264*07 

0 

58*654 

58*627 

-0*321 

-0*018 

58*050 

68*616 

58-616 

58-603 

0 *566 gain 
0-013 loss 

22. Friction I 

22. Radiation j 

1262-97 

0 

.58-631 

58*624 

-1-0*243 
+ 0*505 

58*603 

59*145 

59-146 
59-114 i 

1 

0*542 gain 
i 0*031 loss 

1 

38. Radiation 

38. Friction 

U 

1262-99 

v55*826 

55-951 

-0*065 
+ 0*093 

.55-759 

55*764 

55*764 ^ 
56-32.5 

0 *005 gain 
0*561 gain 

39. Radiation 

39. Friction 

0 

1262*99 

56*101 

56*182 

1 0*220 
+ 0*409 

56 325 
.56*317 

56*317 

.56*865 

0*008 loss 
0*548 gain 

40. Friction 

40. Radiation 

1262-99 

0 

56*108 

56*454 

+ 0*100 
+ 0*036 

.55*9*29 

.56*488 

56*488, 

56*492 

0*559 gain 
0 *004 gain 

Moan Friction 
Mean Radiation ' 

1260*248 

0 


- 0*305075 

- 0*322950 



0*575250 gain 
0*012975 gain 


The total thermal capacity of the apparatus with the water con- 
tained was equivalent to that of 97480*2 grains of water, so that 
the, total quantity of heat generated by friction was 0®*563209 in 
this weight of water, or 1" F. in 7*842299 lbs. of water. Now the 
weights, amounted to 406152 grains, and from this a certain de- 
duction must be made on account of the friction arising from the 
pulleys and the rigidity of the string. This was found by cohnecting 
the two pulleys with twine passing round a roller of equal diameter 
to that employed in the experiments. Under these circumstances the 
weight required to be added to one of the leaden weights in order 
to maintain them in equable motion was found to be 2975 grains.^ 
* Tlie number 2955 given in Joule's Memoir is probably a misprint. 
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The same result, in the opposite directions, was obtained by adding 
3035 grains to the other leaden weight. Deducting 168 grains (the 
friction of the roller on its pivots) from 3005, the mean of the fore- 
going numbers, we have 2837 grains as the portion of the weight 
expended in friction of the pulleys and string. This subtracted from 
the leaden weights leaves 403315 grains as the weight available for 
the generation of heat in the apparatus. 

A correction has still to be applied on account of the velocity pos- 
sessed by the weights when they reached the floor. This velocity w^s 
2*42 ihches per second, and is equivalent to a fall through an altitude 
of 0*0076 inch.- This multiplied by 20 (the number of falls in each 
experiment) gives 0*152 inch, which, when subtracted from the mean 
total fall, 1260*248, leaves 1260*096 inches as the corrected height. 
This fall of the above weights is equivalent to 6050*186 lbs. falling 
through a height of 1 foot, and to this is added 0*8464 x 20 = 16*928 
foot-pounds as a correction for the elasticity of the strings, which 
comes into play after the weights have reached the ground. ' 

The mean corrected result was therefore 6067*114 foot-pounds 
as the work spent in raising the temperature of 7*842299 lbs. of 
water 1° F., and this gives 773*64 as the dynamical equivalent of 
heat in the latitude of Manchester. 

In Joule’s second and third series of experiments the fluid em- 
ployed was mercury, the apparatus being constructed of iron, and 
somewhat modified in other respects, to suit the purpose. In the 
fourth and fifth series the heat was developed, not by fluid friction, 
but by means of a bevelled cast-iron ring rubbing against another 
bevelled iron ring in mercury. The following table contains the 
final results of these series of experiments, the fourth column giving 
the values when the weighings are made in a vacuum : — 


No. 

of Series. 

Material 

employed. 

Equivalent 
in Air. 

In Vacuum. 

Mi^an. 

1 

Water 

773-840 

772-692 

772-692 

1 2 

3 

Mercury 

jf 

773-762 

776-303 

; 772-814 

! 776-352 

j774-083 

! 4 

Cast Iron i 

776-997 

' 776-045 

} 774 -987 

1 ^ 

99 1 

1 

774-880 

, 773-930 


1 

_ 




Of these results, that derived from the friction of water was con- 
sidered by Joule as the most reliable, both on account of the number 
of experiments performed, and the great thermal capacity of the 
apparatus. ■ And since, even in the friction of fluids, it was impossible 
to entirely avoid vibration and the consequent expenditure of energy 
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in sound, Joule thought it probable that the number 772*692 was 
slightly too large, and therefore adopted the round number 772. 
It must bo remembered, however, that the unit of temperature 
employed here is the degree on the mercury thermometer ^ employed 
by Joule, and that the specific heat of water is taken as unity at the 
temperature of each experiment. 

At the request of the British Association Joule‘s executed a new 
series of experiments, which he comi^letcd in 1878. In this in- 
'Jfestigation the arrangement of the apparatus and the principle of 
the method employed for measuring the work differed from that 
adopted in the earlier experiments. The calorimeter, h (Fig. 77), 
instead of resting on a fixed stool, was suspended by a bearing on 
the vertical axis of the paddle, so as to be capable of rotating freely 
about it. With this arrangement,, when the paddle was set in motion, 
the friction between the moving fluid and the walls of the calorimeter, 
as well as that which occurred at the bearing, produced a couple 
tending tb turn the calorimeter round the vertical axis. The rotation 
of the calorimeter we-s prevented by an equal and opposite couple 
produced by the action of a fine silk cord, which passed round an , 
accurately turned groove in the surface of the calorimeter. The ends 
of this cord were thrown over two light wooden pulleys, 7 , 7 , and were 
attached to scale-pans. A;, k, which contjiined weights sufficient to keep 
the calorimeter in equilibrium.*^ 

The whole apparatus was contained in a massive wooden case, aa, 
which was divided into three compartments, and permanently boxed 
in on three sides. The fourth side or front was closed by shutters 
furnished with windows, which could be removed at pleasure.. The 
paddle was kept in motion by means of doubling hand- wheels, de, 
and the vertical shaft, which carried a fly-wheel, / (weighing about 
1 cwt.), was supported by a conical collar turned on it at c. The 
hydraulic supporter, v, w, was not employed in the initial stages of the 
investigation ; but as irregularities were found to arise from time to 
time from the variations in the friction of the bearing which supported 
the calorimeter, the supporter, v, w, was designed, so that the pressure 
on the bearing and the metallic friction were almost reduced to 
zero. This supporter consisted of two concentric vessels, v and w. 
The lid of the inner vessel was surmounted by three uprights, and 

^ An error of 1 per cent may arise from M'ant of comparison of the mercury 
thermometer with the air thermometer. 

'•* Joule, Phil. Traiif. Roy. Soc., 1878, pt. ii. 

^ The principle of this method, which is a kind of friction balance^ was designed 
by Him ( Th^orie Micaniqtte de la Chaleur^ 3***^ ed., p. 92), and was subsequently used 
by Rowland and others. 
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wl|en water was poured into the space between the vessels the inner 
floated up, ^o that the uprights pressed against the bottom of the 
calorimeter, and the pressure on the bearing was thus relieved. 

The calorimeter is shown in section in Fig. 78, and in plan in 
Fig. 79. There were four stationary vanes and two sets of rotating 
vanes, each of five arms, the upper set (dotted lines. Fig. 79) being 
fixed to the axis 9° behind the lower set, so that no two of the rotating 



Fig. 77.— .loule’H Later ApparatuH. 


vanes passed the fixed ones at the same moment, and as the momentary 
alteration of resistance at crossing took place forty times during 
each revolution, the resistance was practically uniform. The axle 
of the paddle worked easily in the collar m, and was screwed into 
the boxwood piece n. The boxwood piece o (Fig. 77) was introduced 
in order to prevent conduction of heat along the axis; but this 
precaution was found to be unnecessary. 

In making an experiment the calorimeter was filled with a known 
weight of distilled water, and screwed on to the axis. Its temperature 
was noted, and the silk cord adjusted. The thermometer was then 




296 


THEORY OF HEAT 


OHAP. IV 


removed, and a caoutchouc stopper placed in the tubulure. The 
axle was then rapidly brought up to a speed sufficient to raise the 
weights about 1 foot from the floor, and they could be kept very 
steadily in this position during the whole time of an experiment 
(35 minutes). The wheel was then rapidly brought to rest, and the 
temperature of the calorimeter again noted. 

The work spent is determined by knowing the number of revolu- 
tions and the moment of the couple required to keep the calorimeter 
in equilibrium. Thus, if w denotes the sum of the suspended^ weights, 
and r the radius of the calorimeter, the moment of the couple tending 



Kig. 78. Fig. 71>. 

Section and Plan of the Culorimotcr. 


to turn the vessel is wr, so that in turning through an angle 6 the 
work done is wrdy or if n be the number of revolutions the work is 

W = 2irnwr, 

In calculating n, the number of revolutions of the axis when the 
weights were off* the ground was added to half the number employed 
in the acts of starting and stopping the apparatus. The revolutions 
of the axis were registered by a counter at g (Fig. 77). 

The results of five sets of experiments by this method are collected 
in the following table. In the first two sets the hydraulic supporter 
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was not em 2 )loyed, and the metallic friction at the bearing of the 
calorimeter was a considerable fraction of the whole. 

The mean value deduced for J at the temperature of 60" F. was 
773*369 foot-jjounds at Manchester. This reduced to Greenwich and 
the sea-level becomes 773*492, or when the weighings are made in a 
vacuum 'the value of J at 60'’ F. is 772*55. Joule’s results, corrected 
by comparison of his thermometers with one of Rowland’s, and for 
other errors (see Arts. 35 and 166), gave the value (at 12°*7 C.) 

• .1=778*5. 

166. Rowland’s Experiments. — In 1879 Professor Rowland,' feel- 
ing that Joule’s work required to be extended in some directions and 
comiileted, undertook a careful and elaborate series of exjieriments on 
the value of the dynamical equivalent of heat. In Joule’s work the 
experiments Avere made only at the ordinary temperatures of the atmo- 
sphere, and the mercury thermometers employed were not standardised 
by comj>arison with the air thermometer. Errors of 1 or 2 per cent 
may arise from this cause in calorimetric work, for even between 0° 
and 100° a diflfbrencc of several tenths of a degree may exist between 
the mercury and the air thermometer. 

The principal defect of Joule’s plan of exi)criment, however, is the 
small rate of rise of temperature, and Professor Rowland, in designing 
his ajiparatus, aimed at procuring a large change of temperature in a 
short time. This involved the expenditure of a considerable power, 
and necessitated the use of a steam-engine, combined with an accu- 
rate method of measuring the 2 )Ower sui^jdied. 

The apparatus finally adopted is shown in Fig. 80. In principle 
it resembles Ilirn’s friction balance and the apparatus employed by 
Joule in his final experiments. The calorimeter was attached to a 
vertical shaft ah^ and the Avhole was suspended by a torsion wire. 
The axis of the paddle left the calorimeter through the bottom and 
was attached to the shaft «/, which was kept in uniform motion by 
the wheel g driven by a steam-engine. To the axis ah an accurately 
turned wheel kl was attached, and the cou^de tending to turn the 
calorimeter was measured by weights o and attached to silk tapes 
passing around the circumference of this wheel, in combination with 
the torsion of the susjjcnding wire. To this axis also a long arm was 
attached, having two sliding weights g and r, by means of which the 
moment of inertia could be varied or determined. The number of 
revolutions of the paddle was determined by means of a chronograph 

• ^ H. A. Rowland, 7Voc. American Academy of Arts and Sciences, New Series, 

vol. vii., 1879-80. 
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set in motion by a screw on the shaft ef. On this chronograph was 
recorded the transit of the mercury over the divisions of the thermo- 
meter. A water jacket tu^ made in halves, was placed round the 
calorimeter, so that the radiation could be estimated, and a wopden 



Fiii, so. 


box surrounded the whole and screened the calorimeter from the 
observer. 

When the paddles were in motion, the couple tending to turn the 
calorimeter was- balanced by the weights o, p, and the equilibrium was 
rendered stable by the torsion of the suspending wire. The amount of 
torsion was read off on a scale on the edge of the wheel kl^ and this 
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gave the correction to be applied to the weights p. One observer 
constantly read the circle kl^ and another recorded the transits of the 
mercury over the scale divisions of the thermometer. In this manner 
a series of observations, extending over the space of half an hour to an 
hour, embraced a rise of temperature of from 15° to 25°, in which a 
record was made for perhaps each tenth of a degree, and contained 
several hundred observations from any two of which the dynamical 
equivalent of heat could be obtained. 

The correction for radiation is inversely proportional to the ratio 
of the rate at which the work is done to the rate at which the heat is 
lost, and this for equal ranges of temperature is only as great in 
these experiments as in Joule’s, for Joule’s rate of increase was only 



Fig. 81. 



Fig. 82. 


0°*62 0. per hour, and in these experiments was about 35° C., and could 
be increased to over 45° C. per hour. 

The calorimeter and paddle arrangement was more complicated 
than Joule’s. The number of paddles was increased so that there 
should be no jerk in the motion, and that the resistance should be great. 
Their shape was also such as to cause the whole of the water to run 
in a constant stream past the thermometer, and to cause constant 
exchange between the water at the top and bottom. A section of the 
calorimeter with paddle is shown in Fig. 81, and the paddle is shown 
separately in Fig. 82. 

To a steel axis a stout copper cylinder was attached by means of 
stout wires. To this cylinder four rings were attached which sup- 
ported the paddles. Each ring had eight paddles, and was displaced 
through a small angle with reference to the one below it, so that no 
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one paddle came over another. By this m'eans the resistance was 
rendered continuous rather than jerky. The lower rows of paddles 
were turned backwards, so that they threw the water outwards and 
kept up the circulation. Around these movable paddles were the 
stationary vanes, consisting of five rows of ten each. These were 
attached to the movable paddles by bearings at the extremities of the 
shaft, and were removed with the latter when it was taken out of the 
calorimeter. These outer paddles were fixed to the calorimeter by 
four screws so as to be stationary. 

Two apertures were made in the cover of the calorimeter — one to 
receive a thermometer, and the other for filling the vessel with water. 
A copper tube, perforated with large holes, descended from the ther- 
mometer aperture, almost to the centre of the calorimeter. The ther- 
mometer was contained within this sieve-like tube, with its bulb at a 
short distance from the centre of the calorimeter, with the revolving 
paddles outside it and the stream of water circulating around it. 

If D denotes the diameter of the torsion wheel, then (p. 296) the 
work done during n revolutions of the paddle is 

Hence, if the temperature rises by an amount (corrected for radia-' 
tion) in the time occupied by n revolutions, the value of the dynamical 
equivalent will be given by the equation 

TTwnD 

^ CAe ’ 

where C is the thermal capacity of the calorimeter and the water con- 
tained. To reduce this to absolute measure, we must multiply by 
g= 9*78009 + 0*0508 sin-A where A is the latitude of the place. At 
Baltimore the value is <j = 9*8005 in metres per sec. per sec. 

T1i6 corrections to be applied are — (1) For weighing in air, which must be applied 
to to and C ; if p denotes the density of air under the given conditions, this correc- 
tion amounted to -0*835p. (2) For tlie weight of the tape by whicli the torsion 

weights were suspended ; this amounted to 0*0006 /m 7. (3) For the expansion of the 

torsion wheel ; if D' be its know'll diameter at 20'', then its diameter at any other 
temperature d was D'4 0*000018D'(^ 20). The corrected formula was then 

J = ®'(l + 0-000018(tf - 20) + - 0-886p|. 

Owing to the rapid rise of temperature (generally about O^'O per minute) the 
correction for radiation was proportionately small. This correction was 0*0014(i>® per 
minute, where 6 is the dilforcnce of temperature betw^een the calorimeter and its 
jacket. This amounts to 1 per cent for 10''*7, and to 4 per cent for 14” *2. Generally 
the calorimeter w’as cooler than the jacket at* the outset, and so an elevation of 20” 
could be obtained in the temperature of the calorimeter without a rate of correction 
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of more tliaii 4 per cent at any point, and an average correction of less than 2 per 
cent. An error of 10 per cent was therefore required in the estimation of the radiation 
to produce an average error of 1 in 500, or an error of 1 in 250 at a single point. The 
radiation correction was estimated by allowing the icalorinietcr to cool while the 
paddles were slowly turned, the work done being allowed for. The losses of heat 
placed under this head include conduction and convection as well as radiation 
proper, and were made up as follows - 


Conduction along shaft . . . . 

•00011 

,, ,, suspending wires 

•00006 

True radiation . . . . . 

•00017 

Convection . . . . . • . 

•00106’ 

Total ...... 

•00140 


Among the corrections to be applied to the temperature as read off from the ther- 
mometer that arising from the unequal temperature of the stem was the greatest and 
most difficult to estimate. The other corrections arise in pressure on the bulb, con- 
duction along the stem, and the fact th<at the thermometer is always beln'nd the 
calorimeter as the temperature of the latter changes. 

The following tabic gives Professor Eowland^s results in gramme- 
metres at Baltimore : — 


S| ■ 

.b o 

Kipiivahnt. 

: 

•fa 5 

1 1 

I Equivalent. | 

i 

1 

1 Equivalent 

< S 



’ !' 

1 a 

[ 

5 

429-8 

■ 16 

! 427-2 ; 

i 27 i 

425-6 

6 

429-5 

17 

! 427-0 i 

: 28 i 

425-6 

7 

129-6 

1 18 

426-8 l! 

1 29 

425-5 

8 

429-0 

; 19 1 

426-6 

' 60 

425-6 

9 

428*8 

20 

426-4 

1 61 

425-6 

10 

428-5 

. 21 ; 

426-2 

62 

425-6 

11 ■ 

128*6 

! 22 1 

! 126-1 

66 

425-7 

12 

428-1 

; 26 1 

; 426-0 

1 34 

425-7 

16 

427-9 

I 24 1 

I 425-9 1 

65 . 

425-8 

14 

427-7 

! 25 1 

1 425-8 j 

66 i 

425-8 

15 

427-1 

! 26 ' 

425-7 ! 

1 



To reduce to latitude of Manchester aiivl Berlin 0*5 must be sub- 
tracted, and for Paris 0*4. 

[In 1897 a series of comparisons was undertaken at the Johns 
Hopkins University between Rowland's thermometers, three Torinelot 
mercury thermometers standardised at the Bureau International, and 
a Callendar-Griffiths platinum thermometer. The result has been a 
recalculation of Rowland's figures. In the following table the values 
of the mechanical equivalent are given in ergs as calculated by Dr. 
W. S. Day.^ Rowland's old values are also given in ergs for the sake 
of comparison.] 

^ Phil. Mag., July 1898. Rowland's figures were also recalculated by Waidner 
and Mallory, Phyn. Jiev. vol. viii., 1899. 
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Tempera- 

ture. 

Equivalent 

Equivalent 

is 

• 

Equivalent 

Equivalent 

in Ergs 
(Rowland). 

in Ergs 
(Day). 

ai 

t 

ill Brge 
(Rowland). 

ill Ergs 
(Day). 

o 

— - 


' 

o 




5 

4 -212 X 107 


13 

4-194 X 

107 

4-191x107 

6 

4-209 „ 

4-203x107 

14 

4-192 

9 9 

4-189 „ 

7 

4*207 „ 

4-201 „ * 

1 16 

4-189 

f9 

4-188 „ 

8 

4-204 

4-199 „ i 

: 16 

4-187 

9 9 

4-186 „ 

9 

4-202 ,. 

4-198 „ 

i 17 

4-185 

9 9 

4-185 „ 

10 

4-200 „ 

‘4-196 „ , 

18 

4*183 

9 1 

4-184 „ 

11 

4-198 „ . 

4-194 „ 

19 

4-181 

99 

4-182 „ 

12 

1-196 „ 

4-192 

20 

4-179 


4-181 


For the sake of comparison with his own determinations, Professor 
Rowland also reduced Joule’s results to the air thermometer and the 
latitude of Baltimore, as in the following table : ^ — 


Tempftia- 

Joule's 
Value. . 

1 Joule's Value retiueod to Air 

1 Therriioineter and Baltimore. 

! 

Rowland's 

ture. 

English 

Measure. 

C.O.S. 

System. 

Value. 

j 

! 9 

772*8 

779-2 

• 427-5 

428-8 

1 9 

77f.*4 

781-4 

428-7 

428-8 


776*0 

782-2 

* 429-1 

428*8 

1 » 

773*9 

780-2 

428-0 

428-8 

12-7 

774*6 

778-5 

427-1 

428-0 

14 

772*7 

778-0 

426-8 

427-7 

14*5 

767*0 

770-5 

422-7 I 

427*5 

14-7 

772*7 

776-1 1 

425-8 

427-6 

16-5 

773*1 

776-4 

426-0 

427-3 

17-3 

774*0 

777-0 1 

426-3 

426-9 

18*6 



428-0 

426-7 


Combining these results, he deduces the value 426'75 at 14° *6 
C. from Joule’s experiments, and 427*52 from his own. The 
difference amounts to. only 1 in 550, and might arise from variations 
in the specific heat of water. 

167. Miculescu’s Experiments. — M. Miculescu'*^ has also adopted 
the friction balance method of determining the dynamical equivalent 
of heat. In the investigations of Joule and Professor Rowland the 
axis of the rotating paddle was vertical, passing through the lid of the 
calorimeter in Joule’s apparatus, and t}i rough the bottom in Professor ^ 
Rowland’s. In the apparatus adopted by M. Miculescu, on the other 
hand, the axis of the paddle was horizontal. The work was supplied 

' Vroc, American Acad, of Arts and Sciences, vol. viii. (New Series) pt. i. p. 44, 
1880-81. ' 

M. C. Miculescu, Ann, dc Chimic ei de Phys^tic, 6® .s4r., torn, xxvii. p. 202, 
October 1892. 
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by a motor supported on a wooden frame, which was suspended from 
a horizontal axis, round which it could swing freely ; and this axis 
coincided geometrically with the rotating axis of the paddle. With 
this arrangement the suspended frame, when the apparatus was in 
motion, tended to incline itself to the vertical in a direction opposite 
to that of the rotation. It was brought back into its position of 
equilibrium by a couple of known moment, and the motor thus played 
the part of its own dynamometer, the work being measured as before 
(p. 296). 

The h^at generated was measured by the method of stationary 
tempf'.ratnre. Around the calorimeter (which was fixed independently 
of the oscillating frame), and through the water in which the paddles 
turn, a current of cold water circulated in such a way that the tempera- 
ture of the calorimeter remained fixed. The heat developed in any 
time was consequently determined by the weight of water which passed 
through the apparatus in the same time. 

The calorimeter was composed of four .concentric cylinders — the 
exterior pair of brass, and the interior pair of copper. The interior or 
first cylinder contained the revolving paddles, and the exterior or 
fourth was covered on the outside with felt 1 cm. thick. The first, 
second, and third cylinders were insulated from each other by pieces 
of ebonite ; and, while a current of water passed through the space 
between the first and second, the space between the second and third 
contained air, and the space between the third and fourth was filled 
with water, and formed a water jacket. 

The difference of temperature of the water on entering and on 
leaving the calorimeter was measured by moans of a thermo-electric 
couple, one junction being situated in the entry and the other in the 
exit tube. The radiation correction was negligible. 

Taking the specific heat of water to be unity between 10° and 13° 
0., the mean result of these experiments gave the number 426 ‘7 ; or 
when temperatures were referred to the hydrogen thermometer, the 
result was 

J=426’84. 

The advantage claimed for this investigation is that all the measure- 
tments are made by the null method. 

168. [Reynolds and Moorby’s Experiments. — Professor Eeynolds 
and Mr. Moorby ^ have determined the mechanical equivalent of the 
mean thermal unit between 0° and 100° C. oh a very large scale, with a 
Proud e-Reynolds’s hydraulic brake and a steam-engine of 100 horse- 


^ Phil. Trans, p. 381, A., 1897. 
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power. This brake is practically a Joule calorimeter, ingeniously 
designed to churn the water in such a manner as to develop the 
greatest possible resistance. 'I’he admission of water at O ' C. to the 
brake was controlled by hand in such a manner as to keep the outflow 
nearly at the boiling point, the quantity of water in the brake required 
to i)roduce a constant torque being regulated automatically, as the speed 
varied, by a valve worked by the lifting of the weighted lever attached 
to the brake. With 300 lbs. on a four-foot lever at 300 revolutions 
per minute, the rate of generation of heat was about 12 kilo-calories 
per second. In spite of the large range of temperature,^ the correction 
for external loss of heat amounted to only 5 per cent with the brake 
uncovered, and was reduced to less than 2 per cent by lagging. This 
is the special advantage of working on so large a scale with so rapid a 
generation of heat. But, for the same reason, the method necessarily 
presents peculiar difficulties, which were not overcome without great 
pains and ingenuity. The principal troubles arose from damp in the 
lagging, which necessitjited the rejection of several trials, and from 
dissolved air in the water, causing loss of heat by the formation of 
steam. Next to the radiation loss, the most uncertain correction was 
that for conduction of heat along the 4-inch shaft. These losses were 
as far as possible eliminated by combining the trials in pairs, with 
different loads on the brake, assuming that the heat-loss would be the 
same in the heavy and light trials, provided that the external tempera- 
ture and the giadicnt in the shaft, as estimated from the temperature 
of the bearings, were the same. The values deduced in this manner 
for the equivalent agreed as closely as could be expected, considering 
the impossibility of regulating the external condition of temperature 
and moisture with any certainty in an engine-room. The extreme 
variation of results in any one series was only from 776'63 to 779*46 
foot-pounds, or less than ^ per cent. This variation may have been 
due to the state of the lagging, or it may have been partly due to the 
difficulty of regulating the speed of the engine and the water-supply to 
the brake in such a manner as to maintain a constant temperature in 
the outflow, and avoid variations in the heat-capacity of the brake. 
Since hand-regulation is necessarily discontinuous, the speed and the 
temperature were constantly varying, so that it was useless to take 
readings nearer than 0°*1 F. The largest variation recorded in the 
two trials of which full details are given was 4''*9 F. in two minutes 
in the outflow temperature, and four or five revolutions per minute on 
the speed. These variations, so far as they were of a purely accidental 
nature, would be approximately eliminated on the mean of a large 
number of trials, so that the accuracy of the final result would be of a 
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higher order than might bo inferred from a comparison of separate 
pairs of trials. Great pains were taken to discuss and eliminate all 
the sources of constant error which could be foreseen. In a “ heavy 
trial ” the dynamometer was adjusted to a moment of 1200 foot-pounds, 
and in a “ light trial ” the moment was generally 600 foot-pounds, 
although six trials were made with the moment at 400 foot-pounds. 
The results of these last differ slightly from those with 600 foot-pounds. 
This might be merely accidental, or it might indicate some constant 
difference in the conditions requiring further investigation. There can 
be no doftbt, however, that the final result is the most accurate direct 
determination of the value of the mean calorie in mechanical units. 
As it was only necessary to determine temperatures in the neighbour- 
hood of 0° and 100° C. the results are almost independent of the 
nature of the temperature scale, as all temperature scales must be in 
agreement at the two standardising points, while the range was so 
great that an error in measurement at either end of it would have but 
a small effect. 

The value of the mean calorie between 0° and 1 00° C. as deter- 
mined by Reynolds and Moorby is 4*1833 x 10^ ergs. 

The experiments of Reynolds and Moorby do not furnish us with 
the value in dynamical units of the standard calorie at 1 5° C. or any 
other chosen temperature. Nevertheless, they are of great value as a 
test of the accuracy of the indirect determinations of the mechanical 
equivalent by the electrical method, which we shall now describe. 

169. Later Electrical Methods. — The electrical method of 
determining the mechanical equivalent consists in heating a given mass 
of water through a known range of temperature by immersing in it a 
wire heated by an electric current, and measuring the heat- energy 
communicated to the water in terms of electric units. This method 
was tried by Joule, but was regarded by him as less trustworthy than 
the direct process. The reliability of the results obtained by it depends 
not only on the care with which the actual determination is carried 
out, but also upon the accuracy with which the electric units employed 
have been measured. The equations (omitting all corrections) ex- 
pressing the heat-energy required to raise m grammes of water through 
0° in electrical units are 

V2 

Jmd=EC«=C2R< = ^« 

where C is the current, R the resistance of the wire, E the E.M.F. 
between its terminals, and t the time in seconds. If these are 
measured in amperes, ohms, and volts, J will be the number iA joules 
(1 joule =10^ ergs) required to raise a gramme of water 1° C. We see 
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here that it is only necessary to measure two of the (quantities E, C, 
R in order to obtain an equation for J. A choice of three methods is 
thus at our disposal. 

' In the experiments carried out by Principal E. H. Griffiths^ E and 
R.were measured. The obvious difficulty lies in the measurement of 
R ; because, unless measured actually during the progress of the heating 
experiment, it is necessary to know the temperature of the wire and 
the temperature-coefficient of its resistance ; and its temperature is not 
that of the surrounding water. To obviate this difficulty Griffiths 
made a series of subsidiary exjjeriments which were designed to give 
the difference in temperature between the water and the wire when the 
former was at a known temperatfjre and an E.M.F. of known strength 



was applied to the latter. The resistance of the wire was then 
measured at a known temperature and its’ temperature-coefficient was 
also measured ; therefore, when in the course of a heating experiment 
the temperature of the water was read, the resistance of the wire 
could be calculated. 

Griffiths's apparatus consisted of a platinum wire (diam. 0*010 cm., 
length 33 cm., resistance about 9 ohms) coiled inside a cylindrical 
calorimeter, 8 cm. in height and 8 cm. diameter, whoso water equivalent 
was 85. This .wire was heated by a current from storage cells. The 
terminals of the wire were maintained at a constant difference of 
potential by balancing against sets of Clark cells; and, while the 
temperature of the water in the calorimeter was raised from H"" to 
25"" C., the time varying from forty to eighty minutes, observations of 

' Phil. Trails, p. 361, A, 1893. 
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the temperature and time were made every degree. The E.M.F. used 
varied from that of three to six Clark cells. Experiments were made 
using different quantities of water ; and by taking differences in the 
energy and the heat produced in the different sets, many errors were 
eliminated, and the water-equivalent of the calorimeter disappeared 
from the equation. 

Fig. 83 ^hows a section of the constant temperature chamber in 
which the calorimeter was suspended by glass tubes. ABC is a large 
steel vessel with double walls, the annular space (printed black in figure) 
being filled with mercury which is connected with a gas-regulator by 
the tube D. The steel vessel stood in a large tank filled with water, 
which was rapidly stirred by the paddle Q. A small stream of water 
flowed continuously into the tank, the excess passing away at W. 

The temperature of the incoming water was controlled by the regulator 
which was governed by the mass of mercury (exceeding 70 lbs.) within 
the walls ABC. A very constant temperature could thu^ be maintained 
within the steel vessel. The space between the calorimeter and the 
steel walls was thoroughly dried and the pressure reduced to less than 
1 mm. 

Griffiths found that most rapid and thorough stirring of the water 
was necessary in order to secure consistent or satisfactory results. 

He designed a most efficient stirrer which made about 2000 revolutions 
per minute, the rise in temperature produced by the stirrer alone being 
in some cases equivalent to 10 per cent of the whole work spent in 
raising the temperature. The necessary correction, owing to this, was 
ascertained by a scries of preliminary experiments. 

The thermometer used by Griffiths was a Hicks mercury ther- 
mometer which had been compared with a Callendar-Griffiths platinum 
thermometer and with a Tonnelot thermometer standardised at the 
Bureau Inrternational. 

Not long afterwards Professor Schuster and Mr. Gannon ^ made a Schuster 
determination of the value of J in the neighbourhood of 19" C., 
measuring the work done in terms of E, C, and t The wire heated 
by the current was insulated from the water by shellac varnish ; it 
was made of platinoid and was 760 cms. long and of about 31 ohms 
resistance. The stirring was so slow that its heating effect could be * 
neglected. Radiation errors were minimised by making the experi- 
ments of short duration (10 mins.) and using a small rise of temperature 
(about 2"*2 G.). The mean current was measured by the amount of 
silver deposited in a silver voltameter, and the rise in temperature by 
a Baudin mercury thermometer which was directly compared with a 

1 PhU. Trans, p. 415, A, 1895. 
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Toniielot thermometer standardised at the Bureau International. The 
result obtained was 4*191 joules per calorie at 19'' C. 

The method depending on the measurement of E and C was also 
used in a series of experiments carried out by Professor Callendar and 
Dr. Barnes,^ but the mode of procedure was essentially different. Fig. 
84 shows the form of the calorimeter. A steady current of liquid 
flowing through a fine glass tube, 1 or 2 mm. in diameter, is heated 
by a steady electric current during its passage through the tube, and 
the difference of temperature between the inflowing and the out- 
flowing liquid is measured by a single reading with a delicafe pair of 
differential platinum thermometers. The difference of potential E on 
the central conductor is measured in terms of a Clark cell by means of 
a very accurately calibrated potentiometer, which serves also to 
measure the current C by the observation of the difference of potential 





PT. 'tHERMR: 7*^ 

^ I ( ■“) 

OUTFLOW. hJO 


[(INFLOW. QLAM VACUUM JACKET. 

Fig. 84.— Diagram of Callendar and Barnes's ateady-llow Klectric Calorimeter. 


on a standard resistance R included in the circuit. Neglecting small 
corrections, the general equation of the method may be stated in 
the form 

EC^r^JM50 + TI, 

M being the total mass of water which has flowed through in the time 
t and H the heat-loss due to radiation, etc. 

The advjintage of this method is that all the conditions are steady, 
so that the observations can be pushed to the limit of accuracy and 
sensitiveness of the apparatus. The water-equivalent of the calorimeter 
is immaterial, since there is no appreciable change of temperature. 
The heat-loss can be reduced to a minimum by enclosing the flow-tube 
in a hermetically sealed glass vacuum jacket. No stirring is required 
if the tube is sufficiently fine and the velocity of flow adequate. The 
conditions can be easily varied through a wide range. The heat-loss 
H, which is very small and regular, is determined and eliminated by 
varying the flow of liquid and the electric current simultaneously, in 
such a manner as to secure approximately the same rise of temperature 
for two or more widely different values of the flow of liquid. 

The range of temperature W was generally from 8° to 10°, in the 
series of experiments on the variation of J, but other ranges were 
tried for the purpose of testing the theory of the method and the 
application of small corrections. The thermometers were read to the 

^ Phil. Tran$, vol. exeix. A, 1902. 
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ten-thousandth part of a degree, and the difference was probably in 
all cases accurate to 0° 001 ,C. This order of accuracy could not 
possibly have been attained with mercury thermometers under the 
conditions of the experiment. Another advantage was that there was 
no question of lag of the thermometers. 

The chief source of uncertainty in the results of all these experi- 
ments lies in the value assumed for the E.M.F. of a Clark cell. The 
usually accepted value, 1*4342 volts at 15'" C., is derived from the work 
of Glaz^brook and Skinner. Later experiments tend to show that 
this value is too high. Mr. 11. 0. King ‘ obtained the value 1*4334, 
and Professors Carhart and Guthe- the value 1*4333 volts, both at 
15° C. The following table,^ calculated on the old value for the E.M.F. 
is given for the sake of comparison. 


Capacity you Heat of Water in Joules per r C. 
(Nitrogen Thermometer) 


Bean Its. 


Nume. 

Method. 

Joule 

Mechanical 

Rowland 


Grifliths 

E, R 

Schuster and 


, Gannon 

E, C 

Callendar 

K, C 

and Barnes 


Standanls. - j 

* At 15' 0. I At 20“ C. ! 


4-17J 

4-186 4-180 

Clark cell — 1-4:142 j 4-198 i 4-192 
/ Clark cell -1-4340 l ! 

\ Ag.^0 001118! • I 4-190* 

Clark cell = 1-4342 , 4-190 1-184 


* Strictly, 4-1905 joules at 19'’-! C. 

It will be seen here that the results of the electrical methods are 
all a little higher than Rowland's result. If we adopt the value 
1*4334 as the voltage of a standard Clark cell at 15° C., it would 
bring Callendar and Barnes's result into close agreement with Rowland's. 
Griffiths's, and Schuster and Gannon's values would still be a little 
higher. This may perhaps be due in the case of the former to the 
difficulty of eliminating all constant errors such as might arise in the 
estimation of the resistance of the wire and the heat-loss by radiation, 
etc., and in the case of the latter the value assumed for the electro- 
chemical equivalent of silver has been questioned. On account of the 
doubt as to the true value of the E.M.F. of the Clark cell. Professor 
Callendar prefers to estimate the value of the mechanical equivalent as 

^ Callendar, Phil. Trans, ^ loc. cU, ® Physical Review^ vol. ix. p. 288, 1899. 

This table is taken (with slight alteration) from Grilfiths’s Thermal Measwrc- 
ment of Energy^ 1901. 


Uncertainly 
in electric 
unit of 
E.M.F. 
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Choice of follows.^ The experiments carried out by Barnes between 0® and 
valuable ^ (whatever the absolute value of J may 

probe of J. be) the mean thermal capacity of water between 0'' and 100° is 
1*0016 times its thermal capacity at 20° C. Taking therefore the 
value 4*1833 of Reynolds and Moorby for the mean thermal capacity 
between 0° and 100°, we obtain 4*179 as the value at 20'. Again, 
Rowland’s value at 20", corrected to the hydrogen scale by W. S. Day 
(see Art. 166) is 4*181. Taking the mean of these two values as the 
most probable, we get 

1 calorie =4*180 joules at 20? (J. 

The value at any other temperature may now be determined from 
the curve of variation given by Barnes, thus 

1 caloric = 4*184 joules at 15' C. 

170. Various Methods of Determining the Dynamical Equivalent. 

— Of the various methods of determining the value of the dynamical 
equivalent of heat, the method of fluid friction and the electrical 
method are up to the present the only ones which can lay claim to a 
high degree of precision. In addition, however, to these accurate 
investigations many others have been carried out by methods of con- 
siderable interest though of less precision. 

An indirect* method depending on the theory of gases has been 
already noticed (p. 277) ; but this method is at best very imperfect, for 
a small error in the determination of the ratio of the specific heats will 
produce a considerable change in the value of J. Another method, 
depending on the assumption that all the work employed in compress- 
ing a gas is spent in raising its temperature, has also been adopted. 
In applying this method Joule * forced air into a strong receiver kept 
under water in a calorimeter, so that the heat developed during the 
compression could be measured by the change of temperature of the 
calorimeter. The work spent during the compression was easily 
calculated on the assumption that air obeys Boyle’s law throughout 
the range of the experiment (Ex. 3, Art. 321), and the materials for the 
determination of J are thus at hand. Instead of compressing the gas 
and measuring the heat developed, the reverse process may be em- 
ployed. The gas may be first compressed into a receiver, from which 
it can be subsequently allowed to escape into the atmosphere, and the 
cooling produced by the expansion against the external pressure may 
be measured. Both methods were employed by Joule, who obtained 
823 and 795 foot-pounds by the compression process, and 820, 814, 
760 by expansion. 

* EiVdj, Brit, tenth edition, art. “Calorinietiy.” 

“ Joule, Phil. Mag, 3rd Series, vol. xxiii., 1845 ; Scientijic Papers^ p. 172. 
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Before any inference can be made as to the equivalence of the 
work done and the heat developed in such a process, it must be 
ascertained that the whole work is spent in generating heat, and that 
no part of it is employed in altering the state of the substance, or, in 
other words, in^ doing internal work. For this reason Joule felt 
compelled to execute those experiments (p. 269) by which ho proved 
that no appreciable internal work is done during the compression or 
expansion of a gas. The only reliable mode of procedure, therefore, is 
to adopts method in which the state of the substance is the same at 
the end of the operation as at the beginning. This holds good in all 
fluid friction methods which are consequently much superior to all 
methods depending on compression, or expansion, or percussion. 



riK. 85.— Uirn’H Fiircussion Apparatus. 

An interesting determination of J by estimating the heat developed 
, by percussion in a mass of lead was made by Hirn.^ Jjead was chosen 
because it is highly inelastic. It is for this reason that when a leaden 
bullet strikes a target (or is struck), nearly all the energy of motion is 
converted into heat. In addition, lead when struck yields but little 
sound, and its state is not appreciably altered by hammering. Elastic 
bodies, on the other hand, whbn they collide, rebound and regain a 
largo proportion of their original energy, so that but little heat is 
geneVated by the impact. The apparatus devised by Him is shown 
in Fig. 8&. 

A cylinder of iron A A weighing 350 kilos was suspended, with 
its axis horizontal, by two pairs of cords which compelled it to move 

* Him, Tti4orie Mecawique de la tom. i. p. 96, 3rd ed. 
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in a vertical plane with its axis always horizontal. This cylinder was 
used as the hammer or instrument of percussion. The anvil MB was 
a large prismatic mass of stone weighing 941 kilos, and suspended in 
the same way as the hammer. The mass of lead D to be operated 
on was suspended between the two, and the face of the anvil 
adjacent to the lead was cased with iron to receive the blow. 

In making an experiment the hammer was drawn back by a tackle, 
and the height to which it was raised was accurately measured. It 
was then let fall upon the lead, and the recoil of the anvil was 
registered by a sliding indicator which was pushed back and then 
remained in situ. An observer also noted the advance or recoil of the 
hammer after the blow, and from these data the work spent in per- 
cussion could be easily calculated. Before the blow was delivered the 
temperature of the lead was taken by inserting a thermometer t into a 
cylindrical cavity made in the mass, and immediately after the blow 
the mass of lead was removed and hung up by two strings provided 
for the purpose, so that the axis of the cavity was vertical. This 
cavity was immediately filled with ice-cold water, which was stirred 
and the rise of temperature noted. The value 425 grammetres was 
obtained by Him in this manner, which is remarkably good con- 
sidering the nature of the experiment. The following details will 
illustrate the method : 


Jloight of fall of hammer .... 1*166 iii. 

Recoil of hammer ..... 0*087 m. 

„ of anvil ..... 0*103 m. 

Weight of lead ..... 2*948 kg. 

Temperalurc before blow .... 7" *873 

,, four minutes after . . 12“*1 

,, eight minutes after 11° *75 

,, of air ..... 8°*8 

Weight of water placed in cavity . . 0*0185 kg. 


An indirect method depending on the theory of saturated vapours 
(Art. 346) has also been employed, but on account of the difficulty 
of experimentally determining the densities or specific volumes of 
saturated vapours, this method is better suited for the calculation of 
vapour densities from the knowledge of the value of J than for the 
calculation of the latter quantity. 

The heat developed in a copper disc when rotated in a magnetic 
field also furnishes a method of evaluating J, but the heat lost while 
the disc is rotating and while it is being transferred to the calorimeter 
must lead to uncertain corrections. This method was used by M. Vlolle 
in 1870. 

[An ingenious mode of measuring J, which should be capable of 
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giving accurate results, has been devised by MM. Bailie and F6ry.' 
A uniformly rotating magnetic field is produced by means of poly- 
phase alternating electric currents. Within the field is placed a 
copper cylinder balanced on a vertical axis, and surrounded by 
water. The cylinder tends to turn with the magnetic field, but 
is held stationary by a couple which is accurately measured. The 
product of this couple into the number of revolutions of the magnetic 
field represents the work done in producing eddy currents in the 
copper cylinder. This work is spent in heating the copper, and the 
heat produced is measured by observing the rise in temperature of 
the water. As the temperature rises the couple diminishes owing to 
increase in resistance of the copper, but this difticulty could be got 
over by employing the steady-flow method, which, moreover, could be 
arranged so as to ensure proper mixing. The point in favour of this 
method is that, while it possesses the advantages of the electrical 
method, yet the work done is measured in mechanical units, thus 
avoiding the uncertainties in the electric measurements.*^] 

Other methods, such as the steam-engine experiments of Him 
(p. 46), and those of Edluiid on the expansion and contraction of 
metals are excellent as illustrations of the dynamical theory, but they 
cannot be regarded as possessing any accuracy. The chemical action 
which takes place in a voltaic battery or in a voltameter also furnishes 
a method of evaluating J. 

The dynamical equivalent of heat has also been determined 
experimentally by the change of tem|3erature produced when a liquid 
escapes under pressure from an orifice, or when a liquid is forced 
through capillary tubes. By the escape of water under pressure Him 
found the value 433 grammetres, and by forcing water through a 
piston perforated with small holes Joule obtained the number 770 
foot-pounds. The table at the end of this cha]:)ter contains the results 
obtained by the various methods. 

171. Specific Heat of Water. — One of the most important re^ 
searches in the whole range of calorimetry is the accurate investigation 
of the variations of the specific heat of water, especially between 0” 
and 100° C. If the unit of heat be defined as the quantity neces- 
sary to raise the temperature of unit mass of water from 19° *5 to 
20°’5 C., then if the thermal capacity of unit mass be not the same at 
all temperatures, and if the variations with temperature be not known, 

^ Coniptes lieruiuSj tom. exxvi. p. 1494, 1898. 

^ [Unless the current is accurately sinusoidal the couple will not be quite 
constant. This will not matter* however, as the variation would be slight, and 
the mean couple would be accurately measured.] 
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it would be necessary in any experiment to start always with as much 
water in the calorimeter at C. as would just attain the final 

temperature of 20®*5 C. The quantity of water employed (together 
with the equivalent of the calorimeter, etc.) would then represent the 
quantity of heat given out by the immersed body in cooling from its 
initial temperature to 20° -5 C. 

The direct mode of investigating the variations of the specific heat 
of water is that adopted by the earliest experimenters on this subject 
(De Luc and Flaugergues), namely, by mixing known weights^qf water 
at different temperatures and observing the temperature of the mixture. 
By this method Flaugergues^ found that the specific heat of cold 
water was slightly greater than that of warm water, as shown by the 
following numbers, temperature being in degrees Reaumur : 

3 parts of water at 0® + l part at 80" gave 19° *86 R. 

2 parts of water at 0° + 2 j)arts at 80° gave 39° *81 R. 

1 part of water at 0“ + 3 parts at 80° gave 59° *87 R. 

It does not appear certain, however, that due precautions were 
taken to guard against errors arising from radiation and evaporation, 
or to correct for the thermal capacity of the calorimeter. 

The first experiments of any accuracy were those of F. E. Neu- 
mann,*^ who found in 1831 that the specific heat of water at the 
boiling point was about 1*0127 times that at 28° C. The next experi- 
ments were those of Rfignault^ in 1840, from which he deduced that 
the mean specific heat between 15° C. and 100° C., compared with 
that between 10° and 15°, was from 1*00709 to 1*0089. Ho further 
extended his researches to temperatures above the boiling point, and 
found that the results of his experiments at temperatures up to 230° C. 
were represented by the formula 

s = 1 +0*000046 + 0*00000096*. 

This formula indicates a gradual increase of specific heat as the 
temperature rises. 

Somewhat later Pfaundler and Platter ^ supposed that they had 
discovered important variations in the specific heat of water in the 
neighbourhood of the temperature of maximum density. They 
estimated that it fell from unity at zero to 0*9512754 at 1°, and 
then increased gradually to 1*1933497 at 6°*5, and afterwards fell 

' Quoted by Rowland, Proc, American Academy of Arts and Sciences, vol. vii. 
p. 120, 1879-80. 

* Neumann, Pogg. Ann. vol. xxiii. p. 40, 1831. 

* Regna^lt, Relation des Experiences, tom. i. p. 729 ; or MAnvoires de VAcadimie 
des Sciences, tom. xxi. 

* Pfaundler and Platter, Pogg. Ann. vol. cxl. p. 575 ; vol. cxli. p. 537, 1870. 
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to 1*0728772 at 10° C. The method of mixtures was employed, but 
almost immediately afterwards it was shown by the investigations 
of Him, as well as those of MM. Jamin and Amaury, that no such 
variations occur. The method adopted by Him * was excellent and 
ingenious in design, but difficult to carry into execution with accuracy. 

It consisted essentially in supplying equal quantities of heat to a 
given niass of water when at different temperatures, and observing 
the change of temperature. The method by which the equal quantities 
of heat were supplied was by heating a large water thermometer, 
with a metal bulb of about 200 c.c. capacity, and then immersing it 
in the calorimeter till the column in its stem fell through a certain 
interval, when it was at once withdrawn. The change of temperature 
of the calorimeter by this communication of heat was Only about 
V or 1°*5 C., and the chief difficulty was to estimate this change with 
accuracy. In the method adopted by Jamin and Amaury •* the water 
was heated by the passage of an electric current through a spiral of 
wire immersed in it, and if proper precautions were taken in the 
observations, and due allowance made for the variation of the re- 
sistance of the spiral with temperature, the method should be capable 
of giving excellent results. The formula deduced as representing the 
results of their experiment was 

s 1 + 0 -001 161 + 0*0000012(?=*. 

This formula indicates a gradual increase of specific heat as the 
temperature rises, but the amount of variation indicated is exceedingly 
high. 

The first experiments of sufficient accuracy to discover the true 
nature of the variations of the specific heat of water were those 
made by Bowland in his exhaustive determination of the dynamical 
equivalent of heat. If it bo assumed that the value of the dynamical 
equivalent, determined by means of the friction of a liquid of assumed 
constant specific heat, must be the same whatevei' the initial tempera- 
ture of the liquid, then if variations in its value are observed when 
the liquid is used at different temperatures, these variations must bo Minimum 
attributed to changes of the specific heat of the liquid. In operating 
through a wide range of temperature Rowland found that the values of 
J obtained at different temperatures indicated that the specific heat of 

^ Him, Coriiptcs JtenduSy tom. Ixx. pp. 592, 831, 1870. 

^ The metliod of generating equal quantities of lieat in two calorimeters by means 
of an electric current, and thus comparing the specific heats of two liquids, was first 
suggested by Joule as an accurate method in calorimetry. — Joule, Menu Manchester 
Phil, Soe, vol. vii. p. 559, 1845. * 

Jamin and Amaury, Comptes JlenduSf tom. Ixx. p. 661, 1870. 
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water fell to a minimum at about 30° C. That is, that the specific 
heat of water did not gradually increase from zero, but that a gradual 
diminution occurred up to about 30° C., and then a gradual increase 
set in. This point was further tested and placed beyond doubt by 
actual calorimetric observations of the most careful nature, the 
apparatus employed for this purpose being similar to that designed 
by Kegnault (Fig. 62) for the determination of the specific Jieats of 



liquids. The results obtained by the dynamical equivalent apparatus 
are, in Rowland’s opinion, of sui'passing accuracy (sec Art. 166). 

The work of Rowland has been confirmed by Bartoli and 
Stracciati,‘ who find a minimum value of the specific heat at 20° C. 

[The researches of Dr. Barnes with the apparatus described in 
Art. 169 afford perhaps the most reliable results as to the variation 
of the specific heat of water. According to his determinations the 
specific heat attains a minimum value at a temperature of 37''*5 C. 
The accompanying curve shows the character of the variation. 
Appended below is a table containing the values of the specific heat 
at different temperatures in terms of that at 20° as unit. This table 
was given by Prof. Callendar.- 


Ttmij). 

C, 

Joules. 

Sp. iloat. : 

Temp. 

.Joules. 

Sp. Heal. 

Temp. 

C. 

Joules. 

Hp. Heal 

C3 

0 

‘4-208 

1-0094 

, 

O 

35 

4-173 

0-9983 

1 100 

4-211 

1 0074 

5 

4-202 

1-0054 

40 

4173 

0-9982 

120 

4-231 

10121 

10 

4-191 

1-0027 

50 

4-175 

0-9987 

140 

4-254 

10176 

If) 

4-184 

i 1-0011 

60 ' 

4-180 1 

1 -0000 

1 160 

4-280 

1-0238 

20 

4-180 

1 1 -0000 

70 ’ 

4-187 

1 1-0016 

180 

4-309 

1 0308 

25 

4-177 

1 0-9992 

80 

4-194 

1 1-0033 

200 

4-341 

1-0384 

30 

4-176 

1 0-9987 j 

90 

! 

4-202 

: 1-0053 

2-20 

4-376 

1-0467 


^ A. Bartoli and E. Stracciati, Boll, mens. delV Ace, Gioenia, 18, 26tli April 
1891. Bciblallcr zu den Anmilen der Physik wnd Chemie, Band xv. p. 761, 1891. 

Eney^Brit, Art. “Calorimetry.*’ Dr. Barnes also gives a table {Phil, Trans, 
vol. exeix., 1902) but adopts a different standard, and does not reduce to the 
hydrogen thermometer. 
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The same method was applied by Barnes' to determine the 
variation of the specific heat of mercury with temperature, using the 
mercury itself to convey the c\irrent. He gives the formula 

*033458 - (1*074^ - *00385^2)10 

A very careful series of observations on the variation of the Ludin's 
specific heat of water between O'" and 100*^ C. was carried out by 
Liidin^ imder the direction of Prof. Peniet, using the method of 
mixtures. Great attention was paid to the thermometry, thermometers 
of the Pas’is type being employed, with the usual precautions. The 
experiments were arranged to give a rise of temperature of IT' to 
18° and the results were closely concordant. The values obtained 
indicate a minimum at 25'^ and a maximum at 87°. It is not at all 
certain, however, that the method is free from constant errors. Prof. 
Calleridar thinks that the rapid rise in value of the specific heat from 
25' to 75 ’ may possibly be due to radiation error from the hot-wator 
supply, and the fall between 90° and 100'* to loss of heat by evapora- 
tion of the nearly boiling water on its way to the calorimeter. These 
sources of error could not occur in the Callendar-Barnes method, and 
besides the range in the latter was only 8' to 10 ’, so that the results 
would be less affected by the variation between the limits of tempera- 
ture in any one experiment. It should be noticed, however, that 
Liidin^s results agree very well with those of Barnes except at the 
higher temperatures. 

172. Choice of Thermal Unit. — The question of the choice of a 
thermal unit is a somewhat vexed one. Since the specific heat of 
water varies, the caloric will not be fully defined unless we specify 
the particular degree of temperature through which the unit mass of 
water is to be heated. In Art, 21 we have adopted the range 19° ’5 
tp 20°’5, which amounts to taking the specific heat of water at 20° C. 
as the unit of specific heat. The tomi)ei*ature 4° to 5° was commonly 
adopted some years ago, but there is no advantage in selecting the 
temperature of maximum density of water ; indeed, the temperature 
of minimum specific heat would be a more natural *one to choose, as 
the value is here practically constant over a considerable range. But 
the paramount consideration is to choose a temperature at which the 
value of the dynamical equivalent is known with the greatest certainty, 
and the best determinations are those which have been carried out at 
ordinary temperatures. Many physicists are in favour of choosing 
15° C. as the standard, and it possesses the simplification of being a 

^ Bril. Assoc. Jtep. p. 530, 1902. 

2 Jubelband der naturforschendm GesellseUa/ty Zilricli. 1896. 
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tempera turo to which several other physical measurements are referred. 
Principal Griffiths recommends the calorie between I?"" and 18® 0. as 
being equal to the mean calorie between 0® and 100®. Prof. Callendar 
adopts 20® C. and suggests that the calorie be defined, not as the 
heat required to raise 1 gramme of water from 19®*6 to 30® ‘5, but 
as the mean value between 15® and 25® of the quantity of heat 
required to raise 1 gramme of water 1®. This is because all calori- 
metric measurements practically involve a range of several degrees, 
and the mean calorie between 15® and 25® is not very different from 
the mean between 0® and 100® which is sometimes convenient. The 
unit proposed by a committee of the British Association in 1896, 
namely, the value of the calorie at such a temperature as would make 
it equal to 4*200 joules, is, as Prof. Callendar remarks, merely an 
absolute unit in disguise, and leaves the actual temperature uncertain.] 
The specific heat of a saturated vapour is discussed in Chap. VIII. 
Sec. V., and the case of a non-saturated or superheated vapour is 
noticed in Art. 200. 


[Table 



ART. 172 


ON THE DYNAMICAL EQUIVALENT OF HEAT 


319 


DYNAMICAL EQUIVALENT OF HEAT 
(Gramnietres) 


DIRECT METHODS 


Dato. 

Observer. 

Method. 


181« 

Joule (1) 

Friction of water in tubes . 

424-6 


Klectromagiietic currents . 

, 460 


• 

Decrease of heat produced by a }>ihf 




when the current docs work 

442*2 

1846 


Coinpres.sion of air . 

443*8 

r 


Expan.sion of air 

137*8 

1847 

n (ii) 

Friction of water in a calorimeter 

428-9 

1850 


123*9 

, j 


Friction of mei-cury in a calorimeter . 

424*7 

1857 

„ (a) 

Favrc (4) 

Friction of iron plates in a calorimeter 
Decrease of heat produced by a pile 

425-2 


doing work 

426-464 

j, 

Him (5) 

Friction of metals .... 

371*6 

1858 

) ♦ » 1 • • • 

Friction of metals in mercury calorimeter 

400-450 

n 

Favro (6) 

413*2 

)) 

Him (5) 

Boring of metals 

425 

1860-61 


Water in friction balance . 

432 

n 

n 

Escape of liqiiids under liigh pressure . 

432, 433 



Hammering lead .... 

425 

It 


Friction of water in two cylinders 

432 

)i 

,, 

Expansion of air 

440 

1865 

n 

Steam-engines 

420-432 

Edliind (7) 

Expansion and contraction of metals . 

428 -3-443*6 

1870 

Violle (8; 

Heating of a disc between the poles of a 

435 



magnet 

1876 

Puluj (9) 

Friction of metals .... 

425*2-426-6 

1878 

Joule (10) 

,, water .... 

423-9 

1879 

-Rowland (11) 

,, water between 5'' and 36"* . 

Heating of a cylinder in a magnetic field 

429*8-425*8 

1891 

D’ Arson val (12) 

421-427 

1892 

Miculoscu (13) 

Friction of water .... 

426-84 

1897 } 

Reynolds and / 
Moorby (14) \ 

,, ,, mean between O'" and 

100" 

1 426*27 


INDIRECT METHODS 


Date. 

Observer. 

Methoil. , 

Kesdlt. 

1842 

Mayer (15) 

By the relation J Ibr gases . 

365 

1 OR*? 1 

Quintus Icilius / 

Heat developed in a wire of known 

1 399*7 

100/ > 

(10) 1 

resistance 



Weber (17) 

Heat due to electric currents 

432*1 


Favre / 

Heat developed by zinc on sulphate of 

J 432*1 


Silberman I 

copper 



Bosscha(18) 

Measure of E.M.F. of a Daniell’s cell 




after the absolute measure 10257 x 10’ 

432*1 

1859 

Joule (19) 

Heat developed in a Daniell’s cell 

419*6 


Bosscha 

E.M.F. of Daniell’s cell 

419*5 
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1 Date. 

Observer. 

Method. 

Result. 

1859 

Lenz- Weber 

Heat developed in wire of known resist- 




ance 

396 *4-478 -2 

1867 

Joule (20) 

Heat developed in wire of known resist- 




ance ...... 

429*5 

1878 

Weber 

Heat developed in wire of known resist- 




ance 

428*15 

1888 

Perot (21) 

By the relation L = t (v^ ■ • • 1 

424*63 ! 

1889 

Dieterici (22) 

Heat of electric currents . . . i 

432*5 ^ 

1893 

Griffiths (23) 

1) >»'••• i 

427*45 

1894 j 

Schuster and \ 
Gaiiiioii (24) j 

Electric current, E and C being known 

1 427*19 

1899 J 

Calleiidar and \ 
Barnes (25) f 


1 4*26*52 




References to Foregoing Table 

(1) Joule, Phil. Mag. 3rd Series, vols, xxiii. and xxvi. 

(2) ’ Ihid. xxvii. 

(3) Joule, Phil. Trans, p. 61, 1850. 

(4) Favre, Comptes Mendns, ton*, xlv. p. 56. 

(6) Him, TlUorie Micaniqne de la Ohaleur. 

(6) Favre, Comptes Jtendasy tom. xlvii. p. 337. 

(7) Ktlluiid, Pogg. Ann. vol. cxiv. 
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In order strictly to compare the above results of various observers, it would be 
necessary to reduce all the observations to the same temperature and the same value 
of the constant of gravitation. 



CHAPTER V 


• CHANGE OF STATE 

SECTION I 

FUSION 

173. Normal Fusing Point. — When the temperature of a solid is 
gradually raised, a stage is reached at which the substance passes into 
the liquid state. For each crystalline substance there is, generally 
speaking, a definite temperature at which, under given conditions, it 
passes from the solid to the liquid state, or mce versa. That is, when the 
temperature is above this point the substance exists in the liquid state, 
and below it in the solid state. This temperature is called the fusing 
point (or the mejting point) of the substance under the given conditions, 
and is such that when the temperature of the solid is rising liquefaction 
occurs here, and when the temperature of the liquid is falling solidifica- 
tion sets in at the same point. Thus at 0 C. ice melts and water 
solidifies under the pressure of one atmosphere, and 0*^ G. is said to be 
the normal fusing point of ice. AVo say the normal fusing point, for 
circumstances may occur, as we shall see later on, under which water 
may not solidify even though its temperature is considerably below 
0® C. Similar abnormal results are presented by other substances, the 
liquid state often persisting at a temperature considerably below that 
at which the substance ordinarily solidifies. 

In the case of ice the melting point is distinct and sharply marked. 

There is no perceptible difference of temperature between the melting 

solid and the liquid into which it passes. At 0° C. water substance 

can exist in three very distinct forms, either as a hard solid, a mobile 

liquid, or an attenuated vapour. It is very different, however, with 

many other substances. In the case of fats, wax, glass, iron, and 

other amorphous substances, there is no definite point, sharply marked. Amorphous 

at which it can be said the substance melts. As the temperature of 

321 Y 
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Crystals. 


^ t'he solid rises the substance becomes more and more plastic. It 
gradually attains a semi-solid viscous condition, in which it possesses 
neither the properties of a solid nor of a liquid distinctly. The process 
'of fusion is gradual, and the body passes by no sudden transition from 
the solid to the liquid state. 

This gradual passage from the solid to the liquid state is 
characteristic of amorphous bodies, whereas those which crystallise on 
solidification have in general a definite fusing point at which the 
substance may exist simultaneously in the two states. It is only solids 
having a crystalline structure that have a definite melting point, and at 
other temperatures only one of the states is stable. At this temperature 
the molecules arrange themselves in the regular order which determines 
the crystalline structure. 

In amorphous bodies, on the other hand, there is no definite 
arrangement of the molecules at any temperature, the amorphous 
condition of the solid forms a continuation of the liquid state as far 
as want of regular molecular arrangement is concerned, and such 
substances have no definite melting point. 

174. Laws of Fusion. — The general laws which govern the pheno- 
mena of fusion and solidification may be summarised as follows : 

(1) For a given pressure the temperature of fusion is fixed, and is 
the same as that of solidification, and consequently, while fusion (or 
solidification) is taking place the temperature of the whole mass 
remains constant. ^ 

(2) During fusion heat is absorbed by the substance (latent heat), 
and an equal quantity of heat is disengaged during solidification. 

175. SurfUsion — Unstable Condition. — A liquid which has a 
definite freezing point — that is, one which crystallises on solidifying, 
may, if carefully and slowly cooled, be reduced to a temperature much 
below the normal freezing point without solidification sotting in. This 
anomalous condition is, however, unstable, for if the over-cooled liquid 
be disturbed, or if a small piece of the crystalline solid be placed in 
contact with it, solidification at once sets in and continues until the 
temperature rises to the normal freezing point. 

This phenomenon of surfusion, as it is termed, was noticed as early 
as 1724 by Fahrenheit.^ He found that a glass bulb filled with water 
and hermetically sealed remained at a temperature considerably below 
the freezing point without solidification setting in, but that on breaking 
off the stem solidification set in with rapidity. Gay-Lussac^ also 
observed that water placed in a vessel and covered with a layer of oil 

^ Fahrenheit, Phil, Trans, vol. xxxviii. p. 78, 1724. 

" Gay-Lussac, Ann. de Chinm, 2^ s6rie, tom. Ixiii. p. 868, 1836. 



ABT. 175 


FUSION 


323 


remained liquid at - 12'' C., but a slight shake was sufficient to start 
solidification. Despretz ^ observed the same effect in capillary tubes 
filled with water ; and it is perhaps for this reason that at low tempera-- 
tures the sap often remains unfrozen in the capillary vessels of plants. 

This property is not peculiar to water. It may be observed in 
many other substances when the cooling is conducted cautiously. In 
the case of melted phosphorus cautiously cooled below the freezing 
point, a fragment of amorphous phosphorus is found to bo inactive in 
producing solidification, while a fragment of ordinary phosphorus at 
once starts congelation. The introduction of a fragment of 'the solid 
is not ill general necessary to set up solidification in the over-cooled 
liquid. Mechanical actions, such as the vibration caused by the 
friction of a glass rod against the bottom of the containing vessel, 
suffices in general to initiate solidification. 

As soon as solidification sets in there is an evolution of heat, and 
the freezing continues till the heat evolved is sufficient to bring the 
whole mass to the normal fusing point. Further solidification will now 
cease, unless the substance continues to lose heat by radiation or 
otherwise. 

This property has been utilised by M. Gernez‘^ and others to 
determine the normal temperature of fusion. The liquid under 
examination is cautiously cooled to a temperature below the normal 
fusing point. Solidification is then excited, and part of the substance 
separates in the solid form, the temperature at the same time rising to 
that of normal fusion. This is noticed by means of a thermometer 
placed in the substance. 

M. Dufour^ contrived to cool small spherules of water to - 20® C. 
without solidification. The method adopted was similar to that 
employed by M. Plateau in the study of the equilibrium of liquids 
relieved from the action of gravity. Small droplets of the liquid were 
suspended in another liquid of equal density and lower freezing point. 
The suspended drops were thus freed from the action of gravity, and 
floated freely in the bath as spherical globules. In this manner M. 
.Dufour succeeded in reducing to - 20® C. the temperature of water 
droplets suspended in a mixture of chloroform and oil of sweet 
almonds. The temperature of similar drops was also raised as high as 
178® Q. without boiling, while drops of liquid sulphur were reduced 
below 0® C. in a solution of chloride of zinc, and in a water bath drojjs 
of naphthalene were cooled to 40® C. 

^ Despretz, Comptes Rendui, tom. v. p. 19, 1837. 

*** J<mrnal de Physique^ tom. v. p. 212. 

® Dufour, Ann, de Chimie, 3® serie, tom. Ixviii. p. 370, 1863, 
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In these experiments the over-cooling of the drops is more easily 
and securely obtained the smaller their diameters, and the over-cooled 
drops at once solidify when touched with a fragment of the solid. 
They also solidify when touched with a solid of different material ; in 
this case, however, the solidification does not appear to be so certain, 
and the action probably arises from local agitation of the drop. 

Similar over -cooling of small water drops may occur in the 
atmosphere, and if this happens the experiments of Dufour throw light 
upon the formation of hail, hoar-frost, etc., whether in the atmosphere 
itself or \n contact with the surfaces of other bodies. 

176. Fusion of Alloys. — Alloys formed of two or more metals, 
although they obey the general laws of fusion, possess the peculiar 
property of fusing at a temperature generally lower than the melting 
point of any of the constituent metals. Thus an alloy of 5 parts of 
tin and 1 part of lead fuses at 194^ C., and Rose’s fusible metal, which 
consists of 4 parts of bismuth, 1 of lead, and 1 of tin, melts at 94° C. 

Similar results occur in the case of mixed salts. Thus a mixture 
of the chlorides of sodium and potassium fuses at a lower temperature 
than either constituent, and a mixture of equivalent quantities of the 
carbonates of sodium and potassium melts at a temperature below the 
fusing point of either, and is used to facilitate the fusion of certain 
minerals in chemical analysis. 

In most cases, however, alloys melt like amorphoiis bodies. There 
is at first a general softening of the whole mass. As the temperature is 
raised the most fusible constituent melts first, and if it is plentiful in 
the alloy it liquefies the whole mass, but if it is present only in a small 
proportion its liquefaction only brings the mass to the pasty condition 
of an amalgam ; so that complete liquefaction is only attained when the 
melting point of the less fusible constituent is reached. If the liquid 
substance be now gradually cooled, the temperature is found to fall till 
the melting point of the less fusible constituent is reached. Here it 
remains stationary till the solidification of this part is completed, the 
latent heat of liquefaction being at the same time . evolved. Thi^ 
completed, the temperature of the now more or less pasty mass, 
gradually falls to the melting point of the more fusible part of the 
alloy. Here the temperature again remains stationary till complete 
solidification is effected. 

Rudberg,^ to whom these observations are due, found that in the 
case of a mixture of lead and tin the lower fixed point remained 
* stationary at 187°, whatever the pipportions of lead and tin. The 

^ Rudberg, Pogg, Ann. vol. xviii. p. 240; vol. xix. p. 125; and Ann. de Chimie, 
2« 84rie, topi* xlviii. p. 363, 1831. 
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higher fixed point, on the other hand, depended on the proportion of 
the constituents, ft approached the lower fixed point, and finally 
coincided with it as the composition of the alloy approached the 
formula PbSn 3 , in which case there is only a single fixed point, and 
the fusion takes place as for a simple body. On increasing the pro- 
portion of either lead or tin the variable point of fusion reappears 
and attains a maximum at the fusing point of lead or tin, according 
as one or other is in excessive preponderance. 

177. Change of Volume during Fusion. — The majority of sub- 
stances occupy a larger volume in the liquid than in the solid state. 
In general, expansion occurs during liquefaction. Several substances, 
however, contract on melting, a notable example being ice. In the 
former case the solid will sink in the liquid, and in the latter it will 
float. 

The change of volume which accompanies the change of state from 
solid to liquid may be estimated by the weight thermometer (Art. 
75). A known weight of the solid substance is placed in the 
bulb of the thermometer, and the instrument is then filled up with 
a weight of some liquid which has no action on the solid. By 
noticing the weight of liquid expelled between two chosen temperatures 
below the melting point, the coefficient of expansion of the solid may 
be obtained in the ordinary way ; and similarly, by observations above 
the melting point, the coeflicient of expansion of the same substance 
in the liquid state may be obtained. A curve may then be plotted, 
showing the relation between volume and temperature under constant 
pressure, both in the solid and liquid states as well as in the passage 
from the one state to the other. To determine the latter we require 
the weight w of the liquid expelled from the thermometer during fusion. 

The observations of the change of volume may be made in a con- 
tinuous manner by enclosing the substance in a large thermometer 
bulb, furnished with a graduated stem. The variation of level of the 
liquid in the stem indicates the manner in which the volume changes 
in the neighbourhood of the fusing point. This relation has been 
examined by Q. A. Erman ^ and H. Kopp.® 

The force attending the expansion during change of state, especially 
in the solidification of water, seems to have very early attracted the 
attention of experimental philosophers. Boyle found that water 
confined in a strong brass tube while it froze lifted a weight of 74 lbs. 

» 

^ G. A. Erman, Pogg. Ann, vol. ix. p. 557, 1827 ; Ann. de Chiniie et de Phy signer 
2® serie, tom. xl. p. 167. 

H. Kopp, Liebig’s Annalcn^ vol. xciii. 

* Boyle, History of Cold. 
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placed on the stopper, and Huygens ^ succeeded in bursting a cannon 
by freezing water confined in it. The Florentine academicians in the 
same manner burst a small brass shell, and in 1784-85 Major 
Williams ^ burst strong iron shells. 

The expansion of water during freezing is attended by many 
beneficial and many destructive results in nature. Those commonly 
observed are the bursting of water-pipes, the raising of pavements, the 
bursting of plant cells, and the splitting of trees and rocks, while the 
general fertility of the soil is increased by the disintegration of its 
parts. 

The expansion of water commences while it is yet a little warmer 
(4° 0.) than the freezing point. This seems to have been first 
noticed by Beaum6, and is mentioned in his account of his hydro- 
meter. De Luc and Rumford ^ also examined this point more atten- 
tively, and the latter pointed out some important consequences of 
this singularity in the great operations of nature. 

The expansion of some substances in solidifying is taken advantage 
of in the manufacturing arts. Thus iron, bismuth, and antimony 
expand during solidification, and when cast in any mould they expand 
into every chink and take up its impression exactly. The contraction 
of phosphorus, on the other hand, prevents it adhering to the mould 
in which it is cast, and it is for the same reason that basaltic columns 
are found in nature, 

178. Influence of Pressure on the Melting Point. — So far we 
have considered fusion and solidification under a constant pressure, 
and it remains now to be determined whether the melting point of a 
substance depends in any way upon the pressure, or if melting takes 
place at the same temperature whatever be the pressure to which the 
substance is subjected. Attention was first directed to this matter by 
Professor James Thomson^ in 1849, who showed that it followed 
from the principles of the mechanical theory of heat that the melting 
point of a substance like ice, which contracts on liquefaction, should 
be lowered by increase of pressure^ and by analogous reasoning it 
followed that the molting point will be raised by increase of pressure 
if the substance expands during liquefaction. Such a result might 
be surmised without either theoretic or experimental demonstration ; 
for if the substance expands on fusing, then increased pressure is 

^ Du Hamel, Hist, de VAcad, Roy. tom. i. p. 1 § 2, chap. i. 

- Edin, Phil. Trans, vol. ii. 

^ Count Rumford, Essays, vol. vii. p. 281, etc. 

^ J. Thomson, Edvn. Phil. Trans., Jan. 2, 1849. See also Sir Wm. Thomson’s 
MaihemcUieal and Physical Papers, vol. i. p. 156. 
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unfavourable to liquefaction, whereas the contrary holds if the sub- 
stance contracts in passing from the solid to the liquid state. 

The reasoning by which Thomson established his conclusion was 
exceedingly ingenious, and although faulty and incomplete in the 
original, it may be moulded so as to meet the full requirements of the 
problem. We consequently reproduce it here with the necessary 
amendments, for although the same results may be obtained at once 
from the fundamental formulae of thermodynamics (Chap. VlIL), 
Thomson’s mode of attack is most instructive. In the first place, let Proof of J. 
a cylinder filled with air be closed with an air-tight piston, and let the 
walls of the cylinder and the piston be non-conductors of heat, while 
the bottom of the cylinder is a perfect conductor. Now if the bottom 
of the cylinder be placed in conbict with a mixture of ice and water, 

/ind if the piston be gradually forced down, work will be spent in 
compressing the air, and an equivalent quantity of heat will be 
generated in the air, which will pass through the conducting bottom 
into the mixture of ice and water. The temperature of this mixture 
will not be altered during the operation. A certain quantity of the 
ice will be melted, and the compressed air in the cylinder will finally 
come to the freezing point O'" C. If now the cylinder be removed 
from the mixture (the piston being kept fixed) and placed with its 
bottom in contact with the bottom of a similar cylinder containing ice- 
cold water, then if the air be allowed to expand gradually, external 
work will be done and heat will be absorbed. This must come 
from ice-cold water, since the walls of the cylinders and the pistons 
ai o supposed to be non-conductor.s, and consequently, during the ex- 
pansion of the air, some of the water will be frozen. The contents 
of the water cylinder will thus increase in volume, and the piston 
which closes it will bo pushed forward, doing external work if its 
motion be resisted. Let this resistance be applied, so that the water 
while freezing does external work, and let the resisting pressure 
gradually diminish till at the end of the process the partly frozen water 
is under its initial pressure (1 atm.), and its temperature is now zero. 

The air in the other cylinder will also be at zero ; and if it now has 
attained its initial volume, it will also have attained its initial pressure, 
since its temperature is the same as when the experiment commenced. 

The air is now in its initial condition, while a certain quantity of heat 
has been communicated to the mixture of ice and water and a certain 
quantity of ice has been formed in the water cylinder, and a certain 
amount of work has been done by the two pistons during the ex- 
pansion of the air. Thus, if the work done by the air in expanding 
to its initial volume were equal to that done in compressing it, there 
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would be, on the whole, a gain of work without any expenditure, 
viz. that done by the freezing water against the resistance applied 
(over and above the atmospheric pressure) during expansion. In 
order that this work should be performed, an equivalent quantity of 
heat must have disappeared, and there must be more ice formed in 
the water cylinder during the expansion of the. air than was melted in 
the mixture of ice and water during the compression, and if this work 
is really gained we are furnished with an engine which will perform 
work by using up the heat of a single body, viz. that of the. mixture 
of ice and water, and this is. a violation of- one of the forms of the 
second law of thermodynamics (p. 47). If this be impossible, the 
conclusion is that the work done by the air in expanding is not equal 
to but less than that done on it during compression, and consequently, 
the pressure of the air during the successive stages of expansion mus^ 
have been less than during the corresponding stages of compression ; 
but since the volume is the same in both, it follows that the tempera- 
ture must be lower during expansion than during compression — that 
is, the temperature of the air must be below zero during the process of 
expansion, or the water when freezing under a pressure greater than 
1 atm. must be at a temperature below zero. 

Having deduced that an increase of pressure lowers the freezing 
point of any substance which expands on solidification, Thomson pro- 
ceeded to calculate Mts amount from the known data for ice. He , 
found that for this substance the theoretical lowering of the freezing 
point ought to be about *0075 of a degree centigrade per atmospheric 
increase of pressure. From this it appears that to liquefy ice at 
- 1° C. a pressure of nearly 150 atmos. would bo required. 

The conclusions to which Professor James Thomson was led by 
theory were soon put to the test of experiment by his brother Lord 
Kelvin,^ the result being a remarkably close confirmation. A strong 
glass cylinder (Fig. 87) similar to CErsted’s apparatus for the com- 
pression of water, was filled with pieces of clean ice and pure water. 
A glass tube about a foot long and of an inch in diameter was 
enclosed in the water with its open end downwards to indicate the 
pressure by the compression of the air which it contained. A leaden 
ring BB was inserted about the middle of the apparatus, so as to keep 
free from ice that part of the thermometer>tube where the readings 
were expected, and more ice was then added above the ring, the clear 
space being about 2 inches deep. The thermometer was enclosed in 
a strong glass case to protect it from the straining influence of the 

^ Sir William Thomson, Proc. Roy, Soc. Edin,^ 1860; Fhil, Mag, vol. xxxvii., 
1860. 
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high pressure to which it would otherwise be exposed. The liquid 
used in this thermometer was sulphuric ether. This substance was 
chosen because its dilatation for heat 
is eight or nine times greater than that 
of mercury, and as its density is only 
about that of mercury, the thermo- 
meter-tube could be made large without 
suifering much from strain due to the 
weight of •the liquid. For these reasons 
the instrument was very delicate, each 
division of the stem corresponding to 
about of a degree Fahrenheit. 

At the beginning of the experiment 
the thermometer column stood at the 
division 67 on the stem, and when a 
pressure of from 12 to 15 atmos. was 
applied by screwing down the piston, 
the reading of the thermometer rapidly 
descended to 61. The pressure was 
then suddenly removed, and the column 
rose again rapidly iii the thermometer. 

The results of two experiments are 
given in the following table, and compared with theory on the 
supposition that the pressure was truly indicated by the air gauge : 


Pressure 

! Wall of Temp. 

Wall of Temp. 


iibserved. 

! observed. 

ealcnlated. 

‘ , 

8-1 atm. 

1 0°-106 F. 

0“-109 F. 

- 0 '-003 F. 

16*8 atm. 

1 0“-232 F. 

0°-227 F. 

+ 0°-006 F. 


More recent experiments by Professor Dewar ^ give a mean re- 
duction of the melting point of 0°*0072 C. per atmo. increase of 
pressure up to 700 atmos. 

It has thus been proved that if melting is accompanied by con- 
traction the effect of increase of pressure is to lower the fusing point. 
The effect on substances which expand on melting was studied by 
Bunsen,^ with the simple apparatus shown in Fig. 88. The shorter 
arm CD contains the substance under examination, and the longer arm 
AB contains air , which by its compression registers the pressure. 
The intermediate space is filled with mercury. When the tempera- 

' Dewar, Proe, Roy, Soe. vol. xxx. p. 683, 1880. 

^ Bunsen, Pogg, Ann. vol. Izxxi. p. 562, 1850. 
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ture rises the mass of mercury expands, and the substance in the 
arm CD is strongly compressed. By this means Bunsen found that 
paraffin wax, which melted at 46^*3 0. under atmospheric pressure, 
^ melted at 49°*9 C. when the pressure was raised to 100 

atmos. Similarl}^ spermaceti, which fused at 47®‘7 C. 

® under 1 atmo., had its molting point raised to 50°*9 C. 

by a pressure of 156 atmos. Hopkins made similar 
experiments on wax and stearin, and Mousson ^ by 
enormous pressure lowered the freezing pointiof water 
to - 20' C. ; M. Amagat* has .also found that C.,Cl 4 (un- 
known in the solid state) congeals under a pressure of 
150 atmos. Other liquids were subjected to pressures 
ranging up to 3000 atmos., but without success. 

d l79. Properties of Ice, Glacier Motion, and Regela- 
tlon. — The lowering of the freezing point of water by 
pressure, or, as it may be put, the melting of ice under 
pressure, explains many phenomena which would other- 
wise be very puzzling. This melting of ice under 
pressure, and re-solidification when the pressure is re- 
moved, presents itself in many ordinary occurrences. 
The wheel -track in snow of a heavy cart is generally 
sheeted with a plate of elear ice. The snow, if not too 
cold, melts, or partially melts, under the pressure of the wheel, and 
solidifies again into transparent ice as soon as the pressure is 
removed. The same process comes into operation in the making of 
a snowball. If the snow is near the melting point, the pressure of 
the hand is sufficient to squeeze it into a compact partially-solidified 
mass. When the snow is squeezed between the hands, melting occurs 
at the points of greatest pressure, and solidification follows as soon as 
the resulting liquid is relieved of the j^ressure. If the snow be much 
below the freezing point, however, the pressure of the hand will not 
be sufficiently great, and the ball will not “make.” Placed in a press, 
however, the snow may be squeezed into water, which, when the 
pressure is removed, becomes a transparent ma^s of ice. If snow be 
packed in a cylinder in which it can be strongly compressed by screwing 
forward a' piston, thin rods of transparent ice will be forced through 
a small aperture made in the bottom of the cylinder. The snow is 
actually liquefied by the pressure, and solidification occurs as it 
escapes from the aperture. In the same way fragments of broken 
ice placed in a mould may be squeezed into a homogeneous mass, and 

' Mousson, Pogg. Ann, vol, cv. p. 161, 18.58. 

See Phil, Mag. vol. xxiv. p. 446, 1887. 
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ice-lenses of any shape, or masses of any shape or pattern, may be 
turned out like butter-prints by simply squeezing snow or ice in a 
mould of the required design. 

A beautiful experiment showing the melting of ice under pressure, 
with solidification on relief, has been suggested by Dr. Bottomley.’ 

A stout bar of ice is supported by two wooden props, one placed at 
each end. A wire is then looped round its middle and attached to a 
heavy weight, which thus hangs supported by the bar of ice. The 
weight causes the wire to press tightly against the ice, and, as a con- 
sequence, melting occurs under the wire. The water thus formed 
under the wire escapes from underneath and solidifies behind it, and, 
as this process continues, the wire gradually cuts its way through the 
ice until the weight falls upon the ground. The wire thus passes 
completely through the bar, but the bar is not cut in two. Reunion 
occurs by freezing behind the wire as fast as separation takes place 
by melting in front. The plane of section can be distinctly seen by 
means of the air bubbles which form in it, but so firmly are the two 
portions frozen together that breaking will take place elsewhere quite 
as readily as along this surface of regelation. An interesting and 
important process which persists throughout the whole operation is 
the constant flow of heat from the upper to the lower parts of any fiow of 
cross-section of the wire. Thus the water behind the wire is solidify- 
ing at zero, and the ice underneath the wire is melting at a lower 
temj)erature, so that the upper surface of the wire is warmer than the 
lower. Now we have solidification and evolution of heat above, while 
below there is liquefaction accompanied by absorption, and both 
processes are maintained in action at the same time by the flow of 
heat downwards from the warmer to the colder parts of the wire. 

For this reason it is clear that the better the conductivity of the wire 
the more rapid will be the flow of heat and the more quickly will the 
wire cut its way through the ice. 

[The slipperiness of ice, as has been pointed out by Professor 
J. Joly,® is due to its melting under pressure. Thus, in skating, 
the pressure of the skate liquefies a small portion of the ice, and this 
acts as a lubricant. Very cold ice is not slippery.] 

From what has been already said the gradual motion of glaciers 
down mountain slopes will be easily understood ; but in order to 
make the matter quite clear, let us consider the condition of things 
in a very tall vertical column of snow, the temperature of the whole 
mass being somewhat below the freezing point. At the top we have 

^ See Tyndall’s Heat a Mode of Motion, p. 151. 

’ J. Joly, Proc, Jioy. Dublin Soc, vol. v. j». 453, 1886. 
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snow pure and siVnple, but at the bottom the pressure will be great, 
and if the •column be tall enough, the pressure at the base will be 
sufficient to melt the snow. The water thus formed will escape from 
beneath, and being below zero will solidify as soon as free. If snow 
be continually added on at the top there will be continual liquefaction 
and after-freezing going on at the base, and a continual transformation 
of snow into transparent ice. Let us now consider the case of a tall 
block of ice. If the temperature is not too low, or if the height 
of the block is sufficiently great, melting will occur at the base ; and 
if the block is situated on a hillside, the water escaping from beneath 
will flow downwards, solidifying as it escapes. This is what happens 
on the slopes of snow- laden mountains. The snow accumulates to 
immense depths above the snow-line. The bottom layer liquefies 
under the pressure of the superincumbent mass, and a gradual slip- 
ping-away of the base occurs. The lower strata are being continually 
squeezed out (and on a slope this means downwards) by the pressure 
of the upper ones. Below the snow-line we have a stream of trans- 
parent ice gradually oozing out from underneath the snow. As the 
mass descends it enters warmer regions where melting occurs under a 
less pressure. At the points of greatest pressure melting occurs, and 
the stress is relieved, and the forward motion of the whole mass is 
effected by a continual process of alternate melting and freezing. 

The, at first sight, peculiar property of ice known as regelaiimt was 
first noticed by Faraday. It will now bo easily understood that if 
two pieces of melting ice be squeezed together the pressure at the 
points of contact will cause melting, and the water flowing away from 
these points will solidify around them when free from pressure. The 
two pieces of ice thus become welded together. This union or regela- 
tion takes place when two pieces of ice are placed in contact under 
water, even under warm water, and arises from the fact that when the 
ice is melting its temperature is at C., and a very slight pressure at 
any point will cause liquefaction there with subsequent freezing around 
it. It is also found that the plane faces of two blocks of ice firmly 
unite when placed together with their plane faces vertical, so that 
there is apparently no pressure between the faces. In this case, how- 
ever, the blocks are really squeezed together to some extent ; for on 
account of the .capillary action of the film of water between the plane 
faces the internal pressure is less than the external, and if the blocks 
be free to move — for example, if they be afloat in water — they will be 
squeezed together, and melting with subsequent regelation will occur 
at the points of contact ; but if they are not free to move the pressure 
inside the film will be less than the atmospheric pressure, and solidi-* 
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fication may occur if the temperature of the film dpes not sensibly 
exceed zero. 

A peculiar theory of regelation and the plasticity of ice was pro- 
posed by Principal Forbes, and has obtained much favour among many 
of the popular expounders of science. According to this theory the 
surface layer of a piece of melting ice is supposed to be in a soft and 
plastic condition, and the harder internal core is supposed to be colder 
than the surface. The conclusions drawn from these assumptions do 
not appear to have been obtained by any sound process of reasoning, 
even if ^e truth of the assumptions be admitted. It is nearly 
seventy years since it was proved, both by theory and experiment, 
that ice may be melted by pressure, and we have seen that this 
property at once accounts for all the phenomena of regelation in 
such a simple manner that any other theory must with difficulty 
obtain a hearing, especially if supported on doubtful and complicated 
hypotheses. 

The causes of the motion of glaciers have from time to time been 
very eagerly discussed, and a perfect unity of opinion on the subject 
does not appear to exist even yet. This perhaps arises from the 
variety of phenomena attending the motion, and to different minds 
different phenomena may present themselves as those which most 
conspicuously require explanation. Thus regarded as a whole the 
glacier appears to move as a viscous solid, ^ the top moving faster 
than the bottom, and the middle faster than the sides, so that the 
upper layers must be continually shearing over the lower, and the 
middle parts over the lateral. This motion occurs in arctic as well as 
in temperate regions, and proceeds by night as well as by day. Accord- 
ing to a theory propounded by Canon Mosley - a glacier moves down- 
hill like any solid body simply by alternations of temperature (Art. 
15). When the mass suffers a rise of temperature it expands, 
the motion taking place, of course, in the direction of least resistance, 
namely, down the bed. When the temperature falls contraction will 
ensue, and the backward motion, being opposed by gravity, a com- 
plete return to the original position will not be effected, and a gradual 
creeping down the bod will occur. During the contraction cracks 
may be formed, and these may become filled with snow, which on the 

' That a bar of ordinary ice yields continuously to x>ressure or tension, like a 
plastic solid, was x>royed by M'Connel and Kidd in 1879, and from M'Coniiers later 
experiments {Proc, Roy. Soc. vol. xlix. p. 323) it appears that a bar of ice cut &om 
a single crystal will bend freely when the optic axis of the crystal is in the plane 
of bending and at right angles to the length of the bar ; but wlion the optic axis 
is perpendicular to the plane of bending, the bar refuses to yield. 

Phil. Mag., 1869 and 1870. 
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next rise of temperature will promote the further forward motion of 
the lower end. A sheet of lead placed on a roof creeps down- 
wards in the same manner. This theory explains longitudinal as 
well as transverse crevasses; and since the surface will experience 
greater changes of temperature than the lower strata, it will move 
more rapidly.^ 

From the observations of Koch and Klocke it appears that the 
motion of a glacier is by no means a continuous sliding down towards 
the valley. The motion was found to be very ^irregular in the morn- 
ing hours, but during the afternoon a slow downward motion took 
place. During the night there was on the whole a backward motion. 

The controversies on this subject seem to have arisen from the desire 
to exj^lain all the phenomena of glacier motion by attributing them all 
to a single cause. It is, however, clear that several actions are in 
operation, and each plays a part in the motion. Thus, while the down- 
ward motion of the mass may be explained by liquefaction arising from 
pressure, yet there can be no doubt that ice, like every other body in 
nature, is to some extent viscous, and the motion therefore becomes 
influenced by shearing. So also variations of temperature influence 
the motion, and probably cause a downward creeping as well as 
longitudinal and lateral Assures. To attempt to explain all the 
phenomena by attributing them to any single action is certainly not 
reasonable. 

Latent Heat of Fusion 

♦ 

180. Experimental Determination of the Latent Heat of 
Fusion. — The latent heat of fusion of any substance is deAned as 
the quantity of heat required to convert unit mass of the solid at the 
melting point into liquid at the same temperature. Its experimental 
estimation may be made in several manners founded on the general 
methods of calorimetry. There are, however, two general methods of 
procedure applicable, according as the substance is liquid or solid at 
the ordinary temperature of the air. In the Arst case a weighed 
quantity of the liquid is placed in a freezing mixture and solidiAed. 
The solid, while at some known temperature below the freezing point, 
is then placed in the calorimeter, and the amount of heat absorbed 
by it in liquefying and rising to some known temperature above 
the melting point is noted. In the second case a known weight of 
the solid is fused, and, while it is at some known temperature above 
the point of fusion, is placed in the calorimeter, and the heat evolved 

' W. R. Browne, "Proc, Roy. Soc, vol. xxxiv. p. 208, 1882. 

IVied, Ann, vol. viii. p. 661, 1879 ; Phil, Mag, 6th Series, vol. ix. p. 274, 1880. 
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• while cooling to some temperature below the melting point is 
observed. The reverse operation might of course be applied in 
either case. 

Let 0Q be the temperature of the solid when placed in the calori- 
meter, 6 the temperature of fusion, and 6^ the initial and the final 
temperature of the calorimeter. Then if the mass of the substance 
be niy and L its latent heat of fusion, s the specific heat of the solid, 
and s that of the liquid, the total heat gained by the substance in 
rising from 6^ to 6 in the solid state, fusing, at 6^ and then rising from 
0 to ^2 ni«the liquid state, is obviously 

ms{6 - -I- mL + - 0) ; 

and if W denotes the water equivalent of the calorimeter, the heat lost 
by it will be 

f H, 

where R is the radiation correction, and may be positive or negative 
according to the conditions of the experiment. Consequently the 
equation which determines L is 

-- 0^^) f mJi + ms'(0,^ <?) -- VV(</, - 0 , 2 ) II. 

In order to determine L from this equation the values of s and s' 
are required. If these are not known by previous experiments, their 
values may be determined simultaneously with that of L from a single 
experiment by noting the changes of temperature of the calorimeter 
while the temperature of the solid rises through a given range between 
Oq and 0, and also while the liquid rises through some interval between 
$ and 6,,. Or three experiments may be made, starting with different 
values of 0^ and 0^y and thus obtaining three equations similar to the 
above, involving the unknown quantities s, s', and L. 

If the substance, on the other hand, be solid at ordinary tempera- 
tures a known quantity of it at a temperature 0q above the fusing point 0 
is placed in the calorimeter, and the final temperature 0,^ calori- 

meter will be higher than its initial temperature 0^. The equation 
then becomes 

ms'{0Q -- 0') -\- mlj 4 - nis{0 - 0-») - 0^) H- II. 

181. Latent Heat of Fusion of Ice. — The accurate determination 
of the latent heat of fusion of ice has been the subject of much skilled 
investigation. The method sketched above was employed by Person.^ 
His calorimeter was of the ordinary form, but closed so as to prevent 
loss of heat by evaporation, and the stirrer was kept in constant motion 
by means of clockwork. The water under investigation was enclosed 

’ C. C. Person, Ann, de Chimie, 3« serie, tom. xxx. p. 73, 1860. 
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in a thin copper flask furnished with a thermometer which indicated 
its temperature. Before immersion in the calorimeter its temperature 
was reduced to about - 20 ® C. by means of a freezing mixture. The 
flask, therefore, when placed in the calorimeter contained a known 
weight of ice at a temperature considerably below the freezing 
point. 

The whole observation was now divided into two parts — ( 1 ) the 
observation of the change of temperature of the calorimeter while the 
temperature of ice rose through a certain range, and ( 2 ) the observa- 
tion of the final temperature of the calorimeter. The first observation 
gave the specific heat of ice ; and this being known, the second gave 
its latent heat when the necessary corrections were made. In this 
manner Person found for ice ^ 


s = 0*504, L = 80*02, 


the specific heat of water at 10°*5 C. being unity. 

MM. Do la Provostaye and Desains^ proceeded in a somewhat 
different manner. Their calorimeter was of the ordinary form, and the 
correction for evaporation wasHetermined by weighing and estimating 
the rate of evaporation within the range of temperature employed during 
the experiment. A fragment of ice at zero was then carefully dried 
and quickly immersed in the calorimeter, and the fall of temperature 
observed. The quantity of ice thus introduced was estimated by 
weighing *tho calorimeter before and after its introduction. The icc 
being at zero, its specific heat does not appear in the equation for L ; 
and since the temperature of fusion is zero, as well as the initial tem- 
perature of the solid, we have, if 0^ and 0.t, bo the initial and final 
temperatures of the calorimeter, • 

f 

ml* 1- vi 6.2 = W( + K. 

Hence 


W "R 

Tj = — ^2 + (^1 ~ H • 

m ^ m 


The correction R will be small, but W will be much larger, than m, 
and it thus appears that an error in the observation of - 0^ will be 
increased in the ratio W/m. Thus, if W = 10 m an error of ^ 

degree in the value of - 6^2 introduce an error of a whole unit of 
heat in the value of L. For this reason MM. Provostaye and Desains 
employed a thermometer which could be depended on to i-Jgth of a 
degree. Their final result was 

L~79*25. 


^ F. de la Provostaye and P. Desains, Ann, de Ohimie, 3® s4rie, tom. viii. p. 5, 1843. 
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More recently Bunsen^ applied his ice calorimeter (Art. 135) to the 
determination of the same constant. The specific gravity of ice was 
first measured by a species of weight thermometer, containing mercury 
and a known weight of water which could be frozen. The end of the 
stem of the thermometer dipped into a cup of mercury, so that when 
the ice melted, mercury entered the instrument, and from the increase 
of weight the contraction during fusion was estimated. Bunsen thus 
found the density of ice to be 0‘91674. This being known, a definite 
quantity of heat Q was imparted to the ice calorimeter and the con- 
. traction climated. The quantity of beat Q will liquefy Q/L grammes 
of ice, and the known contraction v will furnish the equation for L, 



where is the density of ice and the density of ice-cold water. By 
this means Bunsen found 

L=:80*0iJ, 

the mean specific heat of water between 0*^ and. 100^ C. being taken 
as unity.‘^ 

182. Fusion of Amorphous Solids. — In the case of amorphous 
substances, such as glass and iron, the passage from the solid to the 
liquid state is gradual and not sudden as in the case of ice and other 
crystalline bodies which have a distinct melting point. 

During this interval of transition through the viscous staged, from the 
hard solid to the mobile.liquid, there is a continuous absorption of heat, 
but no sudden absorption without change of temperature. For this reason 
we cannot speak definitely of the latent heat of fusion of such a sub- 
stance^ The passage from the liquid to the solid state is continuous. One 
state might be regarded as differing from the other merely in the degree 
of viscosity. Thus solids ^ often show traces of the liquid properties, 
for example, in the gradual flow of pitch and the sagging of long glass 
rods supported horizontally. Even in the case of crystalline substances 
the change from the solid to the liquid state may be continuous in the 
same, manner, but exceedingly rapid. Thus, if quantities of heat be 
measured along the axis OY, and temperatures along OX (Fig. 54), 

^ Bunsen, Pogff. Ann, vol. cxli. ; and Ann, de ChinvU .ei dt Physique, 4« s^rie, 
tom. xxiii. p. 66, 1871. 

^ [If we take the unit of heat to be the caloric at 20"' C. and the mean calorie 
between O'" and 100*" to be 1*0016 times this unit, as in Art. 169, the above figure 
becomes 80*16.] 

Unless >vc classify as solids only those substances >vhich do not suffer plastic 
yielding under stress until some definite limit is reached. A fluid would then be 
any substance (hard or otherwise) which yields plastically in time under any stress, 
however small. 

Z 
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when the substance is in the solid state, the line OA will represent 
the relation between the increase of temperature and the increase of 
heat. If the substance melts suddenly a certain quantity of heat will 
bo absorbed without change of temperature, and this is represented by 
the right line AB parallel to OY. At B. the fusion is completed, and 
the absorption of heat will again be accompanied by rise of tempera- 
ture. This is represented by the line BC. If, however, the substance 
softens gradually, the line AB representing the change of state will not 
be straight, but the whole curve ABC will be continuous, as shown in 



Fig. 89. The part AB will represent the stage at which there is a 
large absorption of heat, that isj the period of high, but not infinite, 
specific heat. There is here no sudden discontinuity. The change of 
state is merely characterised by a rapid increase in the slope and 
inflexion of the curve. It may even happen that a marked increase of 
slope does not characterise the period of change of state, but that 
during softening, the curve, as in Pig. 90, shows no evidence of change 
of state. Thus the discontinuity observed in the case of water and 
other substances which solidify suddenly may be regarded as merely 
extreme cases of that exhibited in Fig. 89. In these bodies, too, the 
change from one state to the other may be continuous but rapid. 



SECTION II 

' • 

EVAPORATION AND EBULLITION 

183. Molecular Motion in Liquids. — The general distinctions be 
tween solids, liquids, and gases, from the point of view of the mole- 
cular theory, have been already sketched in Art. 53. In a solid each 
molecule may vibrate about a position of equilibrium, but cannot move 
from one part to another of the mass. In a gas, on the other band, 
each molecule is not only free to move throughout the mass (except 
in so far as it is jostled by the others), but between any two consecu- 
tive collisions its path is supposed to be straight, and the molecule 
is free from the action of its neighbours. 

Liquids form a connecting link between the solid and gaseous 
states of matter. The molecules of a liquid are continually wandering 
through the mass, but each spends nearly all its time within the sphere 
of influence of the others. In a gas the ratio of the time spent by any 
molecule in collision to that occupied in free motion is supposed to be 
small, but in liquids nearly all the time is spent in collisions, there 
is practically no free path, and each molecule is constantly under 
the attractive influence of those which surround it. In the interior of 
the liquid this influence will probably have little directive action on the 
motion of a molecule. Each molecule will be attracted pretty much 
the same in all directions, and the path travelled over by any one will 
depend upon its fortuitous collisions with the others. 

At the surface of the liquid, however, the state of things will be 
very different. A molecule in this region is not equally surrounded 
on all sides by other molecules ; so that although in the interior of the 
liquid a molecule may be attracted equally in all directions, and there 
may be ho resultant molecular attraction on it, yet at the surface there 
will be on each molecule a resultant attraction directed towards the 
interior of the liquid, and along the normal to the surface. Through- 
out a thin surface-layer there will thus be a force on each molecule 
directed towards the interior. This film consequently exerts a pressure 

339 
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on the liquid within, and acts like a tense elastic membrane stretched 
over the surface ; hence the expression surface-tension. 

Let ms now consider a molecule in motion towards the surface. 
As soon as it enters the surface-layer alluded to above, a force directed 
towards the interior begins to act on it, so that, leaving accidental 
collisions out of account for the present, the motion of the molecule 
may bo arrested and even reversed. If, however, the normal com- 
ponent of the velocity of the molecule be great enough, it will be able 
to pass completely through the surface-film, and continue its motion 
into the space outside the liquid. ‘ The kinetic energy of the molecule 
will, however, be considerably reduced by its passage through the 
surface-layer on account of the opposing attractive force, so that 
although a molecule may be in rapid motion on approaching the 
surface from the interior, its velocity after escape may be very small. 
Thus, on the whole, while some molecules escape, others are brought 
to rest and return into the liquid, so that the surface-filni is being 
constantly renewed, the molecules which constitute it at any instant 
pass into the interior and give place to others. Those molecules 
which effect an escape are free to move about in the outside space, and 
constitute what is termed the vapour of the liquid, and this process of 
molecular escape is termed evaporation. 

184. Evaporation in a Closed Space. — When a liquid is placed 
in a closed chamber (which is otherwise empty and at a uniform 
temperature) evaporation will take place more or less rapidly at first. 
After some time, however, the space outside the liquid will become 
partially filled with stray molecules which have escaped through the 
surface film. These, after escape, move about indiscriminately in the 
chamber, and are reflected from its walls and from each other. In 
this manner some, after a fitful career, will return to the liquid, and 
once they fall upon its surface they may be attracted into the interior. 
It will thus happen that a certain stage will be ultimately 'attained at 
which as many molecules will return to the liquid per second as leave 
it, and an equilibrium will be established. At this stage evaporation 
may be said to have ceased. There is no further loss to the liquid or 
gain to the vapour outside it ; there is, however, a continual exchange 
going on, new molecules are being continually projected from the 
surface, and others are falling into it in equal number. In this case 
the chamber is said to be filled with saturated vapour, or the vapour 
is simply said to be saturated-, while in any state before this final 
stage is arrived at the vapour is said to be non-saturated. A 
saturated vapour is thus one which is in equilibrium with its own 
liquid. 
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186 . Evaporation in an Unlimited Space. — When the space into 
which evaporation takes place is unlimited, it is clear that whep a mole- 
cule escapes from the surf9.ce it may wander about in the atihosphere 
and never return to the liquid. There will thus be a continual 
flow of molecules from the surface into the space outside, and evapora- 
tion will continue in this manner at a steady rate as long as the 
temperature is kept constant. The liquid will thus gradually all pass 
into the condition of vapour. The rate at which vapour is formed 
depends ypon the temperature. For a given temperature it is not, 
however, proportional to the area of the surface of the liquid, as 
ordinarily supposed, but to the linear dimensions of the surface ; and 
in an open vessel evaporation takes place more rapidly near the 
boundaries of the surface than at the centre. The rate of evaporation 
is thus not the same at all parts of the surface. This question has 
been examined theoretically by M. Stefan,^ and he finds that for a 
circular vessel the quantity of vapour formed per second is pro- 
portional to the diameter, and, further, that the lines of flow of the 
Vjapour from the surface are hyperbolas, of which the foci are on the 
bounding edge of the circular surface. The surfaces of equal pressure 
are the orthogonal system of ellipsoids. These are nearer each other 
at the edge of the surface than oyer the centre, consequently near the 
edge of the vessel the vapour-pressure decreases most rapidly, and it 
is here therefore that the flow is greatest. 

The rate of evaporation at the various parts of a free surface has 
been studied experimentally by A. Winkelmann,^ and although he 
was unable to verify Stefan’s theory very closely, he attributes the 
discrepancies rather to the mode of experiment than to any defect in 
the theory. 

The rate of evaporation at a given temperature and pressure varies 
very much with different liquids. This would of course be expected, 
for the escape of a molecule depends on its normal velocity and the 
nature of the surface-layer, both of which will depend upon the nature 
of the substance. Thus a drop of ether let fall through the air dis- 
appears almost at once, a drop of alcohol less rapidjy, and a drop of 
water much less rapidly still. 

From a series of experiments on the rate ofi evaporation of liquids 
contained in narrow tubes, Stefan was led to the law that the velocity 

^ Stefan, Journal de Phys, s4ile, tom. i. p. 202, 1882. 

Wied, Ann. vols. xxxiii. xxxv., 1888. 

3 The differential equations of the motion of vapours are analogous to those of 
the potential of electric field. If a liquid evaporates in an indefinite atmosphere the 
mass of vapour which leaves any unit of the surface per second is proportional to 
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of evaporation varies inversely as the distance of the surface from the 
open enc| of the tube. The application of the theory of the diffusion 
of gases to this process led to the same law, and furnished a complete 
determination of the velocity of evaporation, which rendered it possible 
to calculate the coefficient of diffusion of vapours. These experiments 
have been extended by Winkelmann to several series of liquids, 
and have been used to determine the coefficients of diffusion of their 
vapours. 

Similar experiments to those on evaporation may be .made on 
the solution of solids in liquids, and the coefficient of diffusion deter- 
mined. 

186. Ebullition. — The rate of evaporation, depending as we have 
seen on the facility with which the molecules escape through the 
, surface -layer, will be favoured by anything which increases the 
average velocities of the liquid molecules or diminishes the surface 
tension. Increase of temperature has both these effects, the latter 
being a consequence of the foi’mer; and for this reason evaporation 
from a given .liquid under given conditions takes place more rapidly 
the higher the temperature. 

The effect of evaporation is to carry off those molecules of the 
liquid which arc in most rapid motion, and consequently to diminish 
the temperature of the liquid. Steady evaporation carries off a steady 
flow of heat, so tha't if the temperature of the liquid is maintained 
constant a steady supply of, heat must be given to it. Equilibrium is 
therefore established when the rate of supply is equal to the rate at 
which heat' is carried away by evaporation. If the supply is con- 
siderable and the free surface small, it may be impossible for this 
equilibrium to be established ; and as the temperature rises a point is 
reached at which the surface is unable to afford the means of suffi- 
ciently rapid escape to the molecules, and bubbles of vapour are formed 
in the interior of the liquid. At this stage the vapour-pressure is 
sufficient to support a bubble inside the liquid and the temperature 

the electric density at this part of the surface when charged. The direction of the ’ 
current of vapour is hloiig the lines of force, and the surfaces of ei^ual pressure arc 
coincident with the equipotential surfaces. If a be the radius of a circular basin, k 
the coefHcient of diffusion, P the atmospheric pressure, p* and p" the pressure of the 
vapour at the surfi^ce and very far away from it respectively, the mass of vapour 
which escapes from the basin per unit time is 

M = logo p " 

Thus M is proportional to the radius of the basin and not to its surface, as commonly 
supposed (Stefan, Trans. Vienna Acad., 1881, abstract in Journal de Physique, tom. 
i. p. 202, 1882). 
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ceases to rise. When a bubble is formed, evaporation takes place 
at its surface, so that the effect of the formation of such a bubble is 
to increase the surface through which evaporation takes place, and 
by this means equilibrium between loss and supply is established. 
Each bubble as it is formed rises to the surface, increasing in size 
during its ascent, and escapes into the space outside. If now the 
rate of supply of heat be augmented, it is found that the temperature 
of the liquid remains stationary. Bubbles merely form more rapidly 
so that the rate of loss is still maintained equal to the rate of supply 
of heat. The temperature at which this occurs is termed the boiling 
point, and the process of vaporisation by bubble-formation is called 
boiling. The temperature of boiling depends upon the pressure. 
The higher the pressure, the greater the difficulty of forming bubbles, 
and the higher the temperature at which boiling occurs. Thus the 
temperature of water boiling under a pressure of 760 mm. of mercury 
is 100"* C., while under a pressure of 92 mm. boiling will occur at a 
temperature of 50'^ C., and under a pressure of 1520 mm. the tempera- 
ture of boiling is 121°*4 C. 

No definite law has, however, yet been discovered connecting the 
boiling point with the pressure, but several have been proposed. 
These will be considered later on. The general law of ebullition is 
analogous to that of fusion, viz. that a given liquid under a given 
pressure always boils at a definite temperature, or, in other words, the. 
boiling point depends only on the pressure. In the case of fusion the 
influence of pressure is small, but the effect on the boiling point is 
considerable. In general, when the boiling point is spoken of the 
temperature of boiling under the standard atmosphere (760 mm. of 
mercury) is meant. 

The boiling point under any pressure is often defined as the tem- 
perature at which the pressure of the saturated vapour of the liquid 
is equal to the external pressure to which the liquid is subject. It 
would, however, appear much more straightforward to define the 
boiling point as the temperature at which boiling occurs, that is, the 
temperature at which a liquid gives off bubbles of its own vapour. It 
might then be stated as a result of experiment that at this temperature 
the pressure of the saturated va}x>ur of the liquid is equal to that 
under which the liquid boils. 

The pressure of the vapour in a rising bubble must of course be 
somewhat greater than the pressure outside the liquid, and even at the 
surface of the liquid the vapour -pressure must be a little greater 
than that at some distance away, for the vapour is flowing away from 
the surface, and it of course flows from plabes of higher to places of 
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lower pressure. The apparatus employed for fixing the boiling point 
on thermometers (Fig. 8) shows, however, that the pressure of the 
saturated vapour within the boiler is scarcely appreciably greater 
than that of the atmosphere outside if the escape tube be fairly wide. 

187. Superheating — Variation of the Boiling Point under con- 
stant Pressure — Circumstances which determine Ebullition.^ — The 
temperature of a liquid boiling under constant pressure depends to 
some extent on the nature of the containing vessel. The discovery of 
this infiuence of the containing vessel is generally attribute^ to Gay* 
Lussac (1812), but as early as the middle cif the last century it seems 
to have been generally known that the temperature of water boiling 
under a definite pressure was not always the same. It was found to 
vary within certain limits, which led to incongruities in the fixing of 
the boiling point on thermometers. For this reason a report on the 
subject was made by some of the most distinguished members of the 
Royal Society in 1777, in which it was recommended that the thermo- 
meter during the fixing of the boiling point should be immersed in the 
steam of the boiling water. From this it would appear that, even at 
this date, it was known that although the temperature of the liquid 
may depend on the nature of the vessel, or even vary with the same 
vessel at different times, yet the temperature of the steam was always 
the same under the same pressure. 

As early as 1784 it was shown by Achard that the boiling point 
•of water, under constant pressure, varied much more in metallic than 
in glass vessels. He also noticed that if when water was boiling 
steadily some iron filings, or other finely-divided insoluble substance, 
was thrown in, the temperature of the boiling liquid was lowered 1° R. 
or more, and that this depression varied considerably according as the 
substance thrown in was powdered or in lump. The effect of soluble 
substances, on the other hand, was determined during the experiments 
of Dalton, Watt, Robison, Southern, and others on the pressure of 
saturated steam at various temperatures. These experiments will be 
considered in the next section. 

The effect of dissolved air in the operation of boiling was studied 
by De Luc;*' an4 in 1772 he propounded a theory which states in 

^ S^e a paper by Charles Tomlinson, Ptoc, Hoy, Soc, vol. xvii., 1868-69, 2 >. 240. 
An interesting history of the whole subject is also given by the same author, Phil. 
Mag. vol. xxxvii. p. 161, 1869. 

^ Achard, Nouveaux Mdmoirea de VAcadimie Moyale de Berlin^ 1785, p. 2 ; Ann. 
de Chimie, tom. x. p. 49. Gay-Lussac's note on the subject will be found in tom. 
vii. Ann. de Chimie de Physique, 1817. 

’ De Luc, Becherckes aur lea Modificaiiom de V Atmoaphere, Oeneva, 1772. Intro- 
duction d la Phyaique terreatre*par lea Fluidea expanaiblea, Paris, 1803. 
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very precise terms that boiling is initiated and sustained by the bubbles 
of air which become disengaged from the liquid when heated. These 
bubbles may be seen collecting in large numbers on the sides of a glass 
beaker in which water being heated. As the temperature rises 
evaporation takes place from the liquid into the bubble, which grows 
in size and rises to the surface. The part played by the air is to 
form a centre of evaporation, and give a start to the formation of a 
vapour bubble. If the liquid is quite purged from dissolved air, then Dissolved 
according to this theory there is nothing to start bubbles in the 
interior, and evaporation can take place only at the free surface. In 
confirmation of this view De Luc found that water from which the air 
had been carefully expelled by boiling could be heated in a tube to a 
temperature of 234’5 F. without boiling. 

A similar experiment showing the same effect was made by Donny ^ 
in 1844. Water was placed in a glass tube previously well washed 
out with sulphuric acid and rinsed. The water was then boiled for 
some time in order to expel all the dissolved air, as well as the 
air in the upper part of the tube. When this was effected the tube 
was hermetically sealed. The extremity of the tube containing the 
water was then placed in a bath of glycerine, the temperature of which 
was raised to 137 ' C. without ebullition of the water. At this point, 
however, a sudden rupture of the liquid occurred with explosive 
violence, projecting part of the mass to the further end of the tube. 

This is known as boiling by bumping. It occurs in most cases when 
liquids are subjected to prolonged boiling, and has been suggested as a 
possible cause of boiler explosions. 

The influence of copper turnings, {powdered charcoal, pounded glass, 
etc., in reducing the boiling point was also investigated by Gay-Lussac.*-* 

He considered that the boiling point depended on the nature of the 
surface of the containing vessel as regards its polish and conductivity 
for heat. Marcet,^ on the other hand, maintained that metal turnings 
depressed the boiling point, because their molecular attraction for water 
is less than that of glass, so that the water adheres more tenaciously 
to the sides of the glass vessel than to those of a metallic one or to 
metal filings. This adhesion to the sides of the glass vessel will be 
influenced by dirt and impurities on the sides of the vessel, and conse- 
quently variations would be expected in the temperature of a liquid 
boiling in different glass vessels, or even in the same vessel at different 

^ Douny, Ann, de Chimie ti de Physique, 3® s^rie, tom. xvi., 1844. 

“ Gay-Lussac, Ann, de Chimie, tom. Ixxxii. p. 171 ; and Ann. de Chimie et de 
Physique, tom. vii. p. 307. 

^ Marceti Ann, de Chimie ct de PhysiqM, 3^ serie, tom. v. p. 440. 
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times. When a glass flask is thoroughly washed out with sulphuric 
acid and I’insed with pure water, the boiling point of pure water was 
found by Marcet to be 106® C. These variations were referred to 
molecular changes in the surface of the glass. 

The theory of De Luc seems, however, to have had the most 
general acceptance up to the present time. The influence of dissolved 
air in facilitating ebullition is beyond question ; but whether the action 
is directly due to the air itself or to particles of dust suspended in it, 
or to other impurities, does not seem to have been sufficiently deter- 
mined. Thus M. Gernez ^ describes an experiment in which copious 
ebullition ensued in a liquid at the boiling point, from the surface of a 
small bubble of air placed in its interior, and Mr, Tomlinson ^ found that 
a wire gauze cage containing air might be lowered into the interior of 
the liquid without exciting ebullition, provided the cage and air be 
what he terms chemically clean. From this experiment it appeared 
that clean air did not cause ebullition. The specks of dust which it 
usually contains are the active agents. 

Mr. Tomlinson’s experiments on this subject are full of interest. A 
tost tube, one third or one half full of the liquid to bo examined, was 
placed in a warm bath and maintained at or near its boiling point, but 
not actually boiling. While the liquid in the tube was thus silently 
evaporating, its surface was touehed with the end of a brass wire, and 
violent ebullition set in immediately. As soon as the wire was removed 
the boiling ceased, but it commenced again when the surface was touched 
with a slip of paper, or the end of an iron wire, ora glass rod. In the 
case of a glass rod the whole surface was active at first as the rod 
was passed down into the liquid. Bubbles, however, soon ceased to be 
given off, except at two small points. Tomlinson’s explanation is that 
the surface became clean, and therefore inactive in separating vapour. 
The two specks from which vapour continued to be given off were 
impurities in the glass, probably iron or carbon, which were porous, or 
not so easily cleaned as the glass. In a tube containing ether, bubbles 
were rapidly discharged from two specks in the glass. Specks of this 
kind are often very active in separating gas from saturated solutions, 
.such as soda-water, etc., and in setting up crystallisation in super- 
saturated solutions of salts. 

With respect to the action of surface rugosities, the action of a rat’s- 
tail file was examined. The surface of the hot liquid was touched with 
the hie, and furious boiling eiisued. The file was then held in the flame 
of a spirit-lamp, and while hot, was held in the upper part of the tube 

* Ann, de Chimie et 'de Phys, 6® serie, tom. iv. p. 336, 1875. 

® Loc. cit. 
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to cool in the vapour of the liquid, being thus sheltered from the air. 

The file was now found to be inactive, even though passed slowly down 
to the bottom of the liquid. ‘However, when taken out and waved in 
the air it again became active; but when left in the liquid it soon ceased 
to be active, or, according to the theory, became clean. 

A small pellet of writing-paper thrown into ether caused rapid 
ebullition for some time, the paper being tossed violently about till it 
suddenly sank dead and ceased to be active. A brass wire passed 
down teethe bottom of the tube evolved bubbles from all parts of its 
surface, but after some time it became clean and ceased to promote 
ebullition, except at one point at its end, from which bubbles continued 
to stream oft’. The wire was taken out and filed, but on being inserted 
into the liquid again bubbles continued to stream oft’ from two points. 

In the same manner a piece of ftint, when dropped into methylated 
spirit at its boiling point, gave oft* bubbles in abundance all over its 
surface. On being taken out and broken in two it was found that 
when replaced in the liquid the newly-fractured surfaces were inactive, 
while bubbles were freely liberated at the old surfaces as before. 

The behaviour of nuclei is the same in the case of supersaturated 
saline or gaseous solutions, and in the opinion of the author of these 
experiments any surface will be active or inactive in promoting evolu- 
tion of gas or separation of crystals, according as it is chemically 
unclean or clean. A liquid at the boiling point is regarded throughout 
as a saturated solution of its own vapour. 

While non-porous substances become inactive after some time in 
promoting separation of vapour, it is found that porous substances do 
not become inactive. Such substances, therefore, as charcoal, coke, etc., 
are the proper nuclei for promoting the liberation of vapour in the 
operations of boiling and distilling, and for preventing bumping. 

The possibility of superheating a liquid, as well as that of over- Super- 
cooling it, will depend on any circumstance which reduces the chance 
of the molecules at any place coming into the condition in which 
vaporisation or solidification may start at that place. For this reason 
it would be expected that very mobile liquids would be more difficult 
to superheat or overcool than those which are viscous. For the same 
reason superheating and overcooling will be more difficult the larger 
the quantity of liquid employed ; for since it is sufficient that the 
required arrangement of molecules should occur at any single place for 
ebullition or crystallisation to set in, the probability of this happening 
at some place will increase with the quantity of liquid employed. 

Thus Dufour ^ found that drops of water suspended in a mixture of 

^ Dufour, Ann, de Ghiinie et de Phys, serie, tom. Ixviii. p. 370, 1863. 
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oiltof cloves and linseed oil could be heated much abbve the boiling 
point. Drops 10 mm. in diameter were heated to 120® C., and those 
which were only 1 to 3 him. in diameter remained liquid up to a 
temperature of 178® C. These drops burst into vapour with a hissing 
noise when touched with a glass rod, or when they floated against the 
thermometer or the sides of the vessel. The effect of surface tension 
may, however, have a considerable influence in this as well as in all 
other cases of superheating.^ 

When a volatile liquid is placed in a tube and cautiously hei^ted in a 
bath to a temperature above its boiling point without boiling, very rapid 
evaporation takes place at the surface, and the cooling thus produced 
may be suflicient to keep the liquid at a temperature considerably 
below that of the bath. Thus M. Gernez ^ found that in a tube 
14 mm. in diameter, containing carbon bisulphide and placed in a 
bath at 80° C., the temperature of the liquid in the tube did not 
exceed 72° C. 

188. The Spheroidal State. — An apparently singular pheno- 
menon connected with vaporisation is that known as the spheroidal 
state. When a drop of water is let fall on a hot metal plate the drop 
ordinarily boils away violently with a hissing noise. If, however, the 
temperature of the metal is sufficiently high, the drop does not enter 
into ebullition, neither does it spread over the surface and wet it as at 
lower temperatures, but it rolls about on the surface like a globule of 
mercury. The phenomenon may bo easily studied by raising a metal 
capsule to a white heat over a Bunsen flame, and dropping a globule of 
water carefully into the dish from a pipette. While the temperature 
of the dish is maintained the drop remains as if on a greased sur- 
face, while evaporation proceeds rapidly but silently from its under 
surface. If the lamp be removed and the dish allowed to cool, a 
point will be reached at which the drop comes into contact with the 
surface, and violent ebullition sets in with the formation of a cloud of 
vapour. 

During the spheroidal condition it may be easily verified that the 
drop is out of contact with the hot metal. It is supported on a 

^ I The pressure of saturated vapour in contact with a curved surface of its own 
liquid depends on the curvature of tlic surface. It is greater when the surface of the 
liquid is convex and Jess when the surface is concave than when it is flat. On this 
account, a very small bubble forming in a liquid would tend to condense again, even 
if the temperature were several degrees above the boiling point. But if the bubble 
were large enough for tlie vapour within it to be below saturation -pressure it would 
grow rapidly. This explains boiling by bumping and the effect of nuclei of air, dust, 
etc., in facilitating boiling (see p. 392).] 

Gernez, Ann, de Chimte et de Phys. 5» seiie, tom. iv., 1875. 
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cushion of its own vapour. The eye placed on a level with the sur- 
face can easily observe through the interval between the drop 
(especially if it is coloured dark) and the surface any bright object, such 
as a flame, placed on the other side. Professor Poggendorf proved 
this want of contact in another manner. The two terminals of an 
electric battery were placed in contact, one with the drop and the 
other with the hot metal. While the spheroidal condition lasted no 
current passed, but as soon as the temperature of the metal fell to the 
point at which boiling occurred, the galvanometer was deflected, showing 
that coifbact had been established. 

M. Boutigny,^ by placing a small thermometer in the drop, found 
that the temperature of the drop when in the spheroidal state was 
always below its boiling point ; and Berger ^ afterwards found that in 
a large globule the temperature registered by a thermometer placed 
in its interior marked from 96'^ to near the bottom, and about 
90® at the upper surface. 

In the case of liquid sulphurous acid the temperature of the 
globule is low enough to freeze a drop of water placed in it. This 
was first shown by Boutigny, and hence the apparently extraordinary 
statement that water may be frozen in a red-hot crucible. The red- 
hot crucible has nothing to do with the freezing. It follows merely 
from the fact that a liquid in the spheroidal state is below its boiling 
point, and the boiling point of sulphurous acid is below the freezing 
point of water. Faraday in the same way succeeded in solidifying 
mercury by using solid carbonic acid instead of the sulphurous acid 
eniployed in Boutigny’s experiment. 

If the surface of the heated metal be fiattish, so that lateral 
escape of the vapour is impeded, it will burst up through the 
centre of the drop ; and it sometimes happens that when the 
vapour can escape laterally it issues in regular pulses, which throw 
the surface of the drop into beautiful undulations. As the tempera- 
ture of the metal falls the vibration of the drop subsides till it becomes 
motionless ; it then suddenly spreads over the metallic surface with a 
hissing noise. Contact is now established, and the spheroidal condi- 
tion has terminated. 

The mode of experiment may be reversed. The heated capsule 
may be placed afloat on the surface of a basin of hot water. While 
the capsule is hot it floats silently on the surface of the water sup- 
ported on a cushion of vapour. 

* Boutigny, A^in. de Chimie et de Phys. 3® s6rie, tom. ix. p. 250; tom. xi. p. 16; 
tom. xxvii. p. 54; tom. xxviii., p. 178. 

^ Berger, Pogg. Ann, tom. cxix. p. 594, 1863. 
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The first observation of the spheroidal state is attributed to 
Leidenfrosb, but in some of its forms li must have' been known from 
very early times. The laundress’s mode of testing the temperature 
of a smoothing iron by means of a drop of water is an example. A 
white hot iron may be licked with the tongue without injury, contact 
with the metal being prevented by the vapour developed. Similarly 
the hand if wet may be passed through a stream of molten metal, and 
solid carbonic acid may be placed in the mouth without injury. Many 
escapes from fiery ordeals are perhaps attributable to the same pro- 
tective influence. After the hand has been moistened with'* ether it 
can be plunged into melted lead without experiencing any extreme 
sensation of heat. 

The use of a heated metallic surface is not essential to the produc- 
tion of the spheroidal state. The only necessary condition is a suffi- 
ciently elevated temperature. Liquid drops may assume the spheroidal 
state on the surface of another liquid which is sufficiently hot ; and 
solids such as carbonic acid snow, which vaporise without liquefaction, 
assume an analogous state when placed on a surface whose temperature 
is sufficiently high to vaporise them with the necessary rapidity. 

That a liquid drop in the spheroidal state is supported on a 
cushion of its own vapour is confirmed by the experiment of Budde, 
who found that in the exhausted receiver of an air-pump water 
assumes the spheroidal state at temperatures as low as or 90^ 
0. In this case the '"vapour pressure under the drop is only that 
necessary to the support of the drop, whereas in air the vapour 
pressure under the drop must support the drop and the atmosphgric 
pressure as u''el1.'^ 

It has been shown by K. S. Kristensen that the heat radiated by 
the dish to a drop in the spheroidal state is not sufficient to account 
for the phenomenon, but that the heat conducted through the vapour 
must also be taken into account. The investigation shows that the 
heat conveyed in the latter manner preponderates. 

‘ [The explanation formerly given, i.e. that vaponr is generated so rapidly under 
a drop in the splicroidal condition as to keep up a pressure suffleient to support tlie 
drop, is inadequate to account for the facts. Mr. R. J. Moss (iVoc*. Jioy. Dublin Soe, 
1877-78, p. 87) found that drops of cold ether would float on warm ether, and dro{>s 
of melted paraflin on a hot silver plate. The first experiment shows that a difference 
of temperature is an essential feature of the phenomenon, and the second that the 
production of vapouf is not essential, since the x^Araflin was found not to have lost 
weight after the experiment. The excess of pressure in the vaxiour or air under the 
drop appears to be due to molecular action of a similar nature to that which occurs 
during the thermal transpiration of gases (see next Art.).] 

Tidsakri/t for Pkyaik og Chirnic (2), vol. ix. p. 161 ; BeihlaUer dnr Fhysik^ 
vol. xiii. p. 155. 
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189. [Thermal Transpiration of Oases. — The passage of gases 
through narrow tubes and thrAigh porous septa was studied by Graham. 
He found that the rates of flow of gases through a porous diaphragm, 
such Sts a thin plate of graphite, are inversely as the square roots of 
their densities, if their temperatures and pressures are the same. 
This is Graham’s law of diffusion, and according to the kinetic theory 
is equivalent to saying that the rate of flow is proportional to the 
molecular velocity. Graham found, however,* that the passage of gases 
through capillary tubes or thick porous walls did not follow any such 
simple law, in fact, he obtained different laws of motion with plates of 
different coarseness aiid with plates and capillary tubes. To the motion 
of a. gas in such cases the name fransjnration has been given. In 
Graham’s experiments trans})iration was produced by a difference of 
I)ressure in the gas on each side of the porous partition ; he does not 
seem to have suspected that a difference of temperature might have a 
similar efiect. That such is the case was discovered by Professor 
Osborne Reynolds, who designated the phenomenon by the name of 
ihermal transpiration.^ 

For instance, in one experiment Professor Reynolds enclosed 
hydrogen in a vessel divided in the middle by a ])late of meerschaum, 
the temperatures of the portions of gas on the two sides being main- 
tained at 11° and 100° C. respectively, while the 'pressures were 
initially equal. In this case hydrogen was found to pass from the 
cold to the hot side of the partition until, when equilibrium was 
established, the pressure on the hot side was greater than that on the 
cold side by nearly 1 inch of mercury. The same effect was observed 
with air, but the difference of pressure was less. 

To understand why this difference of pressure exists let us con- 
sider the simplest case, that of a cylindrical vessel IIC (Fig. 91), one 
end of which H is kept hot and the other C 
kept cold. Suppose, in the first instance, that \L 
the gas is sufficiently rarefied for mutual en- 

counters to be infrequent compared with the impacts of molecules with 
the walls of the vessel. Let a molecule strike the end H perpen- 
dicularly with a velocity n and rebound with a velocity w, these 
velocities being those characteristic of the temperatures of the two 
ends. The change of momentum is m(u + u), if m is the mass of 
the molecule. If now the molecule arrives at C with the velocity u 
and rebounds with the velocity u' the change of momentum is again 
m(u + ti'). In such a case, then, it would seem at first sight as though 
the molecules would be equally distributed throughout the space and 
^ Osborne Reynolds, Phil, Trans. A., 1879. Scientific Papers^ vol. i. 
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would exert equal pressures on H and C. But if the molecules should 
strike the sides of the cylinder on their^way, so as to give up part of 
their momentum to these sides when travelling in the direction HC 
and receive increased momentum when travelling in the direction CH ; 
or, in other words, if the cooling and heating of the gas is effected, in 
part or in whole, by the side walls ; then the molecules will arrive at 
H with a velocity greater than u\ and at C with a velocity less than u, 
so that the pressure on H will be greater than that on C, and the 
excess of pressure on H over that on C will be exactly balanced by 
a tangential stress over the curved surface of the cylinder. The 
molecules would no longer bo equally distributed, for they would 
spend more time at the cold end owing to their slower speed, and thus 
the density would be greatest at the cold end. 

y Let us now consider the effect of altering the dimensions of the 
cylinder. An increase in diameter would diminish the proportion of 
collisions with the sides as compared with those at the ends, so that 
the difference of pressure between the ends would be lessened. An 
increase of length beyond that necessary to ensure the complete heating 
or cooling of the molecules as they pass from end to end would have 
no effect in augmenting the difference of pressure. If the density were 
increased, the frequency of mutual collisions would be increased also, 
in other words^ conduction of heat would take place chiefly through 
the gas and this would tend to equalise the pressure, the more violent 
collisions with the hot end of the tube being made up for by the 
greater number of collisions with the cold end. Thus the difference of 
pressure would be most marked in a fine capillary tube. In a wide 
tube at ordinary pressures the effect would be quite inappreciable, not 
only because the transfer of heat would be almost entirely by mutual 
collisions, but also because it would be impossible to avoid convection 
currents due to gravitation. In the case of a porous plate separating 
two portions of gas at different temperatures, we may regard the plate 
as equivalent to a system of fine capillary tubes. 

An important result established by Professor Reynolds is that 
gases transpiring through different plates behave in the same manner 
provided that their densities are in a fixed ratio depending on the 
nature of the plates. Thus in the case of transpiration of air caused 
by pressure, similar results were obtained with stucco and meerschaum 
when the densities wore in the ratio 1 : 5*6. Also, in the case of 
thermal transpiration, similar results were obtained with the stucco 
and meerschaum plates when the densities were in the ratio 1 : 6*5. 
The same ratios were obtained when hydrogen was used instead of air. 
This fact forms a valuable confirmation of the kinetic theory of gases, 
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according to which we should expect that with passages of diilFerent 
sizes the distances separating tlie molecules would be proportional to 
the diameters of the respective passages when the results are similar. 
The discrepancy between the numbers 5*6 and 6*5 in the two cases is 
probably due to the altered condition of the plates when heated. 

1 90. Crookeses Radiometer. — This instrument, invented by Sh* W. 
Crookes, is represented in Fig. 92. It consists of a very light vane 
constructed of thin mica discs or lozenges fastened at 
the ends of four arms of aluminium wire, the whole 
arranged ’to turn very freely about a vertical axis and 
enclosed in a glass vessel which is highly exhausted. 

Each of the mica discs is blackened on one side. On 
exposing the radiometer to sunlight or any convenient 
source of radiant heat, the vane revolves in such a 
direction that the blackened faces are always receding. 

The explanation of this phenomenon will be 
readily understood from the reasoning in the pre- 
ceding article. The black faces absorb the rays 
which they receive more readily than the reflecting 
faces and are consequently the hotter of the two. 

The pressure is greater on the hotter black faces 
than on the others, owing to the greater velocity 
with which the gas molecules rebound. In this case 
the tangential reaction is on the fixed walls of the containing vessel. 
It has been ali oady remarked that the difference in pressure due to a 
difference of temperature between the ends of a tube containing gas 
at ordinary pressure's would not bo appreciable unless the tube were 
very narrow. In the radiometer the spaces occupied by the gas are 
not narrow, but the gas is highly rarefied, so that the distribution of 
molecules is proportionate to the size of the vessel. At higher 
pressures the vane revolves in the opposite direction owing to convec- 
tion currents. With smaller vanes the rarefaction need not be pushed 
so far. Professor Reynolds obtained a repulsion effect at a pressure 
of half an atmosphere by using a silk fibre instead of a mica disc. 

Professor Reynolds also obtained radiometer motion in a vessel 
filled with saturated water vapour at ordinary temperatures. A 
vessel of hot water repelled the wings of the vane and a piece of ice 
attracted them. In this case the effect was caused by condensation 
taking place on the sides which were cooled by radiation and by 
evaporation from the heated sides.] 

191. Evaporation fi>om Solids: Sublimation. — Of the three 
states of matter the liquid forms a connecting link between the solid 
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and ^he gaseous. Solids when heated generally pass into the liquid, 
and then into the gaseous condition. Solids may, however, pass 
directly into j;he state of vapour without apparently passing through 
the intermediate stage — that is, solids evaporate. Ice and snow, as is 
well known, gradually evaporate ; and in the Arctic regions this is the 
only manner in which evaporation can occur. Carbonic acid snow 
when exposed in the air rapidly passes off into gas, and can only with 
difficulty be liquefied in an open tube. 

In these cases va{M)risation occurs at the surface of the solid, and 
the process is termed sublimation. A liquid boils or passes iirio vapour 
at a temperature at which the pressure of its saturated vapour is equal 
to that which the liquid supports. If now the pressure of the vapour 
of any substance at the fusing point is equal to or greater than one 
atmosphere, then this substance will not exist under atmospheric 
pressure in the liquid state, for as soon as the solid melts the liquid 
will pass off into vapour. Boiling will thus, as it were, occur at the 
surface of the solid. This will always occur at a given temperature if 
the pressure is less than that of the saturated vapour* of the sub- 
stance at this temperature ; but if the pressure be greater than this 
value the liquid form will be possible, and melting will occur if the 
given temperature is above the fusing point. Thus arsenic volatilises 
without molting under the atmospheric pressure, but if the pressure is 
increased, fusion may be effected ; and Carnelley ^ showed that mercuric 
chloride and camph"br do not melt below a certain pressure peculiar 
to each substance, and which he proposed to call the critical pressure. 

This subject has been investigated experimentally by Pro- 
fessors Ramsay and Young,- their object being to determine if solids 
have definite volatilising points under different pressures just as 
liquids have definite boiling points. By the term volatilising is 
here implied a condition of the solid analogous to that of a liquid 
when it is said to be boiling, and not the mere passing off into 
vapour analogous to evaporation in liquids. The volatilising point 
of a solid under a given pressure is the maximum temperature at 
which it will remain in the solid state under that pressure. The 
experiments with camphor were characteristic of the whole series. 
Some camphor was congealed round the bulb of a thermometer which 
registered its temperature. The thermometer with the solid camphor 
thus surrounding its bulb was inserted into an air reservoir in which 
the pressure could be varied by means of an air-pump. A tube led 
from the reservoir to a condenser placed in a freezing mixture. At 

’ Soo Nature for 1881 and 1882. 

* W, Ramsay and S. Young, Phil. Trans., 1884, part i. p. 37. 
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low pressures the camphor vapour passed over into the condenser, but 
at somewhat higher pressures it depositjed in the connecting tube, show- 
ing that at these pressures the vapour was much nearer its condensing 
point. When the pressure was increased to 370 mm. the camphor 
melted, and a liquid drop hung from the end of the solid camphor 
coating the thermometer ; but when the pressure was again reduced 
to 358 mm. this drop solidified. 

192. Cold produced by -Evaporation — Freezlngr Machines. — 

Evaporation is always accompanied by the disappearance of heat, and 
for this reason a liquid cannot continue to evaporate and at the same 
time maintain its temperature unless it is supplied with heat from 
some source. A liquid evaporating in an open vessel placed in a room 
at uniform temperature must therefore be at a somewhat lower tem- 
perature than the room. There is a gradual fiow of heat from the 
room into the liquid to supply the place of that which disappears or 
becomes latent in evaporation. If the supply of heat be cut off while 
the evaporation is caused to continue, the heat necessary for the eva- 
poration will bo drawn from the liquid itself, and its temperature will 
fall accordingly. It is clear, therefore, that if rapid evaporation bo 
forced by any means while the liquid at the same time is, as far as 
possible, prevented from receiving heat, the temperature of the liquid 
may be reduced to its freezing point, and solidification may be brought 
about as a result of the evaporation. 

This was first effected in the case of water by Leslie.^ The 
apparatus is shown in Fig. 93, A small 
capsule B containing some water is sup- 
ported over a dish A filled with sulphuric 
acid, and the whole is placed under the 
receiver of an air-pump. On exhausting 
the receiver the pressure is diminished, 
and as a consequence the water evaporates 
rapidly and begins to boil when the pres- 
sure is sufficiently reduced. The evapora- 
tion is greatly facilitated by the presence 
of the sulphuric acid, which absorbs the 
vapour almost as rapidly as it is formed. 

The temperature of the water is thus 
quickly reduced, and it ultimately solidi- 
fies, presenting the curious spectacle of a Fig. 93 . 

liquid freezing in the act of ebullition. 

A freezing machine has been constructed by M. Carr 6 on this 
^ Leslie, An7i. He Chiinie^ 1« ser, tom. Ixxiii. p. 177. 
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principle, by which considerable quantities of water may be frozen in a 
short time. The water to be frozen is contained in a flask (Fig. 94), 
which is attached by means of a tube to a cylindrical reservoir, made 
of an alloy of lead and antimony, and cont^iining strong sulphuric acid. 
From the further end of the sulphuric acid chamber, a tube leads to 
the vertical cylinder of an air pump. A rod attached to the handle of 



Fig. 94. 

the pump works a] stirrer which keeps the acid in agitation, and by 
thus presenting fresh acid to the vapour hastens the evaporation. 
The pump is worked till freezing begins, and the acid being in 
constant agitation, the vapour is rapidly absorbed by it. Once freezing 
has commenced, the pump is worked at intervals to stir the acid. 
The rate of freezing depends on the strength of the acid, and when 
this becomes diluted it must be renewed. 

Another instrument for showing the solidification of water by 
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evaporation is Wollaston’s cryophorm (Fig. 95), which consists of a 
bent glass tube furnished with a bulb at each end. Some water is at 
first introduced and boiled, so as to expel all the air, and the apparatus 
is then hermetically sealed, so that it contains 
only water and water vapour, that is water under 
a small x>res8ure at ordinary temperatures. When 
it is desired to solidify the water it is all placed 
in one of the bulbs, B, and the other bulb, A, 
is immersed in a freezing mixture. The vapour 
rapidjy condenses in A, and is as rapidly formed 
in B. The cooling produced in B by this rapid 
evaporation is sufficient to cause solidification of or,, 

the water. 

By using liquids more volatile than water, a temperatui'o much 
lower than the freezing point of water may be obtained. Thus by the 
evaporation of sulphurous acid, which boils at - 10° C., or with 
chloride of methyl, a temperature low enough to freeze mercury may 
be easily obtained. By directing a jet of liquid carbonic acid on the 
bulb of an alcohol thermometer the reading of the instrument was 
reduced by Thilorier to - 1 00° C. 

Another form of freezing machine, also manufactured by M. Carr^,^ 
depends upon the distillation and subsequent evaporation of ammonia. 
The apparatus consists of a boiler A (Fig. 96) which contains a 




strong solution of ammonia. This boiler is connected by a tube C to 
a slightly conical vessel DD called the freezer^ and a brace binds the 
two firmly together. These vessels are made of strong galvanised iron 

' Carr6, Comptes Rendus, December 24, 1860. 
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plate, and can bear a pressure of 7 aims. A tubulure inserted in the 
upper part of the boiler is filled with oil and contains a thermometer. 
The freezer DD consists of two concentric chambers, and it is only the 
space between these that the tube C communicates with. The inner 
chamber E receives a metal vessel containing the water to be frozen. 

The process of freezing necessitates two distinct operations, (a) 
The boiler is first heated to about hSO'' over a furnace, while the freezer 
is placed in a bath of cold water. The ammonia gas is thus expelled 
from the solution in the boiler and condenses under its own pressure in 
the jacket of the freezer together with about one-tenth of its weight of 
water. When sufficient gas has been thus condensed, the second part 
(fi) of the process is commenced. This consists in placing the boiler 
in a cold water bath, and the freezer outside covered with flannel or 
other non-conducting stufis, so that it cannot receive much heat from 
surrounding objects. The cylinder E containing the water to be 
frozen is then placed in the interior chamber of the freezer. As the 
boiler cools the ammonia gas dissolves again in the water, and the 
liquid ammonia in the jacket of the freezer rapidly evaporates. 
During this distillation, the temperature of the freezer falls, and the 
water in its interior chamber is solidified. In order to secure better 
contact between the water cylinder and the sides of the freezer, alcohol 
is poured in between them. In about 1 J hour a compact cylinder of 
ice is obtained. The apparatus represented in Fig. 96 gives about 
4 lbs. of ice per hour at the cost of one farthing per pound. Large 
continuously-working forms of apparatus which produce 800 lbs. of 
ice per hour have, however, been built. 

193. [Liquefaction of Gases. — The liquefaction of a gas is 
favoured both by increase of pressure and diminution of temperature. 
Andrews’ experiments on carbon dioxide have an important bearing 
in this connection (see Art. 234). He showed that no amount of 
pressure would liquefy this gas if the temperature were above 31*^ C., 
while below this temperature the gas would condense to a liquid under 
a pressure which was never greater than 76 atmospheres, and was less 
the more the temperature was reduced. For every gas there exists a * 
temperature, called its critkal temperature, below which it must be 
cooled before it can be liquefied. Many gases can be liquefied by 
pressure alone at ordinary temperatures. The first instance of this 
was in the case of chlorine, which was liquefied by Northmore ^ in 
1806. Faraday^ subsequently liquefied a large number of gases, 
using a bent glass tube closed at both ends, one limb containing 

^ Nicholson's Journal, vol. xii. p. 368. 

® PhiL Trans,, 1823, p. 160. 
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materials from which the gas was disengaged by heat, while the other 
limb — which in some cases was cooled by a freezing mixture — served 
to collect the liquid which condensed under the pressure of its own 
vapour. In this way carbon dioxide and nitrous oxide were liquefied, 

Oxygen, hydrogen, nitrogen, and a few compound gases resisted this dioxidA 
treatment. 

Oxygen was first liquefied by Gailletet^ in 1877 by compressing Oxygen, 
it to about 300 atmospheres in a strong capillary glass tube cooled to 
- 29° CL and then suddenly relieving the pressure. The gas was 
cooled to the point of condensation by the resulting expansion and a 
thick mist was seen to form. Oxygen, nitrogen, and air were after* 
wards liquefied by Wroblewski, Olszewski, and Dewar in sufficient 
quantities to study their properties, the gas being compressed in a 
vessel cooled by liquid ethylene boiling under reduced pressure. 

In 1884 Wroblewski obtained a mist of liquefied hydrogen by Hydrogen. 
Cailletet’s method, cogling the tube to the temperature of liquid 
oxygen before expansion. In 1895 Olszewski obtained sufficient 
liquid hydrogen in this way to make an estimation of its temperature. 

This method of sudden expansion does not admit of the continuous 
production of liquid. For this purpose the gas must be cooled below 
its critical temperature under a pressure sufficient for liquefaction. 
Hydrogen cannot, however, be liquefied in this way, as its critical 
temperature is - 234°'5 C., which is a lower temperature than can 
be produced by boiling oxygen under reduced pressure. 

Lord Rayleigh and Kamerlingh Onnes have suggested indo* 
pendently that it might be possible to liquefy hydrogen by allowing it 
to do work by expanding in a heat-engine driven backwards (see Chap. 

VIII.). The mechanical difficulties would, however, be very great. 

There is another method, however, which, though thermodynamic- Cooling by 
ally far less efficient, is, owing to its simplicity, well adapted to the gx'panflion. 
purpose. It was shown by Joule and Sir William Thomson in 1852 
that when a gas expands without doing external work it is slightly 
cooled, except in the case of hydrogen, which is warmed. This 
phenomenon is known as the Joule -Kelvin effect. Hampson in 
England and Linde in Germany first suggested that this property • 
might be made use of for the liquefaction of air. In 1900 Prpf. 

Dewar showed that hydrogen when at a sufficiently low temperature 
is also cooled by free expansion.^ In this way he obtained liquid 

^ Comptes RendibSt vol. Ixxxv. p. 815, 1878. 

Chemical News, March 1900. 

^ The temperature of inversion of the Joule-Kelvin effect for hydrogen has been 
found by Olszewski to be - 80° *5 C. (see Art. 366). 
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hydrogen in quantity. Air can be liquefied by the Hampson-Linde 
process without previous cooling below normal temperatures. 

The essential parts of the improved form of apparatus used by 
Dr. Travers^ for the liquefaction of hydrogen are shown in Fig. 97. 

Hydrogen is generated on a large scale in 
the usual way from sulphuric acid and zinc. 
The gas is compressed by a pump to about 
150 atmospheres, and the heat developed 
during compression is removed by passing 
it through coils immersed in water. After 
being purified by passing through a water- 
separating cylinder and a cylinder filled 
with caustic potash, it enters the liquefier 
at 0 , its temperature being that of the 
atmosphere. The tube o leads to the 
bottom of a regenerator-coil C, which con- 
sists of a great length of narrow copper 
tubing coiled in layers of flat spirals. As 
the interstices between the coils are filled 
with a descending current of the cooled 
hydrogen which is issuing from the appara- 
tus, the entering gas, as it passes up through 
the coil C, is cooled to about - 170'" C., and 
at this temperature it enters the refrigerat- 
ing coil in the vessel A, which is kept con- 
tinually replenished with liquid air ; the 
temperature being here reduced to - 190''0. 
The hydrogen then passes through a second 
refrigerating coil in the chamber B, which 
is closed and connected with an exhaust 
pump by the pipe y ; liquid air flows continuously from A to B 
through a pin-hole valve controlled by the lever /, and, boiling under 
a pressure of 100 mm. of mercury, lowers the temperature to - 200° C. 
The gas now passes into the regenerator-coil D ; it escapes at the 
valve e, expanding suddenly and lowering the pressure to one atmo- 
sphere, and passes up through the interstices of the coil D, then 
through an annular space surrounding the chambers B and A, and 
finally flows downwards through the interstices of the regenerator-coil 
C, cooling the entering portion as already mentioned, and issuing at 
p, returns to the compressor at a temperature only two or three 
degrees below that of the atmosphere. 

* Phil. Mag,y April 1901 ; Nature^ vol. Ixvii. p. 443, 1903. 
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The sudden expansion at e cools the gas still further below - 200°, 
and as it passes upward it lowers the temperature of the next portion 
coming down the coil D, which in its turn is cooled to a still lower 
temperature by expansion, and exerts a stronger cooling ofliect on the 
next portion. This goes on till finally the gas partially liquefies in 
the vacuum-vessel u. In order to collect the liquid another vacuum- 
vessel c is supported below a within the vessel dd. The latter is a 
brass cylinder with two glass windows placed opposite each other, and 
is lined .with glass cylinders to shield the receiver c from external 
heat ; it is secured to the upper section of the casing by nuts and 
screws / which compress a rubber washer between the flanges of the 
joint. The vessel dd being thus rendered gas-tight, the flow of liquid 
hydrogen into c can be regulated by a stopcock (not shown in the 
figure) which controls the pressure in dd» The flow of liquid hydrogen 
into c can be watched through the windows. At first, a small quantity 
of white solid is deposited on the inside of rt, probably consisting of 
air and arseniuretted hydrogen, but the gas becomes j)urer after cir- 
culating once or twice through the apparatiis. The hydrogen is 
filtered through a piece of baize in the bottom of a and flows out in 
a fairly rapid stream into c as a clear colourless liquid. To withdraw 
the gas-tight stopper r in the bottom of dd is removed, and c is 
lowered. 

Very good heat-insulation is necessary for the success of this ex- 
periment. A and B are kept cool by the cold hydrogen passing up 
round them, outside which are two vessels jmeked with sheep^s wool. 

B and D are protected by the vacuum-vessel aa. These vacuum- 
vessels arc double-walled glass tubes, the annular space between the 
two walls being highly exhausted. 

The valve ^ is of a special construction to prevent clogging with 
solid impurities. It is regulated by turning the milled head h. 

Before commencing the experiment it is necessary to cool the 
regenerator-coil D to the temperature of liquid air. This is done 
by closing the stopcock p and putting the interior of the apparatus 
in connection with the exhaust pump by opening the cock n; 
liquid air is then drawn through the coils till they are sufficiently 
cooled. 

The temperature of liquid hydrogen is about - 252°'7 C. By Solid 
causing it to boil under reduced pressure Professor Dewar succeeded in 
freezing it to a foam-like solid. A further quantity of the liquid 
contained in a tube, and immersed in the boiling hydrogen was frozen 
to a transparent ice. 

The only substance which is not solidified at the temperature of Helium. 
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liquid hydrogen is helium. This gas does not liquefy even when 
cooled to about 10° lower by surrounding it with solid hydrogen 
evaporating under reduced pressure and suddenly diminishing the 
pressure as in Cailletet’s experiments. It was liquefied by Kamerlingh 
Onnes^ in 1908. Its boiling point at atmospheric pressure is 
- 268°-6 0.] 


Latent Heat of Vaporisation 

194. Early Determinations. — The latent heat of vaporisation of 
a liquid ordinarily means the quantity of heat necessary to convert 
one gramme of the liquid at the boiling point into saturated vapour at 
the same temperature and pressure. 

The experimental investigation of latent heats commenced with 
Black and culminated in the work of Hegnault. The method first 
employed by Black ^ was both primitive and interesting. A tin vessel 
containing water was set on a red-hot iron plate placed over a fire and 
kept at a steady temperature. The rate at which the temperature of 
the water rose was carefully noted, and the quantity of water in the 
vessel being known, this gave the quantity of heat gained by it per 
minute. The time was then noted from the instant the water com- 
menced to boil till it all boiled away. This gave the quantity, of 
heat received during complete vaporisation. The result obtained by 
this rough method was 450, that is the quantity of heat necessary 
to convert a pound of water at the boiling point under the pressure 
of the atmosphere into saturated vapour at the same temperature 
and pressure would raise the temperature of 450 'pounds of water 

rc. 

Some time afterwards Irvine,^ at the invitation of Black, employed 
the method of condensation in a calorimeter, and found the number 
430. Afterwards Watt, also at the request of Black, investigated 
the matter much more carefully, and found the number 533 for the 
latent heat of steam. This number is tolerably close to the best 
recent results, those of Kegnault giving 536*5. The apparatus gener- 
ally employed before the time of Kegnault was similar to that shown 
in Fig. 98, and was not designed to give the accuracy attained by 
recent experimental research. The liquid was boiled in a retort C 

^ An account of the experiments (taken from the Proceedings of the Royal 
Academy of Amsterdam) is given in Nature^ Aug. 1908. ' 

* Black, Lectures on Ckemistry, vol. i. p. 166. 

^ See Robison's Mechanical Philosophy ^ vol. ii., where other early determinations 
are cited. 
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furnished with a thermometer which registered the temperature. ^ The 
vapour distilled over and condensed in a spiral tube immersed in the 
water of a calorimeter. 

Two modes of procedure 
are now open for adop- 
tion. The spiral may 
open into a vessel situ- 
ated outside the calori- 
meter .into which the 
water drips as it is con- 
densed, or the spiral may 
terminate in a closed 
reservoir R situated in- 
side the calorimeter where 
the water collects and is 
drawn off at the termina- 
tion of the experiment. 

Let w be the weight of liquid arising from condensation, s its 
specific, and L its latent heat. Let 0 be the temperature of the vapour 
at its condensing point, 0^ the initial, and the final temperature of 
the calorimeter. The heat given out by the condensation of the weight 
V) of the liquid will be wL, and if the liquid thus condensed be allowed 
to drip away from the extremity of the condensing tube into a vessel 
situated outside the calorimeter, the liquid first condensed will fall to 

if the spiral be long enough, and that condensed at the end of the 
experiment will fall to ^ 2 > whole liquid condensed ma5r be 

taken to have fallen to the mean temperature + 0^ of the calori- 
meter during the experiment. The heat given out by this cooling of 
the liquid will be ws\6 - ^{0^ + Also if W be the complete water 

equivalent of the calorimeter and water contained, the heat gained by 
the calorimeter will be W (^2 “ ^i)> ^ radiation correction 

wL + ws{6-‘ i(^, + ^ 2 )} = W(6^2 ^ 1 ) + R- 

If s be known, this equation gives L directly, but if s be not known, 
another experiment in which 0^ and 02 different will give us 
another equation containing L and s, and by means of these two 
equations both L and s may be determined. 

It is better to collect the liquid in a reservoir attached to the con- 
densing spiral, and situated inside the calorimeter. In this case all the 
liquid condensed attains ultimately the final temperature of the calori- 
meter, so that the equation becomes 

wL + ws{$ - $2) = W(tf2 - ^1) + R- 
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An experiment conducted with this form of apparatus is subject 
. to many sources of error, for the vapour in passing through the neck 
of the retort loading into the calorimeter may become partially con- 
densed and arrive in the calorimeter deprived of part of its latent heat. 
This will lead to too small a value in the determination of L, and 
may be partially avoided by sloping the neck of the retort upwards, 
so that any liquid condensed in the neck of the retort may run 
back again into the boiler. Heat also passes over to the calorimeter 
by conduction through the connecting tube, and this increases the 
value of Jj ; but there is no reason why the diminution arising 
from the former error should be exactly counterbalanced by the 
latter. 

Evidently the vapour tube should be so arranged that any vapour 
which condenses outside the calorimeter should remain outside, and all 
that condenses inside should remain inside. Want of precaution in 
the former respect leads to too low a value of L, and in the latter too 
high. It is probably for this reason that Rumford obtained such a 
high figure as 571 for water vapour. Despretz * subsequently found 
540, and Brix,-* who closely discusses the sources of error, obtained the 
same number. 

Up to the time of Regnault^s work on the latent heat of water 
vapour it was generally admitted that the total heat of water vapour 
Watt’s law. was independent of thes^n-essure. Watt considered it established by 
his experiments that the quantity of heat required to convert a given 
mass of water at zero into saturated vapour was the same whatever 
the pressure of the vapour might be, and this supposed property was 
known as Watt’s law. Later experiments by Clement and Desormes ^ 
in 1819 appeared to confirm it, so that the law became generally 
admitted on insufficient evidence, perhaps because it was very con- 
venient in many calculations concerning the steam-engine. Several 
attempts were also made to deduce it theoretically. 

Another law, namely, that the latent heat of vaporisation was 
constant, was proposed by Creighton and Soitthern ^ in 1 803. This 
was kno.wn as Southern’s Law. 

That both laws are incorrect was shown subsequently by Regnault, 
as will appear from the account of his experiments given in Art. 197. 

* yinn, (le Chimie^ t 9 iii. xxiv. p. 323, 1823. 

Poyg. Ann. vol. Iv. p. 341. 

The expression “total lieat” is an abbreviation for the quantity of lieat recpiircd 
to convert unit weiglit of the liquid at the freezing point into saturated vapour at 
any other temperature. 

* Thenaixl, TraiU de tom. i. p. 78. 

® Robison, Mecluinical Philosophy^ vol, ii. p. 160. 
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195. Berthelot’s Apparatus. — ^M. Berthelot ^ has shown that many 
of the errors attending the early method of experimenting may be 
avoided by means of the apparatus shown in Fig. 99, by means of 
which the latent heat of a vapour may be rapidly and accurately 
determined without having recourse to the elaborate ap 2 )aratus and 



Fig. 1»9. 


precautions employed by M. llegnault. In M. Berthelot^s apparatus 
the flask containing the liquid under examination is heated by a 
circular gas-burner /, burning under a metallic disc m. The centre of 
the flask is traversed by a wide tube TT, through which the vapour 
descends into the calorimeter,*-^ where it condenses in the spiral SS 
and collects in the* reservoir li. The calorimeter is placed inside a 

^ Co7nptes Hr/iiUus, tom. Ixxxv. p. 647 and Journal de Physique^ tom. vi. 
p. 337. 

- [It would socm advisable to introduce a sleovo of insulating material between 
the glass tube TT and the burner in this apparatus, to prevent a XK)Ssible suxier- 
heating of the vapour.] 
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'water -jacket^ and is protected from the ^ radiation of the burner 
by a slab of wood covered by a sheet of wire gauze. By means of 
this arrangement partial condensation is avoided before the vapour 



Fig. IfK). 


enters the calorimeter, and the error arising from conductivity is 
corrected by observation of the motion of the thermometer placed in 
the calorimeter before the distillation commences and after it is com- 
pleted. The weight of liquid, condensed is about 20 to 30 gr. at most, 
and the time occiipied is only from 2 to 4 minutes. By this means 
M. Berthelot found for the latent heat of water the value 536*2, 
whereas the elaborate investigation of Eegnault gave 536*5. The close 
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agreement here shows the value of the apparatus in combining speed* 
with accuracy, and it consequently may be used to determine with 
sufficient precision the latent heats of rare organic liquids. 

196. Method of Superheating. — The greater part of the exact 
investigations have been made by heating the vapour above its con- 
densing point before it passes into the calorimeter, and in this case the 

4 specific heat of the vapour, as well as that of the liquid, appears in the 
equation which determines the specific heat. Let, as before, the tem- 
perature of condensation of the vapour be $, while the initial and 
final temperatures of the calorimeter are 0^ and 0^. Let the vapour 
entering the calorimeter be superheated at the temperature ffy and 
let the specific heat of the vapour be o*. The quantity of heat given 
out by the vapour in cooling from 6' to its point of condensation 6 is 
wa- - 6), so that the equation for L becomes 

w<r(6' - 6) + wh + Vf8(0 - 0^) = W (^2 “■ ^i) + 

supposing that the condensed liquid is all retained in the calorimeter 
and attains the final temperature 0^, Three experiments in which 
the- temperatures are varied give us three equations to determine L, <r, 
and s. It is here supposed that <r is constant. This is not the case 
with non-saturated vapours, and for the range here employed cr repre- 
sents the mean specific heat of the vapour. 

197. Regnault’s Determination of the Latent Heat of Water 
Vapour. — The problem which Regnault proposed to himself was the 
determination of the total heat of saturated water vapour at divers 
pressures — that is, the estimation of the quantity of heat necessary to 
convert unit weight of water at 0° C. into saturated vapour at any 
pressure. 

The apparatus by means of which this investigation was conducted is 
shown in profile in Fig. 100, and front view in Fig. 101. The vapour 
was generated in a strongly made boiler (Fig. 100) of 300 litres capacity, 
which contained about 150 litres of pure distilled water. The vapour 
accumulated in the upper part of the boiler, and there entered a 
serpentine tube, enclosed within the boiler, the open end of which 
projected above the surface of the water. This tube carried the vapour 
from the boiler to the calorimeter K, and in the interval between the 
two the tube was furnished with a steam jacket T, the outside of .which 
was well wrapped in non-conducting woollen stuff. By this means the 
vapour entered the calorimeter saturated, but quite dry, that is, free 
from mist. The temperature of ebullition was indicated by thermo- 
meters passing down into the boiler. At high pressures the reading of 
the thermometer would be incorrect owing to the influence of the 
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pressure on the bulb, and for this reason iron tubulures closed at the 
lower end wore let into the boiler. These descended into the interior, 
and contained mercury in which the thermometers were placed free 
from all perturbations arising from the pressure of the steam. 



Fig. 101. 


Having arrived at the distributing piece R, the vapour could be let 
into either of two exactly similar calorimeters K and K' (Fig. 101) or 
it could pass on into the condenser E. Immersed in each calorimeter 
was a condensing system consisting of two copper spheres and a 
spiral copper tube, as shown in Fig. 101. The vapour condensed here 
(when allowed to pass in), and the water resulting was drawn oflF in a 
Rask and weighed. 
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The amount of vapour condensed during an experiment could be 
thus determined, and as some of the liquid adhered to the walls of the 
spiral and copper spheres, it was assumed that this adhesion remained 
constant, and therefore the water drawn off in any experiment repre- 
sented the amount of condensation. 

In order that the temperature of ebullition might be varied at 
pleasure, a large air drum V, immersed in a bath which kept its tem- 
perature constant, was connected to B, and thence with every part 
of the apparatus. By pumping air into (or out of) this drum the 
pressure in the boiler could be varied at pleasure. This ju-essuro was 
measured by an open air manometer M. 

In making an experiment the boiler was heated, and the steam was 
allowed to pass through the connecting tubes into the condenser for 
’ nearly an hour, so that the whole apparatus took up a stationary tem- 
perature, and the air was completely chased from the boiler. A pre- 
liminary experiment was made by noting for five minutes the rate of 
change of temperature of each of the calorimeters. The water when 
first placed in the calorimeter was below the temperature of the air, so 
that during an experiment it received heat by radiation, and also by 
conduction through the connecting tubes. An observation made in 
the same way before the boiler was heated gave the radiation correc- 
tion, and this, combined with that now made after heating, gives the 
correction for conduction. In correcting for radiation it was found 
sufficiently accurate to employ Newton^s law of cooling, viz. that the 
rate of change of temperature due to radiation is equal to the differ- 
ence of temperature between the calorimeter and the air multiplied by 
a constant ; the value of the constant was found in this case to lie 
between the limits O’OOl and 0*002. 

The two calorimeters were now filled with water at 6^, ', and the 
vapour was allowed to pass into one of them till its temperature’ 
became If w be the weight of water condensed in this operation, 

and W the water equivalent of the calorimeter, then the approximate 
equation for L is 

wlj + ws{0 - 82) = W(^2 “ ^i)» 

where 6 is the temperature of condensation of the vapour — that is, the 
^temperature of the vapour in the boiler, and s the mean specific 
heat of water between B and B^. It is to be noted that B^ is not the 
temperature of the calorimeter at the instant the steam is shut off. 
During the process of condensation the temperature of the water in 
the condensing apparatus is above that of the calorimeter, so that after 
the steam is shut off the temperature of the calorimeter continues to. 
rise for a short time to a maximum temperature B^^ If no loss or gain 

2 B 
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of heat took place through radiation and conduction the maximum 
temperature would be 0^ + 23^, where 'ESO is the sum of the corrections 
to be applied for all perturbating influences, and the equation for L 
becomes 

wL + ws(0 - 0^) = W (^2 + ^60 -0i). 

A similar experiment was then made with the other calorimeter. 
Thus when the steam was shut off from one it was turned into the 
other, so that while one was subject to the heating arising from the 
condensation of the vapour, as well as to the perturbations of radiation 
and conduction, the other was subject to the latter influences alone. 
Hence, if the two calorimeters are identical in all’ respects, the observa- 
tions made on the. variations of temperature of one can be used to 
determine the corrections to be applied to the other. Perfect identity 
could not, however, be realised, so that it became necessary to consider 
the corrections to be applied to each separately. 

During an experiment each calorimeter was subject to two sources , 
of error, — one due to conduction through the connecting tubes, which 
‘may be taken proportional to the difference between the temperatures 
of' the vapour and the calorimeter, the other due to radiation and 
proportional to the difference of temperature of the atmosphere 
and the calorimeter. Denoting these differences by \ and A 2 , the ' 
change of temperature per minute of the calorimeter due to these 
causes will be ^ 

+ ( 1 ) 

The coefficients and Ag wore determined by first allowing the vapour 
to pass through the distributing piece H into the condenser, so that 
the calorimeters were heated by conduction and radiation only. Ob- 
servations on the rate of change of temperature gave 80^ and A 2 
«in equation (1). Another equation was formed between A^ and A 21 
with different coefficients, hy allowing the vapour to pass into either 
calorimeter for some time, so that its temperature became elevated, 
and Aj and*A 2 became and Ag'. The steam was then shut out from 
the calorimeter and allowed to pass, as before, into the condenser, and 
observations wore made on the rate of cooling or heating of the calori- 
meter. This gave 

a^' = AiAi' + AgA./ (2) 

Equations (1) and* (2) determine A^ and Ag, and these being known 
for each calorimeter, the total correction E80 to the temperature of 
either calorimeter during an experiment can be easily found. 

. By this means Regnault determined the quantity of heat 

L+5(tf-^a) 
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necessary to convert a gramme of water at 6 ,^' into saturated 
vapour at 0 °, .where s is the moan specific heat of water between 
and 62 ^. The experiments were conducted under pressures varying 
from 0*22 to 1 3*625 atmospheres, and between these limits Regnault 
found that the total heat of steam, or the heat necessary to convert 
1 gramme of water at 0° into steam at any temperature 0 y was 
represented by the formula 

Q-60e-5 I o-8or>d. 

In 3ft experiments made under the ordinary atmospheric pressure 
the mean value of the total heat was found to be 637*67, the extreme 
values in the scries being 635*6 and 638*4. 

Taking the specific heat of water to be unity, the formula for the 
latent heat at any temperature 6 will be, according to Regnault, 


These results overthrew the laws of Watt and Southern, and 
settled all controversy on the subject. 

When the variation of the specific heat of water is tjikon into 
account the latent heat of steam falls from 606*5 at 0° C. to 536*5 
at 100” 0. and to 464*3 at 200” 0., and if the formula for L is quite 
general, it follows that the latent heat of water vapour will become 
zero at the temperature 


606-5 

0-695 


-872 (approx.), 


and this consideration stands in close relation to what is known 
as the continuous passage from the liquid to the gaseous state in 
the celebrated experiments of Cagniard de la Tour and Andrews 
(Art. 232). The critical point for water however appears to be 
365” C. 

198. [Griffiths’s Experiments. — The value of the latent heat of 
evaporation of water at the temperatures 30” and 40° C. was deter- 
mined by Principal Griffiths,^ using the calorimeter described in Art. 
169 (Fig. 83). A known weight of water was put in a glass bulb 
with a narrow jet, this was placed in a small silver flask to which was 
attached a coil of silver tube 18 feet long. Between the flask and 
the coil of tube was the spiral of platinum-silver wire which, heated 
by an electric current, supplied the heat necessary to vaporise the 
water. The flask, tube, and wire were all enclosed in the calorimeter, 
which was filled with aniline in the earlier experiments, but later 
with a special petroleum oil which was non-volatile and a good 
insulator. The calorimeter, being surrounded by a vacuum and 


1 Phil. Trwis. p. 261, A. 1895. 


Total heat 
of steam. 



Dieterici’s 

experi- 

ments. 
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thermostat, was kept at a constant temperature, never varying as 
much as O^’Ol C. The end of the silver tube parsed outside the 
apparatus and was connected with an air-pump. On working the 
pump the water was made to issue drop by drop from the bulb, so 
that the rate of evaporation could be kept quite regular. Thus the 
vapour formed in the flask had to pass up the whole length of the 
silver spiral tube and issued at the temperature of the calorimeter and 
free from water mechanically carried over. As in the experiments 
for determining the mechanical equivalent of heat, the liquid in the 
calorimeter was vigorously stirred. The. equation for determining 
the latent Yimt of evaporation may be put in the following form : — 

ML=QX+QA-i Sr/, 

M beiflg the mass of water evaporated, the heat per second 
supplied by the electric current, Q, the heat generated by the stirrer, 
and tg the times during which heat was supplied by these two 
sources respectively (tg and tg being practically equal), and the total 
heat received owing to other causes such as radiation and conduction. 
Although Qe was necessarily measured in electric units, it was reduced 
to thermal units by employing the value of J determined by means of 
the same calorimeter and the same method of electric measurement. 
Thus any error due to uncertainty in the values of the electric units 
was eliminated. The greatest uncertainty was in the estimation of 
Qf, but this constituted only about 1 per cent of the rate of heat 
supply. The following are the values of L obtained : — 


Temp, by Nitrogen 

Latent Heat 

Latent Heat 

Tlierinometer. 

(15' C. unit). 

(20° C. unit). 

40°-15 C. 

572-60 

673-15 

30° -00 C. 

j 578-70 

579-26 


The flgures in the last column are calculated from the value of the 
ratio of the two units given in Art. 169. 

The advantages of Principal Griffithses method over most of the 
others that have been made use of is that it is practically independent 
of errors in thermometry and is not affected by changes in the specific 
heat of water. The temperature being stationary, the heat capacity 
of the calorimeter 'or of its contents does not enter into consideration, 
and the radiation correction is very small and determinate. 

Of previous measurements of the latent heat of evaporation of 
water, one of the most reliable is that which was carried out by 
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Dieterici ^ at 0° 0. His method resembles Griffiths’s in the use of 
a constant temperature and in being largely independent of ther- 
mometry. He used a Bunsen calorimeter, and estimated the heat 
required to evaporate a known mass of water at O'’ by the quantity 
of mercury expelled from the calorimeter during the formation of ice. 

Ho gave his results in mean ^calories, assuming that the moan calorie 
corresponded to the expulsion of 15*44 mg. of mercury, taking the 
average value deduced from the experiments of Bunsen, Schuller and 
Wartha,^and Velten. The value given by Dieterici for the latent 
heat is 596*73 calories at 0° C. 

Although Griffiths’s experiments were not sufficiently extended to Vaiiation 
justify the calculation from them of a formula for the relation of 
latent heat to temperature, yet if a linear relation between those 
quantities be assumed,^ the result shows a very striking agreement 
with the values obtained by Regnault at 100’ and by Dieterici at O'*. 

The linear formula suggested by Mr. Griffiths is 

L = .596 *73 -0*60100, 

using the calorie at 15° C. as the unit. This unit is very nearly 
equal to the mean calorie (see Art. 169), so that the results are 
directly comparable. At the higher temperatures Griffiths’s formula 
accords better with Eegnault’s results than Kegnault’s own formula, 
while the experiments at low temperatures carried out by Regnault 
appear to be less trustworthy ; objections having been pointed out by 
Winkelmann, the chief of which is that Regnault in this series of 
experiments measured the temperature of the evaporating water by 
the vapour pressure in the condenser. 

199. Latent Heats of Vaporisation by Comparison. — As the 
accurate measurements of latent heats of vaporisation is tedious and 
difficult, it is more convenient to determine the latent heats of liquids 
other than water by comparison with water or other standard liquid. 

The following simple method has been employed by Professor Ramsay 
and Miss Marshall for comparing the latent heats of two liquids at 
their boiling points under atmospheric pressure.® Two glass vessels, 
somewhat resembling incandescent electric lamps, were filled with the 
liquids to be compared. Each vessel was provided with a platinum 
or platiniim-silver wire spiral in its interior with thick platinum 
terminals, and was enclosed within another vessel, so that the liquid 

^ Wied, Ann, vol. xxxvii., 1889. 

^ The latent heat of vaporisation of benzene appears to be a linear function of 
the temperature (see next Article). Probably, however, latent heats diminish more 
rapidly as the critical temperature is approached. 

* Thil, Mag,t Jan. 1896 ; Jan. 1897 (see also footnote, p. 316). 
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could be surrounded by a jacket of its own vapour. When each vessel, 
containing a known weight of liquid, had been heated just to the 
boiling point, a known electric current was passed through the two 
wires in series. If the resistances are equal, the latent heats will lie 
inversely proportional to the amounts evaporated in a given time, 
that is, to the respective losses in weight of the two vessels. In 
general, the latent heat is proportional to the resistance divided by 
the amount vaporised in a given time. 

Water was found to be an inconvenient liquid to use for^nirposes 
of comparison. Its latent heat of vaporisation is very large, and its 
Latent heat insulating properties are insufficient when bare wires are used. Conse- 
tk)n^of quently, a careful determination of the latent heat for benzene was 
benzene. made by Mr. Griffiths and Miss Marshall,^ using the same method 
and instrument as had .been employed by Mr. Griffiths for water, 
as described in the preceding article. The following values were 
obtained : — 


Temp. (Nitrogen Scale). 

Latent Heat of Benzone 
(Units- calorie at 16" C.). 

60 

99-14 

1 -10 ; 

100-71 * 

OS 

o 

102-30 

20 

103-82 


These figures correspond closely with the linear formula — 
L^=107'05r-0*158<^. 

Assuming this formula to hold up to 80'"*2, the boiling point of 
benzene at atmospheric pressure, we get as the latent heat of vaporisa- 
tion uf benzene at its boiling point 

Lr-94’34, 

expressed in thermal units at 15” C. This docs not differ very much 
from the direct determinations of R. Schitt"^ (93*4) and K. Wirtz^ 
(92*9).] 

Andrews^ investigated latent heats for the purpose of ascertaining 
whether any relation existed between the latent heats and the physical 
properties of vapours, but he failed to deduce any fixed law. In this 
inquiry he was preceded by Urc, Despretz, Brix, and Favro and 

1 Phil. Mag., Jan. 1896 ; Jan. 1897. 

*■* Liehig*a Annahn, vol. ccxxxiv. p. 338, 1886. 

® TVied. Ann. vol. xl. p. 438, 1890. 

■* Andrcw.s, Quarterly Journal Chem. Soc. of London, vol. i. i>. 27. 
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Silbermann. It has since been suggested that for different liquids ^ Trouton’s 
the latent heat multiplied by the molecular weight is approximately 
proportional to the absolute temperature. In other words, the 
molecular latent heat is proportional to the absolute temperature. 

Thus for water at 100'" C., L = 536'6, the molecular weight fjL= 18, 
and T = 373. 



For internaLsLiid external latent heats, see Chap. VIII. Sec. V. 

200. Specific Heats of Non-Saturated Vapours. — If the vapour 
bo superheated before entering the calorimeter, then, as we have 
already seen, the equation for L embraces the specific heats of the 
substance in both the liquid and gaseous states ; so that by three 
experiments both these quantities as well as L may bo determined. 
In this manner Rcgnault*^ found that the specific heat of super- 
heated water vapour under constant pressure was constaiit within 
the limits of tomporatui’e employed in his experiments. The results 
of four series of experiments gave for steam 0*46881, 0*48111, 
0*48080, 0*47963. 

Rognault''* extended his researches to several other liquids. The 
vapour was superheated by pissing through a spiral contained in an 
oil batK at a temperature higher than the temperature of boiling. 
The heat necessary to raise the liquid to its boiling point was 

' F. T. Trouton, Phil. Mag, vol. xviii. p. 51, 1884. 

® Rognault employed another method for determining the latent heat of vapours 
at low tcmperature.s. A known weight of the liquid was placed in a reservoir con- 
tained in the calorimeter at a temperature 6^, and boiling was caused by reducing 
the pressure in the reservoir by means of an air-pump. The vapour condensed in a 
retort immersed in a freezing mixture of ice and sea salt. The pressure of the vapour 
coming from the liquid is always somewhat greater than that of the artificial atmo- 
sphere registered by the manometer. The liquid all boiled away, and the temperature 
of the calofimeter fell to 0.^, If denotes the correction of ^2 losses of heat 
duringjthe experiment, then the heat lost by the calorimeter during the vapori^tion 
of the liquid is 

If, on the other hand, the temperature of ebullition of the liquid be 6f, the heat 
gained by the liquid i.s 

Lw i ^ - - 6^ - - 0), 

and wo have the equation 

Lw + w(r[l{0i + ^ 2 ) ^1 = -0) + - ^2 + 23^). 

An uncertainty occurs in the value of 0 arising from the reading of the pressure of 
the manometer. 

By the above method experiments were made at pressures varying between 13 ‘6 
mm. and 3*9 mm. 

3 Pecherches, etc., tom. ii. p. 163. 
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accurately determined, and these experiments gave both the latent 
heat and the specific heat of the vapour. The latter is very small 
compared with the former, so that the specific heat of a vapour deter- 
mined in this manner is subject to all the errors of a complicated 
experiment. 

The specific heat of carbon dioxide is known to vary considerably 
near the condensing point, and it is highly probable that all other 
vapours vary in a similar manner in this respect. 

Eilhard Wiedemann proposed a method for determining the 
specific heats of vapours under constant pressure, which applies to 
liquids that boil between 0° and 100°. Boiling is caused at a low 
temperature by partial exhaustion — that is, reduction of pressure by 
an air-pump. The vapour is then heated in a bath and allowed to 
pass through a calorimeter at a temperature of from 20° to 30° C., 
which is above the condensing point of the vapour. All the heat 
yielded to the calorimeter is due to the cooling of the vapour. An 
experiment lasts five or six minutes, and the results obtained agree 
with those of Regnault. They indicate that the specific heats of 
vapours increase notably as the temperature rises. 
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ON THE PRESSURE OF SATURATED VAPOURS 

201. Vapour Pressure. — When a bubble of air is allowed .to pass 
into the vacuum of a barometer tube a depression of the mercurial 
column is produced, which increases with the quantity of air intro- 
duced. A similar depression is produced by the vapour of a liquid, 
and it was in this manner that Dalton ^ first studied the pressures of 
saturated vapours. Small quantities of any volatile liquid may be 
conveniently introduced into a barometer by means of a curved 
pipette. If a very small globule of a liquid is allowed to ascend to 
the top of the mercurial column it will pass into vapour very rapidly, 
filling the space above the mercury, and producing a corresponding 
depression of the column. Another small globule will also evaporate 
and produce a further depression, and so on. A point is reached, 
however, at which further evaporation ceases, and the introduction of 
more liquid is not attended by an increase of vapour pressure in the 
space above the mercury, the temperature being supposed constant. 
If more liquid is introduced it merely floats on the top of the mercury 
(Fig. 102). Further evaporation ceases. Thus at a given temperature 
a definite quantity of a liquid will evaporate in a given space, and the 
pressure it exerts in this space is a function of the temperature only. 
If the space be increased, more liquid, if present, will evaporate, and 
if the space be reduced some of the vapour will condense. In this 
case the vapour (or space) is said to be saturated, and the correspond- 
ing pressure is the maximum vapour pressure for this temperature. 

The behaviour of a vapour may be studied by depressing or raising 
the barometer tube in the cistern (Fig. 103). When the vapour is 
saturated the depression of the tube in the cistern merely reduces 
the space above the mercurial column. Some of the vapour condenses, 
and the height of the mercurial column remains fixed. The vapour 
pressure remains constant, and the glass tube slides over the column 

1 Dalton, Memoir of the Manchester Soc. vol. xv. p. 409. 
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of mercury as if it wore a solid bar of metal. If, however, the vapour’ 
is not saturated it behaves very nearly as a gas. Elevation of the 
tube increases the height of the column — that is, decreases the pressure 
of the vapour, and depression of the tube in the cistern increases the 
vapour pressure and decreases the height of the mercurial colun^n. A 
non-saturatcd vapour nearly obeys lioyle’s law. 

The pressure of a saturated vaj)our depends on the temperature, 
and also on the nature of the liquid. Thus at 20*^ C. the depression of 



Fig. 102. Fi}:. 103. 


a barometer column by saturated water vapour is about 17 mm., by 
alcohol 60 mm.,, and by ether 460 mm. 

If the temperature is kept constant a slight increase of pressure 
will produce comf)lete condensation of a saturated vapour. If the 
temperature is lowered condensation occurs also, and continues till the 
vapour pressure reaches the maximum value corresponding to the new 
temperature. .It is not necessary, however, to cool the whole space 

^ occupied by a saturated vapour in 

( ( ^ ] order to lu’oduce condensation. The 

I I J cooling of any part of it will suffice. 

Thus, if one bulb A of a bent tube 
All (Fig. 104) contains a liquid, 
I ~ remainder of the tube will be 

filled with saturated vapour. If 
now B is cooled by being placed 
in a cold bath, or otherwise, the vapour in B will condense. The 
vapour pressure in B will be less than that in A, and as a consequence 
a current of vapour will flow from A to B. This state of things 
will continue as long as B is colder than A. The liquid will gradu- 
ally distil into the colder part pf the apparatus. The flow of vapour 
is accompanied by a flow of heat tending to equalise the temperatures. 
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The evaporation in A is accompanied by absorption of heat, and 
evolution of the same takes place in B. The apparatus illustrates the 
action of a heat engine. The current of vajjour flowing from A to B 
might be employed to do mechanical work (as a mill is turned by a 
current of water), while heat passes from a body A to another B at 
a lower temperature. 

202. Determination of Maximum Vapour Pressures. — The fiist 
fairly accurate measurements of the pressure of saturated va[)ours (or 
maximum vapour tensions, as it is generally 
termed) were made by Dalton J Previously 
the matter had been investigated by Ziegler, - 
Watt,-^ Betancourt,'^ Southern,*'* and Schmidt,^* 
in a more or less unsatisfactory manner. 

The apparatus employed by Dalton is 
shown in Fig. 105. '^Fwo similar barometer 
tubes a and h were attached to a scale which 
enabled the height of the mercury to be read 
off. Both stood in the same cistern of mei cury, 
and were surrounded by a bath which could be 
heated fi*om below, and the ternperature was 
noted by means of three thermometers fixed 
along the scale, the mean of which was taken 
to represent the temperature of the bath. A 
little licpiid was introduced into one of the tubes 
(r/.), and the depression of the mercurial column 
noted, together with the temperature of the 
bath. By varying the temperature the pressure 
of the saturated vapour was found for all 
temperatures within the range of the apparatus. 

As in this form of apparatus the temperature 
of the mercury is different in different ex- 
periments, it is necessary to reduce the observed depression to that 
which it would have been if the mercury were at zero — that is, the 
difference of height h must be divided by (1 + m^), where m is the 
coefficient of expansion of merctiry. With water vajiour the pressure 
is e(|ual to 1 atmo. at 100' C., and, consequently, this form of apparatus 
can be used only for temperatures below 1 00" C. At this temperature 

^ Dalton, Memoir of the Manchester Soc. vol. xv. 409. 

'•* Ziegler. Specimen ‘physico-chiinicum cle difjesture Papini^ p. 48, Basel,' ly.'SO. 

^ Watt, Iiobison*s System of Mech. Phil, vol. ii. p. 29, Brewster’s edition, -*814. 

■* Betancourt, M^moire. snr la force expansive dc la vapcv>i\ I*aris, 1792. 

Southern, JloMson's Meeh. Phil. vol. ii. ]>. 170. 

** Schmidt, Journal de Physique de Gren, toin. iv. p. 1.01. 
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the mercury in the tube which contains the vapour will stand at the 
cistern level. 

The chief objection to these early experiments was the want of 
precaution in securing uniformity of temperature in the bath. The 
use of several thermometers placed along the scale does not avoid this 
source of error. The vapour will be practically at the temperature of 
that part of the bath which surrounds it, and the mercury in a similar 
way will assume the temperature of that part of the bath around 
it. For accuracy the bath should be maintained throughout at 
the same temperature, or else some scheme should bo devised by 
which the temperature of the vapour could be accurately known, and 
also that of the mercury. The pressure determined here is really the 
maximum pressure of the vapour in the coldest part of the tube. 

The difference of height of the mercurial columns should also be 
measured for accuracy by means of a cjithetomoter ; and for this 
purpose the use of a cylindrical glass vessel to contain the bath is ob- 
jectionable as errors due to refraction are introduced. A bath chamber 
with a plane glass front is much superior. 

Accurate determinations in which those sources of error were 
avoided were first made by Kaemtz.^ He merely exposed the tubes 
in the atmosphere, and noted the depressions through summer and 
winter, the temperature ranging between - 19*" and +26'' C. These 
observations wore made for meteorological purposes ; but a much 
wider range is neccssaryvin physical investigations. The gap thus 
left was filled up by Regnault. 

Ageneral law connecting the vapour pressures of different substances 
was announced by Dalton in 1801, to the eflcct that the pressures 
of the saturated vapours of all liquids were equal at temperatures 
equally removed from their boiling points. This law is, however, not 
near the truth. Water boils at 100® C., and ether under the same 
pressure at 35® C., the pressure of water vapour at 80® C. (that is 
20® below the boiling point) is 355 mm., while that of ether at 
15® 0. is 354 mm. These numbers agree excellently. In fact it was 
by the comparison of water and ether that Dalton deduced his rule. 
In the case of alcohol, however, the boiling point is 78® C., and the 
vapour pressure at 58® 0. is only 330 mm. This is considerably too 
low according to Dalton’s rule. Similar deviations occur with other 
substances. 

Duhring’s rule agrees much better with experiment. It is merely a 
modification of Dalton’s law with a factor introduced depending on the 
nature of the substance. In it as we pass from temperatures of equal 
* Kaemtz, TraiU de MU^orologic, tom. i. j). 290. 
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vapour proasure for two substances to two other temperatures of equal 
pressure, tf e differences of temperature are not taken equal, but pro- 
portional, ihe constant of proportionality depending on the nature of 
the substance. 

208. Vapour Pressures at Low Temperatures. — The determina- 
tion of vapour pressures at temperatures below 0° C. was conducted 
by Gay-Lussac^ with a modified form of 
Dalton’s apparatus. The vapour tube was an 
ordinary barometer tube CD having its upper 
end bent round (Fig.. 106), and terminating in 
a pendent |bulb E which could be conveniently* 
immersed in a freezing mixture. This mixture 
should bo fluid, so that it could be constantly 
stirred during an experiment. The liquid 
under examination was contained in the bulb, 
so that ‘its temperature as well as that of its 
vapour was the same as that of the freezing 
mixture, if the temperature of the latter is kept 
steady for a sufficient time. Now the vapour 
pressure in the whole apparatus is the maximum 
pressure corresponding to the temperature of 
the coldestj part — that is, the temperature of the 
freezing mixture. Hence the depression of the 
mercurial column gives the maximum pressure 
of the vapour at the temperature of the freezing 
mixture. 

Kegnault, who also employed this method, 
took the precaution of using a freezing mixture 
of chloride of calcium and snow, which is a 

liquid, and can be constantly stirred and kept at a uniform temperature 
throughout. 

204. Vapour Pressures at Hlg-h Temperatures. — The determina- 
tion of the pressure of saturated water vapour at temperatures 
above 100'* 0. was undertaken by a commission of the Paris Academy 
of Sciences in 1829 under the direction of Dulong and Arago.^ Theil* 
experiments ranged from 100” to 224” C. corresponding to pressures 
varying from 1 to 24 atmospheres. The principle of the method 
consisted in heating a liquid in a closed boiler, and observing the 
temperature ajid corresponding pressure of the vapour. The liquid 
was first boiled, for some time to expel all the air from the boiler, 

^ Gay-Lussac ; see Biot’s TraU6 tie PhysiquBf torn, i, p. 287. 

Dulong and Arago, AUm. de V Acad, tom. x. 
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which was then closed and connected with a compressed air manometer. | 
When the liquid was heated the pressure and the temperature rose ; 
together. An observation was made by arresting the supply of heat \ 
and noting the maximum temperature attained, together with the 
corresponding pressure. The temperature was registered by ther- - 
mometers placed in iron tubulures protruding into the interior of 
the boiler. 

These experiments were not sufficiently numerous to furnish 
reliable results, and the apparatus suiiered from many defects. The 
liquid never really entered into ebullition, so that the temperature 
could not be kept constant during an observation. The necessity for 
now determinations was soon felt, and th.e task was undertaken by 
the committee of the Franklin Institute of Pennsylvania ^ in 1830. 
Their apparatus, however, was little better than that of Dulong and i 
Arago, and their two series of observations agreed neither with each, 
other nor with those of their predecessors. 

The subject was consequently taken up nearly simultaneously by 
Magnus^ and liegnault^ in 1843. The experiments of Magnus were 
free from the objections to which the earlier investigations were open, 
but they were not extended to temperatures above 115° C. The 
liquid was enclosed in the shorter arm of a siphon barometer which 
was immersed iri a bath, the temperature of which could be kept 
constant and was determined by means of an air thermometer. The 
open branch of the barometer tube was connected with a free air 
manometer, and alsq with an air-pump, by means of which the pressure 
could be varied at pleasure. The results of these experiments agree 
remarkably well with those of M. Regnault, whoso researches were of 
a much more exhaustive character, extending from pressures of about 
4 mm. to over 30 atmospheres. 

Kegnault's Experiments 

206. Experiments between 0° and 50° C. — Nearly all the 
determinations of vapour pressures at low temperatures have been 
made by observation of the depression produced by the vapour in a 
barometer tube. The chief source of uncertainty in the method is 
the difficulty of knowing the exact temperature of the vapour. In 
Dalton’s apparatus the bath extended over the whole length of the 
barometer tube, and in such a tall bath, heated from bqjow, Regnault 

^ Sec Ency. Jirit. vol. xx. 

2 Gustav Magnus, Pogg. Ann. vol. Ixi. p. 225, 1844. 

Regnault, BelcMon dcs Esep&iences, tom. i. p. 467. 
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ound that the rapidly settled into layers at different tcmpera- 

I ures as soon as stirring was stopped. Besides, in the apparatus 
mployed by Dalton it was impossible to stir the bath without causing 
he mercury to oscillate in the tubes. The method in fact would 
)nly be fairly* accurate for temperatures approximately the same as 
jihat of the atmosphere. 

For this reason Kegnault adopted a modified form of Dalton's 



Fig. 107. 


apparatus (Fig. 107) in his experiments at temperatures below 50° C. 
iThe bath was considerably shortened, but of considerable capacity (45 
bitres), so that it' could bo constantly stirred (by H), and kept at a 
uniform temperature throughout. The bath-chamber was furnished 
with a plane glass window through which the difference of level of the 
jmercury in the tubes a and h could be read by means of a catheto- 
meter. In. order to ascertain if any error in the reading of this 
difference of level was caused by refraction through the glass and 
liquid, a fine mark was traced on the barometer tube near the level 
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of the mercury, and a centimetre scale was maAed on the vapour 
tube. The difference of level between the mark On the barometer 
and each division of the centimetre scale on the vapour tube was 
then determined by means of a cathetometer — first in air, and then, 
when the chamber was filled with water. An absolute deviation due' 
to refraction was found, which sometimes amounted to half ai 
millimetre, but the relative deviation— that is, the observed difference 
of level between any two points, one marked on each tube — wasi 
scarcely appreciable. In no case did it amount to so much as! 
0*1 mm. 

An error in the difference of level of the 'mercurial columns, due 
to caj^illarity, had also to be taken into account. The surface tensionl 
in the barometer tube differs* from that in the, 
vapour tube where the mercury is in contact' 
with a liquid or the vapour of a liquid. To 
determine the amount of this error two baro- 
meter tubes A and A' were connected by a 
three-way tap 11 (Fig. 108)* Dry air was 
admitted several times and pumped out in order 
to thoroughly dry the spaces above the mercury. ; 
When this had been accomplished the air was 
finally pumped out of both tubes, and the 
mercury stood at the same level in A and A'. 
'‘Some liquid was then introduced into one of 
them (A'), and a difference of level immedi- 
ately established itself, which, corrected for the 
weight of the floating liquid, gave the capillary correction. For water 
there was an elevation of the column amounting to 0*12 mm. 

At temperatures above that of the atmosphere the temperature of 
the bath was maintained by a spirit-lamp applied beneath. Observa- 
tions were made at intervals of eight or ten minutes, and it could 
thus be ascertained if slight changes of temperature were accompanied 
by corresponding changes of pressure, and the accuracy of the method 
tested. One source of error may arise in the surface of t\e mercury 
not being at the same temperature as the bath. At temperatures 
above that of the atmosphere the mercury in the tube outside the 
bath will be colder than that inside, and by conduction, the upper 
surface of the mercury may be somewhat colder than the bath. To 
avoid any error from this cause Kegnault always worked with the 
upper surface of the mercury well within the bath. When the bath 
is below the temperature of the air this source of error does not 
present itself, for the pressure of the vapour is that corresj)onding to 
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its coldest part — Aat is, in this case the temperature of the bath, in 
the former case nt would bo the temperature of the surface of the 
mercury. 

In order to vary the mode of experiment and test the accuracy of 
the results of one method by comparison with those <lcrived from 
another, liegnaiilt modified the apparatus as follows : — The end of the 



vapour tube was drawn out and attached by means of a three-way 
joint to a glass globe A of about 500 cc. capacity. Communication 
was established with an air-pump, as shown in Fig. 109. The globe 
and space above the mercury were carefully dried by admitting dry air 
and exhausting several times. Finally the air was pumped out, the 
exhaustion being carried to 1 or 2 mm. 

The liquid was previously sealed ujj in a small glass flask or piece 
of glass tubing, and placed in the vapour globe A. The ap|xiratus 
being now ready; the temperature of the globe was raised till the 

2 c 
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small flask containing the liquid burst. The %ace lie above the 
mercury became filled with vapour, and the experiment was proceeded 
with as before. The results of these experiments, in which vaporisa- 
tion too^ place in the presence of a residual atmosphere of air, were 
in close concord with those derived by the first method of procedure 
in which the vaporisation took place in a vacuum. 

206 . Temperatures below Zero. — In determining the pressure 
of water vapour at temperatures below zero Regnault adopted the 
method of Gay-Lussac. The second form of apparatus described in 
the foregoing article was used. The globe containing the liquid was 
first immersed in melting ice, and then in a freezing mixture of 
crystallised chloride of calcium and snow, which was liquid, and could 
be kept in constant agitaj^on. The temperature of the bath could be 
maintained for a short time at its lowest point by adding small 
quantities of snow. Observations were made at this point. 

Exact determinations at low temperatures are exceedingly difficult, 
for here the pressure is very low and rises slowly with temperature. 
On the other hand, at a high temperature the pressure is high, and 
changes considerably with a small change of temperature. 

A more accurate method at low temperatures might be based on 
the principle of the chemical hygrometer (Art. 229), namely, by 
weighing the quantity of vapour contained in a largo volume of 
saturated air. This method might be easily adopted at low tempera- 
tures in high latitudes ; but in these countries where the temperature 
of the atmosphere is never very low, it would necessitate the adoption 
of specially devised apparatus. 

[An accurate method of measuring very small vapour pressures, 
such as the pressure of a vapour in equilibrium with its own solid, 
was devised by Ramsay and Young,^ and used to measure the 
vapour pressures of ice, camphor, and acetic acid. The apparatus 
(Fig. 110) consists of a wide vertical glass tube. A, closed below, to 
which a side tube, B, is fused near the top. The side tube is con- 
nected with a bulb, C, which may be cooled by water or a freezing 
mixture, and from the bulb passes a second tube, D, which is con- 
nected with an ai]:-pump and gauge to measure the internal pressure. 
A small tube, closed by an indiarubber tube and clip, E, serves to 
admit air into the apparatus. The vertical tube is closed above by 
an indiarubber stopper perforated with two holes, through one of 
which passes a thermometer, !E^, and through the other a glass Imbe 
provided with a stopcock and reservoir, G, above. The bulb of the 
thermometer is covered with cotton-wool, and the lower extremity of 

^ W. Ramsay and S. Young, Phil, Trmis,^ 1884, p. 461. S. Young, Stoichiometry, 
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the glass tube is cffawii out and bent round so that the narrow end 
just touches the ‘cotton-wool. 

The liquid to be investigated is placed in the reservoir, and 
the apparatus is exhausted. A little liquid is then admitted so as 
to moisten the cotton-wool. The condensing bulb is then cooled, 
and the vertical tube is heated by means of a water or oil bath, 
which should always be kept at a temperature at least 20'" higher 
than that registered by the thermometer. 

The liquid on the cotton-wool evaporates rapidly and displaces 
the air in the lower part of the vertical tube, so that the remaining 
liquid is soon surrounded by vapour quite free from air. Under 
these conditions the liquid soon reaches its true boiling point, but it 
cannot become superheated since evaporation 
takes places with perfect freedom, and, of 
course, ebullition is iippossible. The tempera- 
ture and pressure are read, and a small 
quantity of air is then admitted to raise the 
pressure, when the temperature rises at once, 
find soon becomes constant again at the 
boiling point under the higher pressure. 

Or, of course, the pressure may be reduced 
by pumping, when the temperature falls. 

Fresh quantities of . liquid are added from 
time to time in small quantities from the 
reservoir. A large number of readings can 
thus be taken in an hour or two, and the I'ig. no, 

reduction of pressure can be carried to any desired extent. 

For pressures above about 500 mm. the boiling points are best 
determined in the ordinary way, the thermometer being placed in 
the vapour and not in the liquid. 

With this apparatus Ramsay and Young showed that ice and water 
at the same tcmperatm*e have different vapour pressures, as predicted by 
James Thomson. The essential feature of the method consisted in 
maintaining the ice and water at the same pressure and observing their 
temperatures as w'ell as measuring their common pressure. By varying 
the pressure, the vapour pressure at different temperatures was found for 
each substance. Two tubes similar to A (Fig. 110) were employed, these 
being in communication, with each other and with the same condenser 
C. The water in the cotton-wool surrounding the bulb of one of the 
thermometers was frozen, and the air thoroughly removed by a 
Sprengel pump. The condenser C was surrounded by a freezing 
mixture, and by varying the temperature of C, the pressure in the 
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apparatus could be varied at will. The water m the second tube 
froze at about - 5° C., but observations were made at temperatures 
lying between - 2® and - 5°, which showed that the temperature 
of the ice was consistently higher than that of the water at the same 
pressure, so that at the same temperature the ice has a lower vapour 
pressure.^ The pressure being varied from 3-80 to 3*20 mm. of 
mercury, the corresponding difference of temperature varied from 
0-24'^ to 0*53°.] 

207. Experiments at Higrh Temperatures. — When the pressure 
exceeds 300 mm. the apparatus (p. 385) becomes inconvenient. 
The length of the bath would have to be increased, and the difficulty 



of maintaining its temperature uniform presents itself. For this 
reason M. Regnault designed a new form of apparatus suitable to the 
determination of vapour pressures at temperatures above 50” C. The 
special feature of the new apparatus was the design by which the 
temperature of the vapour could be accurately determined, and kept 
constant while an observation was being made. 

The liquid was placed in an air-tight copper boiler A (Fig. Ill), 
furnished with four thermometers to register the temperature. These 
thermometers, which read directly to the of a degree centigrade, 

^ The triple point, at 'which ice and water have the same vapour pressure, is 
very slightly above the normal freezing-point (see Art. 349). The corresponding 
pressure is 4*6 mm. 
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were not exposed directly to the vapour, but were contained in iron 
tubulures (Fig. 112) which were closed at their lower extremities 
and filled with mercury. The thermometers were thus 
enabled to take up the temperature of the boiler without 
being subject to the pressure of the vapour which would 
lead to error at high temperatures. Two of the 
thermometer tubes protruded into the liquid, and the 
other two extended only into the vapour. Regnault 
carefully verified that the temperature registered by the 
thermometers was accurately that of the vapour. A tube 
surrounded by a water jacket and overflow pipe led from 
the. boiler to a large air-reservoir B (24 litres capacity), contained in a 
cylindrical vessel, and surrounded with water to keep it at a constant 
temperature. This air-reservoir was connected to a manometer pq, 
which indicates the pressure, and also to an air-pump by means of the 
tube tt\ By working the pump the pressure in the reservoir could be 
regulated as desired, and the liquid in the boiler caused to boil under 
any chosen pressure. The temperature of the vapour was determined 
by means of the thermometers in the boiler, and the corresponding 
pressure of the saturated vapour of the boiling liquid was given by the 
manometer. The tube connecting the boiler to the air-reservoir was 
sloped upwards, and kept cool by the circulation of a stream of cold 
water. The vapour condensed in this tube, and the condensed liquid, 
flowed back again into the boiler. The air-reservoir was a large copper 
sphere surrounded by a water bath contained in a zinc vessel, so 
that its changes of temperature were insignificant. For pressures 
below one atmosphere an exhaustion pump was employed, and for 
higher pressures a larger and much stronger apparatus of the same 
description was specially built. 

The facility and precision of this method are extraordinary. 
When the pressure is brought to any desired value steady boiling 
soon sets in, and the temperature remains stationary for any length 
of time required. 

The observations were carried up to 28 atmospheres, and Regnault 
projected carrying them to much higher pressures with a still stronger 
type of apparatus and a compressed air manometer. 

208. Apparatus for Volatile Liquids. — In the case of volatile 
liquids the vapour pressure at ordinary temperatures is considerable, 
and the apparatus of Art. 205 becomes, inadequate to meet the require- 
ments of the investigation. The apparatus sketched in Fig. 1 13 is suit- 
able for such liquids, and was used by both Regnault and Magnus.^ 

^ Pogg, Atm. vol. Ixi. p. 226 ; and Ann, de Chimie, s4r., tom. xii. p. 69, 1844. 
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The liquid is placed in the shorter arm a of a siphon barometer 
‘tube, the other arm of which communicates with an air-pump jt) 
_ and an open air manometer M. 

^ filled com- 

I ]>letcly with mercury, and some 
I of the liquid is then introduced 
■ above it at c. This liquid is then 

U ^H I l>oile(l, so as to expel all air from 

H I the tube. While the liquid is 

e II tube is inclined, and 

^WiBpi^r some of the liquid free from air 
^ is allowed to ascend to the ,top 

of the arm a. The l emainder of 
the liquid at c is then boiled ofi‘, 
and dry aii* is admitted, the pressure of which can be regulated at 
pleasure by means of the air-pump. This pressure is registered by 
means of the manometer hl\ The apparatus now contains some 
liquid at a free from air, and is ready for exjieriment. The arm 
ar. is now immersed in a bath,*the temperature of which can be varied 
at pleasure, and the corresponding vapour pressure is furnished by 
the manometer. By sealing up the pump tube p, and pouring 
merciuy into the open arm of the manometer, pressures a)>ove one 
atmosphere may be used. 

209. Apparatus for Liquefiable Gases. — A somewhat similar 
apparatus was employed by Rcgnault for the determination of the 
vapour pressures of liquefiable gases, such 
as sulphurous ;icid and carbonic acid. 

The gas was- forced into a chamber A (Fig. I 

114) (by a compression pump connected ^ ® I 

with the aperture P), where it liquefied ^ ^ 

under the pressure. The other chamber 
B was in connection with a compressed 

^ 114 . 

air manometer by means of the tube M. 

The chambers A and B were sej)aratcd by a partition Avhich descended 
nearly to the bottom of the vessel. The lower part of the vessel 
contained mercury which could pass from A to B under the partition. 
The whole vessel could be placed in a bath, and kept at any desired 
temperature. The corresponding pressure of the vapour was deter- 
mined by the manometer. In such experiments the pressures are 
so great that the difference of level of the mercury in A and B is 
negligible. 

210. Vapour Pressure of a Liquid Mixture. — The pressure of 
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the saturated vapour of a mixture of liquids was also investigated 
by Regnault.^ The mixed vapours were found not to behave in 
•general like a mixture of. gases as regards pressure. Kegnault dis- 
tinguishes three cases — (1) When the liquids do not mix, as water and 
benzene. In this case the vapour pressure of the mixture is equal to 
the sum of the vapour pressures of the constituents. (2) When the 
liquids mix partially or dissolve each other to a limited extent, like 
water and ether. In this case the vapour pressure of the mixture is 
less than the sum of the pressures of the constituents, or even less 
than that of one of them. Thus Regnault found — 


Temperature. 

Water Vap. Press. 

Ether. 

Mixture. 

15‘’-.66 C. 

13'16 inm. 

381 *-1 nun. 

302*05 mm. 

33 *08 

27-58 „ 

711*6 „ 

710*02 „ 


(3) The third case is that in which the liquids mix in all proportions. 
In this case the diminution of the vapour pressure of the mixture is 
still more marked. 

According to the experiments of Wiilhrer^ the vapour pressure of 
any given mixture bears a constant ratio to the sum of the vapour 
pressures of the constituents, at least when the liquids are mixed in 
nearly equal proportions. For other proportions the law is not quite 
exact. 

211. [Vapour Pressure at a Curved Surface. — The pressure of 
saturated vapour in equilibrium with its own liquid is not the same 
when the liquid surface is curved as when it is plane. The calcula- 
tion of the vapour pressure at a curved surface was first given by 
Lord Kelvin.^ Let a fine tube be placed in a liquid, and let the 
whole be ^daced in a vessel from which air is exhausted, so that 
the whole space above the liquid becomes filled with its vapour 
and nothing else. 

Let the permanent level of the liquid be at A in the small 
tube, and at B in the vessel, and let us suppose the temperature the 
same throughout the apparatus. 

There is a state of equilibrium between the liquid and its vapour 
both at A and at B ; otherwise evaporation or condensation would 
occur, and the permanent state would not exist. 

Now the pressure of the vapour at B exceeds that at A by the 

' Regnault, Comptes HertUus, tom. xxxix., 1854 ; M^moires d&rAcacl. tom. xxvi. 

Pogg. Ann. Band cxxix. p. 363, 1886. 

Proc. Roy. Soc. JCdin,, 7th February 1870. The above discussion is taken from 
Clerk Maxweirs Theory of Heat^ chap. xx. 
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Boiling by 
bumping. 



pressure due to a column of the vapour of the height AB. It follows 
that the vapour is in equilibrium with the liquid at a lower pressure 
where the surface of the liquid is concave, as at A, 
than where it is plane, as at Ji 

Let be the vapour pressure in contact with a 
plane surface, i.e, the pressure at B, let p be the 
vapour pressure just outside the liquid at A, and let 
rs be the pressure just inside the liquid at A, then, 
if rr is the density of the vapour (supposed ^uniform), 
/) the density of the liquid, and h the height AB, 

Vi)-^^VpK 

therefore 


FiK. 115. 


Pa 




V)‘ 


But 


2T 


where T is the surface tension, and r the radius of curvature of the 

surface at A, therefore, subtracting and reducing, we get ' 

2T 




In the case of a convex liquid surface, such as a spherical di‘op, the 
formula becomes 




2T 


( 2 ) 


This explains why liquids, in vessels to whose sides they adhere 
closely, can bo heated consiilerably above the boiling point without 
ebullition taking place, if the vessel is perfectly clean. For unless 
there are nuclei present which the bubbles can form on, the small 
bubbles which first form would condense unless the temperature were 
high enough for the vapour pressure to be able to support the internal 
pressure due to surface tension in addition to the atmospheric pressure. 
As soon as the temperature is high enough for bubbles to form, these 
will grow with great rapidity, a large volume of vapour is emitted 
and the temperature falls nearly to the normal boiling point. Thus 
the boiling is intermittent and violent in character. 

Similarly dust-free air may contain water vapour of a density 


^ If we take into ap 4 Jouiit the variation in density of the vapour, we get the more 
accurate formula 

fy, 

which reduces to the above on expanding log neglecting the higlier powers of 

Po - p, and putting PQ^^p = 2p- <rRB. 
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several times as great as that necessary for saturation. For if a very 
small drop were to form it would evaporate unless the vapour pressure 
were great enough to bo in equilibrium with the curved surface. If 
drops , of various sizes were i^resent, the small ones would tend to 
evaporate and condense on the larger ones. 

C. T. R. AVilson has shown ' that if air containing water vapour 
be freed from dust and supersaturated by a sudden expansion, a cloud 
or fog will form if the air is ionised by the passage of Rontgeii or 
similar rajrs, and this will take place with a much smaller expansion 
than is necessary to produce condensation if the rays are absent. In 
this case the charged ions appear to act as nuclei for the condensation 
of vapour.] 

212. Empirical Formulae. — If the pressure of a saturated vapour 
depends only on the temperature, some general relation between the 
pressure and the temperature, such as 

‘P=fW. 

must exist. The form of the function will probably depend on the 
nature of the substance ; but no general law has yet l)een found. The 
first attempt in this direction was made by Dalton, who proposed the 
simple law that the vajiour pressure increases in geometrical pro- 
gression as the temperature increases in arithmetical. This assumes 
that the relation between the pressure and temperature is of the form 


or* 


Jog p — hO ‘1* t*. 


This formula, however, holds only for small limits of temperature 
near the point at which the constants are determined. 

Young “ proposed a more general foi niula including three constants, 

viz. 


^ Phil. Trans, vol. clxxxix. p. 265, 1897. 

- Young, Nat. Phil. vol. ii. j». 400. Young’s formula was adopted by several 
pJiysicists, notably Creigliton, Soiitliern, Tredgold, and Coriolis. The form given 
by Tredgold was 

p 

lb " V 85 y , 

while that used by Coriolis {Du calcul de rejfet des machines^ p. 58, 1829) was 

p /H-0-01878(?y355 

760“ V 2'878 ) 

and the form given by Dulong {Mim. de V Institute tom. x. p. 230) was 

which holds fairly well for water vapour up to 24 atmospheres. 



394 


THEORY OF HEAT 


OHAP. Y 


where the constants a, m are to be determined by means of three 
experiments. 

Another formula suggested by Roche, ^ from theoretical considera< 
tions, belongs to the general type 

B 

•» VnB 

pr=aa 

where a, a, ?/?, and n are constants to be determined by experiment, 
and 0 is the temperature measured from any arbitrarily chosen zero. 
Roche’s form was * • 

0*lC44(a-100) 
p - 1 4 0 bsKtf - 1 00) 

760“ 


Finally, a more general formula was suggested by Biot,^ viz. 

, log p - ft + 6a® + c/3^, 

where Vf, ?>, r, a, j3 are determined by means of five experiments, and 
0 is the temperature measured from any chosen zero — say the lowest 
of the five experiments used to determine the constants. 

Regnault fomul that Young’s formula might be used to represent 
the results of experiments within a limited range, but that beyond 
these limits it had to be abandoned. 

The formula of Roche, however, which he used in the form 


B+ 20 




represented the whole series of experiments with considerable accuracy, 
but not quite so generally and precisely as the more general formqla 
of Biot. Writing this in the form 


log p=^a- ho? 

Regnault found 

a = 6-2640348, 

log 6 = 0-1397743, log a = 1*994049292, 

log c = 0-6924351, log ^=1-998343862. 

In the course of a series of investigations founded on a particular 
hypothesis respecting the molecular constitution of matter, Rankine ^ 
arrived at the formula 

S Y 

logp=o-^~gj, 


^ Roche ; see Dulong and Arago’s Memoir, M4m. de Vlnstitid, tom. x. p. 227. 
^ Biot, €onnai9sance des Temps, 1844. The more general form would be 
pz=aofi + 6/8® + erfi f dh^ + etc., 
where 0 is measured from any cliosen zero. 

Rankine, Edinburgh New PhU. Journal, July 1849. 
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where 6 is the absolute temperature. This formula, according to 
Rankine, represents the whole series of Regnault's experiments from 
— 30° C. to +230° C. The values of the constants determined from 
three experiments were, for water vapour 

a^7*831247, log i3 = 3-1851091, log 7-^5 0827 176. 

Rankine also proposed the equation 

jpu|Jy = constant 

for the steam-line of water substance, v being the specific volume of 
the saturated vapour. 

[In 1820 Young projioscd the simple formula 

logi?=A4 ® (1) 

If we take 0 as reiirescnting absolute temperature here, then, if 
two different substances have the same vapour pressure p at the 
temperatures 0' and 0" respectively, we get 

log2J-A' + ^, = A" I 

whence 

I (A'-A'')0'}. 

SO that the ratio S'/S" of the temperatures at which the vapour 
pressures of the two substances are the same is a linear function of 
thfi temperature 0' of one substance. This approximate formula has 
been applied by Ramsay and Young ^ to deduce the vapour pressure 
of any substance from those of a standard substance by means of two 
observations to determine the constants. 

KirchhofF*-* in 1858 and Rankine in 1866 independently suggested 
the formula 

log P = A + + 1 -C logo (a) 

which, as it has three constants to be determined by experiment 
instead of two, can be made to represent the facts more closely. 

The formulas (1) and (2) can be arrived at by theoretical con- 
siderations. If we write the characteristic equation of the vapour, 
after Gallendar, in the form (see Art. 245) 

R0 c 

V a-— 

and neglect the last term, since it is small for high temperatures, and 


» Phil. Mag., 1887. 

^ Pogg, Ann. Bd. ciii. p. 185, 1858. 
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if we put for v the specific volume of the saturated vapour, and for 
a the specific volume of the liquid (which is probably in most cases 
a fair approximation), we get 


Combining this with the thermodynamic equation (5) of Art. 346, viz. 

() (X)’ 

we obtain • 

dp_lidO 

Assuming L constant as a first approximation, this equation gives, on 
integration, 

o)’ 

which is Young’s formula. A closer approximation is got by taking 
L to be a linear function of the temperature, as in Art. 197, and this 
leads to Kirchhoff’s formula.^] 

' 'Jlio forogoilig is from the? article “Vaporisation,” ))y IT. Tj. CJallcndar, Kncy, 
Jiril. 10th ed. 1902. 
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213. Definition of Vapour Density. — The density of tiny substance 
generally means its weight per unit volume, taken at some standard 
pressure and temperature. The specific gravity of a substance, on 
the other hand, is expressed by the ratio of the weight of any volume 
of the substance to the weight, under given conditions, of an ecpial 
volume of some standard substance chosen for the sake of reference. 
'Fhe standard substance usually chosen is water, so that the specific 
gravity of a substance is the ratio of its density to that of water. 
Now if the weight of unit volume of the standard substance (w.ater at 
4° C.) be taken as the unit of weight, then the density of this 
substance will be unity, and the density of any other substance will 
be expressed by the same number as its siiecific gravity. This plan 
is adopted in the C. G, S. system, in which the unit of weight 
(1 gramme) is taken as the weight of a cubic centimetre of water 

at r C. 

What is generally spoken of aft the density of a vapour is the 
weight of any volume under given conditions of temperature and 
pressure, compared with the weight of an equal volume of dry air 
(sometimes hydrogen) under the same conditions. This, then, is not 
the density of the vapour, in the correct sense of the word, but rather 
its specific gravity — air at the same pressure and temperature being 
taken as the. standard of comparison. 

Let w be the weight of a volume v of vapour at a pressure it and 
temperature O. Let be the weight of air per unit volume at O' C., 
and a pressure of 760 mm. Then the weight of a volume v of air at 
temperature O and pressure p is 


760 


*Ai 

o * 


Consequently by definition the. vapour density is 

397 
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_ m; _ V) 760 0 . . 

io'~ p * li73 ‘ ^ * 

where — 0‘001293 griimme per cubic centimetre. Hence in order 
to measure p we require the volume, temperature, and pressure of a 
known weight of the vapour. 

The result of a single experiment furnishes the vapour density at 
the temperature and pressure under which the experiment was made. 
If the vapour obeys the* laws of Boyle and Charles (or rather* obeys 
them to the same extent that air does), then the vapour density thus 
determined will always be the same whatever the pressure and tempera- 
ture. For in this case we shall have pv = RO in the equation for />, 
and consequentlv 

_ 760 

* 273K 

which is independent of pressure and temperature. 

If, therefore, it were found by experiment that p remains constant 
as the pressure and temperature are varied, we should conclude that 
vapours up to their point of saturation obey the laws of perfect gases. 
It is found, however, that this is by no means the case. As a vapour 
approaches its point of condensation, its density, as defined above, 
increases. That is, for a given increase of pressure there is a greater 
diminution of volume, at constant temperature, than if Boyle^s law 
were obeyed. In other words, the product jfv is not constant at con- 
stant temperature, but diminishes as the pressure increases. 

No perfectly general and accurate law connecting the pressure, 
volume, and temperature of a vapour, or gas, up to its condensing 
point has yet been discovered. Sufficient experimental work has not 
been executed in this department to lead to the deduction of any law 
possessing complete generality. Several formula3 have however been 
proposed which apply to the fluid state with more or less precision. 
These will be considered later on (Section VII.). Up to the time 
of the experiments of Fairbairn and Tate (1860) no direct observa- 
tions of vapour densities at the point of saturation had been made. 
The method previously employed consisted in making an observation 
of the density at some definite temperature and pressure, and deducing 
the density at all other temperatures and pressures (even that of 
saturation) on the supposition that the vapour obeyed Boyle s law. 
This method, though obviously inaccurate, is practised in most ordinary 
work up to the present day ; we shall, therefore, describe some of the 
methods which liave been erajlloyed in the investigation of vapour 
densities. 

214, Gay-Lussac’s Method. — The method employed by Gay- 
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Lussac ^ was exceedingly simple, and specially suitable for the measure- 
ment of the vapour densities of volatile liquids. For liquids, however, 
which have a high boiling point the method fails. The apparatus is 
shown in Fig. 116, and although it has been superseded by more 
accurate forms it sufficiently illustrates 
the principle of the method. It consists 
of an iron dish containing mercury in 
which a tall graduated glass tube AB 
filled with mercury is inverted barometer- 
wise. TWs tube is surrounded by a glass 
cylinder open at both ends, which is 
filled with water, and can be heattid so 
as to keep the inner tube at a fairly 
fixed temperature. The apparatus being 
ready for experiment, a weighed quantity 
of the liquid under investigation is sealed 
up in a small glass bulb, or placed in a 
small stoppered phial, which is slipped 
under the mouth of the inner tube. 

When let go it rises through the mercury to the top of the tube, 
where, under the diminished pressure and increased temperature, 
it bursts, and the liquid is all vaporised if the temperature is 
sufficiently high, or the space above the mercury sufliciently large. 
This being secured, the volume occupied by the vapour is read oil by 
means of the graduations on the tube, and the pressure is determined 
by measuring the difference of level between the mercury in the tulie 
and cistern. 

The temperature is taken as th^t of the bath, which should be 
constantly stirred to secure uniformity. Stirring, however, will cause, 
oscillation of the mercurial columns since the water rests on the 
mercury, and for that reason the a 2 >paratus is open to the same o])jec- 
tion as that of Dalton for determining the pressures of saturated 
vapours. The difference of level between the surfaces of the mercury 
in the tube and cistern is determined by means of a cathetometer, and 
a vertical screw j^ointed at both ends. The length of this screw is 
accurately determined, and the lower end is placed in contact with 
the surface of the mercury in the cistern. The difference of level 
between the surface of the mercury in the tube and the upi)er end of 
the screw is determined by means of a cathetometer, and this, added 
to the length of the screw, gives the elevation of the mercury in the 
tube over that in the cistern. This column corrected for temperature 

^ Gay-Lussac, Ann. de Chimie, ser., tom. Ixxx. p. 218, 1811. 
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and subtracted from the height of the barometer, also corrected for 
temperature, gives the pressure of the vapour. 

The pressure, volume, and temperature of the vapour being thus 
known as well as its weight, the density is found by means of the 
formula of Art. 213 — 

_ _ __?■ _ 

^ 0*001293 X 27 

By varying the temperature of the bath or the quantity of liquid, 
the vapour density at different stages approaching 
the point of saturation may be determined, and 
a comparison of the results will indicate the extent 
and nature of the departure from Boyle’s law. 
At high temperatures, however, the tension of the 
mercury vai^our becomes considerable, and this 
method becomes inapplicable. 

The apparatus of Gay-Lussac has been modified 
and improved by Hofmann. In the new form 
(Fig. 117) the vapour tube is about 1 metre 
long, so that the vapour is contained in the 
vacuum of a barometer tube. The water bath is 
replacjcd by a steam jacket (rr/), so that a constant 
definite temperature may be maintained. The 
liquid is enclosed in a very small stoppered bottle 
which rises to the surface of the mercury, and 
under the diminished pressure the stopper is ejected 
and the liquid evaporates. Other vapours than 
water may be used in the vapour jacket, or the 
water may bq boiled at other pressures than that 
of the atmosphere, by attaching the tube d to an 
air-] jump by means of which the pressure inside 
the jacket may be varied, and different definite 
temperatures arci thus at our disposal. 8ince in 
this form the liquid evaporates in a Torricellian 
vacuum, the vapour is formed undei* a much lower pressure than in 
(jray-Lussac’s apiJaratus, so that the vajjour density of a liquid which 
boils in air, say at 150"' C., may be determined by use of the steam 
jacket. This is of great importiince in the case of those substances 
which decompose at their boiling point under ordinary atmospheric 
pressure. 

216, Refirnault’s Investigations. — The 2 >rinciple of the method 
emjdoyed by Kegnault ' in his study of vajJOur densities was the same 

^ RegUcault, Ann, de Chimie et de J^hys^ique, :J« tom. xv. p. 141, 1845. 
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as that of Gay-Lussac, but the apparatus was different in several 
respects, being similar to that used in his experiments on the pressure 
of saturated vapours (Fig. 107). A weighed quantity of the liquid* 
was scaled up in a small bulb, and placed in the globe of the vapour 
chamber. The barometer tube, was dispensed with, and the vapour 
tube was attached .at its lower end to another vertical tube, open at 
its upper end, so th.at the two tubes thus joined formed the two 
branches of an open-air manometer. The surface of the mercury was 
always kept at a constant level in the vapour tube, so that the 
apparent volume of the vapour was always the same. 

This volume being .accurately known at one temperature, the 
volume at any other temperature is easily deduced from the known 
coefficient of expansion of glass. The weight of liquid was previously 
determined, so that it could be completely vaporised in this space 
at the temperatures employed. The pressure due to the residual air 
left in the apparatus was accurately determined before the vaporisa- 
tion of the liquid, and this, corrected for change of temperature 
and subtracted from the pressure indicated by the apparatus, gave the 
pressure of the vapour. Being thus furnished with the pressure, 
volume, temperature, and weight of the vapoui*, its density may be 
determined as above. 

The advantage of this form of apparatus over Gay-Lussac^s lies in 
the structure of the bath, which could be constantly agitated and 
maintained at a uniform temperature throughout without disturbing 
the mercury. 

Kegnault’s first series of experiments related to the density of 
water vapour at 100" C., and under pressures not greater than half 
an atmosphere. Within these limits he found that Boyle’s law^ was 
very closely obeyed. 

The second series of experiments investigated water vapour under 
feeble pressures and near the ordinary temperature of the air. From 
this scries he concluded that Boyle’s law might bo applied up to a 
saturation fraction 0*8. The departure from the law after this point 
he thought might be due to anomalous condensation arising probably 
from contact with the walls of the vapour chamber. 

The third series dealt with the density of water vapour in air at 
its saturation point between 0" and 25 ° C., the conclusion being that 
Boyle’s law was obeyed up to the point of condensation without very 
serious error. 

216. Meyer’s Method. — The method designed by Victor Meyer 
depends on an ingenious device for measuring the volume of the 
vapour. The apparatus is shown in Fig. 118. It consists of a 

2 D 
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cylindrical bulb B furnished with a long narrow stem, from which a 
fine tube branches off near the top and dips under the surface of 
a basin of mercury. Immediately over the end of this branch tube 
a graduated glass tube D filled with mercury is inverted barometer- 
wise in the basin of mercury. 

In making an experiment, the bulb B is heated by immersion in a 
bath to the temperature at which it is desired to make the experi- 
ment. During this operation the air within the 
bulb expands, and may bo allowed to escape into 
the air through the side branch, over the end of 
which the tube D has not yet been inverted. 
When B has attained its stationary temperature 
the gradiiated tube D is inverted over the end 
of the branch, and a small fiask Containing a 
known weight of the liquid under investigation is 
quickly introduced into B through the stoppered 
end C of the stem which is immediately closed. 

The temperature of the bulb being well above 
the boiling point of the liquid, the contents of the 
fiask are vaporised at once, and the vapour thus 
quickly formed pushes the air before it through 
the side tube, whence it rises through the mercury 
into the graduated tube D. When equilibrium is 
attained a certain mass of air has been expelled 
which can be determined by observing its volume, 
temperature, and pressure in the tube D. The result of the whole 
process is that the space previously occupied by this mass of air in 
the bulb is now occupied by a known mass of vapour at the same 
temperature and pressure. The relative vapour density is conse- 
quently found by dividing the mass of the vapour by the mass of the 
air displaced. 

In order to prevent fracture of the bulb when the small fiask 
which contains the liquid is dropped in, some asbestos is placed at 
the bottom of the bulb. 

217. Dumas’s Method. — This method ^ is specially adapted for 
the study of the vapour densities of substances which possess a high 
boiling point, and for which an apparatus involving the use of 
mercury fails. - 

About 15 or 20 grammes of the substance are placed in a thin glass 
flask B (Fig. 119) of about half a litre capacity, and furnished with a 
narrow stem p drawn out to a point. A glass flask may be used for 

^ Dumas, Aim. dc Chimie et de Physique^ 2*^ s^r., tom. xxxiii p. 337, 1826. 
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teniperatures up to about 400'’ C., the point at which glass begins to 
soften. For higher temperatures a porcelain vessel may be employed. 

The flask is placed in a bath of oil, or some fusible metal, the 
temperature of which is well above the boiling point of the substance 
under examination. Wood’s fusible 
alloy is a very suitable substance for 
such a bath, as it fuses at 70"* C., has 
a high boiling point, and gives off no 
fumes. 

When boiling sets in, the air is 
gradually expelled from the flask, and 
after some time nothing remains inside 
but the boiling liquid and its vapour. 

The temperature of the bath being well 
above that of the boiling liquid, a strong 
jet of vapour issues from the nozzle of 
the flask as long as any liquid is left 
within. When the liquid is completely 
vaporised the rapid escape of vapour 
suddenly ceases and the flask is left filled 
with vapour, which soon takes up the temperature of the bath. The 
nozzle is then hermetically sealed, and the flask is removed from the 
bath, allowed to cool, and its weight determined. 

This weight W is the sum of the weights of the glass flask and its 
contained vapour minus the weight of the air displaced by the flask. 
Denote these by Wg^ w, and Wa respectively, then 

W = IC + Wg - Wa, 

Before the experiment the flask was weighed open, and its weight W' 
represented the difference between the weights of the flask and of the 
air displaced by the glass constituting it. Denoting these by Wg and 
‘ iJi>\ we have 

W' = Wg-Wa 

Therefore 

W -W'=w W)- 

The last term on the right-hand side of this equation is the weight 
of the quantity of air which will fill the flask at the temperature 
and pressure of the atmosphere when the weighing was conducted. 
Hence if is the internal capacity of the flask at zero, 0"^ C. and 
H the temperature and pressure of the air at the time of weighing, 
we have 



Kig. 
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where g and a are the coefficients of expansion of glass and air 
respectively. Hence the weight of the vapour is 

,„= w - W' f 0-001293’’“^^ 

^+ae 760 

Now this weight of vapour filled the flask at the temperature of the 
bath and the pressure of the atmosphere at the time of sealing the 
flask. The volume, pressure, and temperature of a known weight of 
the vapour are therefore known, and its density is determined by the 
ordinary formula. t 

On account of the great length of time required to complete an 
experiment by this method the weights W and W' are determined at 
times when the pressure and humidity of the air may difier consider- 
ably, and correction in this respect may be necessary. Further, 
in applying this method great care should be taken to procure the 
substance under investigation as pure as possible. If any impurity 
of a higher boiling point than the substance be present, then the 
substance whose vapour density is sought will vaporise first and the 
imijurity will remain behind to the last, so that the vapour density 
determined will be that of the imimrity or of an exaggerated mixture 
of the impurity and the substance. 

If during ebullition the flask is connected with a partially exhausted 
chamber, the temperature of ebullition will be greatly reduced, and 
a modification similai*^ to that applied by Hofmann to Oay-Lussac’s 
apparatus will be introduced. This method of operation has been 
used by Habermanii. 

MM. Henri Saintc-Claire Deville and L. Troost,^ by using a porce- 
lain flask, the nozzle of which could be sealed by an oxy hydrogen 
blowpipe, have determined the vapour densities of some substances 
having very high boiling points. Stationary temperature baths were 
obtained by employing the vapour of such substances as mercury, 
which boils at 350° C., sulphur 440°, cadmium 860°, and zinc 1040°. 
The flask was placed inside the vessel in which the vapour was gener- 
ated, and was protected from radiation to the walls of it by being 
surrounded by a diaphragm of wire gauze. 

218. Density of Saturated Vapour — Experiments of Fairbairn 
and Tate. — In order to determine the density of a vapour at 
the point of saturation with accuracy, it is not legitimate to find 
the density of the superheated vapour and then deduce that of the 

^ Deville and Troost, Comptes Retidus^ tom. xlv. p. 821 ; and Ann, de Chimic et 
de Physique^ 3® s6r., tom. Iviii. p. 257, 1860. [The boiling points of mercury, 
sulphur, etc., here given are the numbers assumed by Deville and Troost in their 
experiments.] 
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saturated vapour, on the assumption that Boyle‘'s law is obeyed up to 
the point of condensation. The grefit difficulty to be overcome in the 
direct determination of the density of a saturated vapour lies in the 
accurate observation of the volume of a given weight of the vapour 
when saturated, or exactly at the condensing point. 

The principle of the method employed by Fairbairn and Tate ^ for 
this purjiose is illustrated by Fig. 120. TjCt A and B be two equal 
globes connected, as shown in figure, by a tube containing mercury, 
and let A»and B contain difFerent quantities of a liquid. For example, 
let A contain 20 grammes and B 30 grammes, and let the apparatus 
be placed in a bath the temperature of which can be gradually raised. 
As the temperature rises, more and more of the liquid in each bulb, 
gradually passes into the state of vapour ; but as long as any liquid 
remains in each the pressure will be the same in both, namely, the 
saturated vapour pressure for the temperature of the bath. A point 
will, however, be reached at which all 
the liquid in A will be vaporised and 
some liquid will still remain in B. 

Up to this point the level of* the 
mercury in the arms of the connecting 
tube remains fixed. A small difference 
of level, arising from the difference 
of weight of liquid in the two arms, 
exists, and remains constant till all the liquid is vaporised in one of 
them. Beyond this point the vapour in A will become superheated 
and obey the gaseous laws approximately, but the vapour in B will 
be saturated as long as any liquid still remains. 'Fhe pressure in 
B will now increase much more rapidly than that in A, so that the 
mercury will rise in the , arm A. This takes place because the pres- 
sure of a saturated vapour increases more rapidly with temperature 
than that of a superheated vapour. 

Hence, if the temperature be noted at which the mercury just 
begins to rise in A, then it is known that at this temperature the 
liquid in A is all vaporised and just beginning to bo superheated. 
The volume of the bulb being known and the temperature noted, the 
pressure may be found from a table of saturated vapour pressures, or 
it may be found directly by any form of pressure gauge, so that the 
data for finding the density of the vapour at the saturation point are 
complete. 

The experiments were conducted by means of the apparatus shown 

^ Fairbairn and Tate, Phil, Trans, , 1860, p. 185 ; and Phil, May. vol. xxi. 1861, 
p. 230. 
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in Fig. 121. A known weight of water was i)lace(l in a glass globe 
A, which wfis about 1 4 cm. in diameter, this globe was furnished with 
a stem about 80 cm. long and 1 cm. wide, the end of this stem dipped 
under the surface of some mercury contained in a glass 
tube which surrounded the stem of A, and was firmly 
jointed to a metal reservoir B enclosing A. This reservoir 
and the tube contained some water, so that the interior 
of B was saturated with water vapour at all the tem- 
lieratures used in the ex])erimcnts. The pressure of this 
vapour was roughly measured by ]3ressure gauge G, and 
the temperature was registci*cd by means of a ther- 
mometer exposed naked to the vapour, and corrected 
for the effect of pressure. The temperature being known, 
the exact pressure can be found from Kcgnault’s tables 
of vapour pressures. A nozzle p allows of the steam 
being let off at pleasure. 

The ap])aratus Avas heated by placing the end of the 
tube C in a sand bath, and B Avas at the same time heated 
by a gas burnei*. All the air Avas expelled from B by 
boiling for some time AAuth the nozzle /> open, and in 
order to ensure that A should contain no air it was filled 
Avith mercury, and inverted Avith the stem under mercury 
before thovlicpu’d Avas introduced. As long as any liquid 
remains in A the vapour pressure Avill be the same in B and A, and the 
level of the mercury in the stem of A Avill remain fixed, but as soon as 
all the liquid in A is vaporised the mercury Avill rise in the stem. 
Before this point the mercury stands sonieAvhat higher inside the stem 
than outside, on account of the Avcight of the column of liquid in the 
tube oh. The volume of A being knoAvn up to any point in the stem, 
and the pressure and temperature at Avhich the mercury just begins to 
rise in the stem being determined, the data necessary for the estima- 
tion of the density of the saturated vapour are at hand. In order 
to determine the saturation point most accurately the vapour in A 
Avas superheated lO"* or 20*" above the point of saturation, and the 
difference of level ah of the mercurial columns was noted with a 
cathetomoter. The temperature Avas then gradually reduced, and the 
determination of the saturation point Avas taken from the observations 
on the mercurial column Avhen falling in the stem of A rather than 
Avhen rising. 

The results of these experiments shoAv that the density of satu- 
rated vapour is invariably greater than that deduced from the laws 
of gases. ^ 
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If V denotes the specific volume of the satunited vapour — that is, 
the volume per unit mass — then, according to the authors of these 
experiments, the relation between p and v may be written in the form 

b 

[t \-c 

The values of the constants deduced from the ex])eriments were, if p 
is measured in millimetres in mercury, 


2 r >-(;2 I 


1267H0r. 
p I 18-29‘ 


Near the point of saturation the coefficient of expansion was almost five 
times that of air, but it gradually approached that of air with super- 
heating. 

219. Later Experiments. — The <letermi nation of the densities 
of saturated vapours was undertaken more recently by M. Perot.^ 
Two methods of experiment were adopted, both of which depended in 
principle on the isolation and weighing of a certain volume of the 
saturated vapour. In the first method a glass globti A, similar to that 
used in Dumas’s method (Art. 217), was placed inside a closed vessel 
B, connected >vith an air-])ump. Dry air was repeatedly admitte<l to 
and pumped out of B, so that both B and A were thus carefully dried. 
Finally, th(i vessel B was exhausted as closely as possible, the residual 
pressure being only J mm. In this process the fiask A became 
exh.austcd also. The liquid under investigation had been previously 
sefiled up in a glass bulb and placed in B. The temperature was now 
i-aised till the bulb burst, and the vessel B, together with the fiask A, 
became filled with saturated vapour. The temperature was now 
maintained constant for .some time, and the nozzle of the fiask A was 
then sealed up electrically. This being done, A was taken out and 
weighed. This gives the weight of the vapour contained, and hence 
its density may be found. 

In the second method t>vo chambers A and B were connected by 
a tube furnished with a stopcock. The vai)our was generated in one, 
A, and when the tap was opened the other chamber, B, became filled 
with saturated va 2 :)Our. The tap was then closed, and the vai^our 
drawn off from B by means of an aspirator into drying tubes and 
weighed. The weight of the saturated vai)Our which filled the chamber 
B was thus determined, and its density calculated in tlie ordinary 
way. 

M. Perot found that the two methods gave very concordant 
results. Thus the specific volume of ether vaj)our at 30 ’ 0. by the 
^ Perot, Journal dc Phifsiqne^ 2® ser., tom. vii. p. 129, 1888. 
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first method was 400 c.c., while by the second the specific volume at 
30"‘'02 C. was 399*9 c.c. In the case of water, temperatures much 
above 100° C. could not be employed on account of the solvent 
action of water vapour on glass at high temperatures. In the case 
of ether the results of the experiments were represented by the 
formula 

1.5-7394^4 0-5396>2 
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MIXTURES OF GASES AND VAPOURS 

220. Evaporation and Vapour Pressure in a closed Space 
occupied by a Gas — Dalton’s Experiment. — The first trustworthy ex- 
periments on the fornitttion of vapours in spaces already occupied by 
air or other gases were executed by Dalton with an apparatus similar 
to that depicted in Fig. 122. An air-tight glass flask was fitted with 
a barometer AM and a delivery tube C, which communicated with an. 
air-pump by means of which the flask could « 

bo exhausted or the pressure of the gas 
within it modified at pleasure. A funnel I 

B, furnished with a tap, contained a quantity 
of the liquid under experiment, and by open- 
ing the tap a small quantity of the liquid 
could be passed into the flask in order that 
its vapour might be studied. If the flask 
is exhausted, the first drops of liquid are 
vaporised immediately after admission ; but 
if the interior is occupied by air or any 
other gas the evaporation takes place much 
more slowly, and the greater the pressure 
of the gas the more slowly does the evapora- 
tion take place. In a vacuum the evapora- 
tion is rapid, and the vapour quickly attains 
its mailimum pressure ; but when air or any 
other gas is present, the vapour pressure gradually increases, and its 
progress may be observed by means of the barometer AM with which the 
flask is furnished. As the evaporation progresses the barometer rises, 
showing that the pressure within the flask is increasing ; and as the 
volume of the flask and the quantity of gas within it remain fixed, 
this increase of pressure must be due solely to the formation of the 
vapour, and may be regarded as the vapour pressure. The total 
pressure within the flask, from this point of view, is regarded as the 
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sum of the initial pressure of the gas and that of the vapour, and 
Dalton found that the increase of pressure ultimately produced by the 
evaporation of a liquid in such a closed space is the same whether 
the space bo filled with a gas or empty, and that this increase is equal 
to the maximum vapour pressure of the liquid for the temperature at 
which the experiment is made. In other words, if a space of fixed 
volume 1)0 initially filled with a gas at pressure /), and if a quantity 
of liquid, whose maximum vapour pressure at the temperature of the 
experiment is F, be introduced into the space and allowed tg evaporate 
so as to saturate the space, then the final pressure within the space 
will be 


Gay- 

Lussac. 



The results arrived at by Dalton were subsequently confirmed Ijy 
Gay-Lussac with the convenient form of apparatus shown in Fig. 123. 
One of the arms AB of an open-air manometer is furnished with a 
stopcock F, over which a funnel, also furnished 
with a tap G, can be screwed on. The pin of 
the tap G is not pierced through with an aper- 
ture so as to permit of a continuous flow of liquid 
from the funnel above, but is merely furnished 
with a cavity 0 which when turned upwards 
becomes filled with the liquid confined in the 
funnel, and when turned downwards discharges 
itself into the arm AB below. Thus each time 
this tap is turned the full of the cavity of liquid 
is introduced into the space below, and by this 
means a known quantity of liquid may be placed 
in the arm AB at any time. 

In making an experiment the apparatus is 
first thoroughly dried by means of a current of 
dry air, and it is then filled with mercury. 
Some dry gas is then admitted into the arm AB 
by placing the tap F in connection with a 
reservoir of the gas, and permitting the mercury 
to escape through the tap E. These taps are 
finally closed, and the pressure and volume of 
the gas in the arm AB noted. Drops of liquid are then introduced by 
the tap G, and as they evaporate the mercury rises in the arm CD 
and falls in AB, until the space A becomes saturated. The vapour 
has now reached its maximum pressure, and no increase of pressure 
is produced by the further introduction of liquid. 



; KiK..ia3. ' 
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In this form of the experiment the conditions are not exactly the 
same as in the experiment of Dalton, for here the space occupied by 
the gas and vapour increases as the })ressure rises, while in Dalton’s 
experiment the space remained constant. Hence, if and v be the 
initial pressure and volume of the gas, its pressure p\ after the forma- 
tion of the vapour in the experiment of Gav Lussac, when the volume 
has increased to v, will be // the temperature being constant, 

and the final pressure will not be p + F as before, but will be 

• P 

By observing the ju’essures P and p and the volumes v and v the 
vapour pressure F can be found. The results of the experiments of 
Gay-Lussac conlirmed the conclusion of Dalton that the vapour exerted 
the same pressure whether in a vacuum or in presence of a gas or 
mixture of gases, the total ])ressurc of a gaseous mixture being the Dalton’s 
sum of the pressures which the constituents would exert in the space 
if they occupied it separately. It was therefons concluded that, at 
least as far as the resultant pressure is concerned, the mixed gases are 
without influence on each other. 

These experiments were not suflicicntly numerous or accurate to 
establish the general truth of Dalton’s law on a sure basis. A fniori 
the law does not appear probable, for if several liquids be admitted 
simultaneously into the flask in the experiment of Dalton, each should 
produce its maximum vapour pressure independently of the others, 
and by increasing the number of liquids the total pressure within the 
flask could be increased indefinitely. The law can therefore be oidy 
approximately true within certain limits, and M. llegnault ^ was Krgnault. 
consequently induced to investigate the behaviour of mixed gases and 
vapours more closely and completely. The apparatus employed was 
the same as that used in the determination of the pressure of 
saturated vapours. Having det(;rmined the maximum vapour pressure 
in a vacuum between zero and 40® C., he repeated the same measure- 
ments when the apparatus contained air or nitrogen, and constructed 
a table of the maximum vapour pressures in presence of these gases : — 

^ Regiiault, Atm. de Ckimie ctde Physique^ 3® ser., tom. xv. p. 129, 1845. 
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Vapour Pressure. 


IVniperature. 

Ill Air. 

In a Vueuum. 

DiHerenue. 

O 

mm. 

mm. 

mm. 

0 

4.47 

4-60 

0-13 

15.00 

12.38 

12.70 

0-32 

21.07 

18.28 

18..'58 

0-30 

24.69 

22 73 

23-14 

0-40 

81.00 

32-97 

33-41 

0-44 

35.97 

43-39 

44-13 

0-7.4 ; 

38.00 

48-70 

49-30 

0-60 : 

0 

lu Nitrogen. 
4-31 

4-60 

0-29 

I 6.49 

! 13-29 

13-96 

0-67 

21.46 I 

18.61 

19-03 

0-42 

25.50 

23-71 

24-27 

0-56 

32.50 

35.92 

36-38 

1 0.46 

37-74 

47-80 

48-63 

1 0-83 

39.8I 

1 

.53.72 

.54-36 

1 0-64 


This, table shows that the vapour pressures in the gas are very 
nearly equal .to, but a little less than, the corresponding maximum 
pressure in a vacuum ; and as the measurements in both sots of experi- 
ments were made with the same ap])aratus, this difFeronce cannot be 
attributed to the apparatus. Rcgnault feai*od that the oxygen of the 
air attacked the mercury, and for this reason he also employed nitrogen, 
but found the same difleronce, so that he was forced to the conclusion 
that the vapour pressure is a little loss in a gas than in vacuo. 
Kegnault thought this did not militate against the possible truth of 
Dalton’s law, but considered that it might be ex])lained by the con- 
densation on the walls of the vapour chamber, and perhaps to some 
extent by the slowness of evaporation in a gas which prevents the 
final stage being reached. This view ajjpeared to be confirmed by the 
Herwig. subsequent work of Herwig.*^ In order to determine the infiuence of 
the chamber walls Herwig introduced a small quantity of liquid into 
the vapour chamber, so that the space was not saturated. Ho then 
gradually diminished this space till the vapour became saturated, and 
further diminution produced condensation. With certain liquids, such 
as alcohol and bisulphide of carbon, the corresponding pressure was 
the same as the maximum vapour pressure; but with others, such 
as ether and water, the pressure continued to increase after the 
first appearance of dew as the capacity of the vapour chamber was 
decrcased.2 This effect was more marked as the temperature was lower. 

* Herwig, l^otjij, Ann, Band cxxxvii. p. 592, 1869. 

[Several foreign physicists have staiod that the pressure of a saturated va|)Our 
depends slightly on the relative volumes of liquid and vax)our. Professors Ramsay 
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The foregoing experiments show, within the limits to which they 
were carried, that when a space already occupied by air or any other 
gas is saturated with a vapour, the pressure exerted by the vapour is 
practically equal to the maximum pressure which the vapoui* would 
exert in vacuo at the same t(5mperature. It was for this reason 
assumed by Dalton and his followers that the vapour density in the 
gas — that is, the weight of vapour per unit volume — was the same as 
in vacuo. This, however, cannot be assumed as a consequence of the 
fact that the pressures are the same. The i)oint remained to be 
tested by experiment. The question w.as finally settled in the jiffirma- 
tive by Kegnault.^ Air saturated with water vapour was drawn by 
means of an aspirator through a system of drying tubes as in the 
chemical hygrometer (Art. 229). The volume of air drawn through 
the tubes was measured by the quantity of water which escaped from 
the aspirator, and the w’eight of moisture contained was calculated by 
weighing the drying tubes before and after the exi)eriment. The 
following table after Regnault shows how closely the observed and 
calculated weights agree : — 


'r<'inporatur«'. 

; Weight of Vapour. I 

j 

Dillenuice 



! (Jalculati'd. 

Observed. 

__ 

0 

' 0-27:t 

0-273 

0-000 

5*85 

1 0.424 

0.424 

0-000 

12-88 

0-660 

0-653 

i 0-007 

14-65 

0-736 

0.731 

i 0-005 

20-57 

1-013 

1-010 

1 0-003 

25-11 

I 1-328 

1.315 

i 0-013 


We conclude, therefore, that at least within certain limits in a space 
already occupied by a gas a liquid ultimately evaporates to the same 
extent as in a vacuum, the process being merely more slow. 

221. Dalton’s Law. — When several gases which have no 
chemical action on each other are contained in the same vessel, the 
pressure of the mixture may be determined by means of a simple 
rule known as Dalton’s ^ law. According to this law the pressure of 
a gaseous mixture on the walls of the containing vessel is equal to the 

and Young liave found no such ettcct when great care was used to cnij>loy perfectly 
pure materials, both in the vapour chamber and the bath used to hcef) its temperature 
constant. The ])resence of very small quantities of impurity were suflicieiit to pro- 
duce the effect stated. See Phil, Mag., February and December 1894.] 

' Ann. de Chimie, S® scr., tom. xv. p. 129, 1845. 

“ Dalton, Memoirs of Manchester Phil. Soc, vol. v., 1802, p. 543. 


Vapour 

density. 
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sum of the pressures which the constituents would exert if each 
occupied the vessel separately. According to Dalton’s view each 
gas in the mixture may be considered as diffused throughout the 
whole vessel, so that all occupy the same volume, namely, the whole 
chamber. 

If the gases be taken as ideal substances obeying Boyle’s law, and 
if the molecules in the mixture are outside the sphere of each other’s 
attraction — that is, if they move about independently of each other, 
except in so far as collisions may occur, then the bombardment on the 
walls of the containing vessel by the molecules of the mixture will be 
equal to the sum of the actions which would be exerted if each gas 
occupied the whole space separately. There will, however, obviously 
be a limit beyond which the law will cease to be true and become 
more and more inaccurate. If the number or the quantities of the 
gases in a given space be greatly increased, or, Avhat is the same thing, 
if the space occupied by a given mixture is largely reduced so that the 
pressure of the mixture is great, then the molecules will not possess 
the freedom of motion necessary for the truth of the law. They will, 
under the great pressure, be brought into such close proximity that 
the motion of any molecule will be influenced by the others. The 
free path will be lost to some extent, and the molecular motion will 
begin to acquire the characteristics of that which occurs in a liquid. 
Boyle’s law will be njore and more departed from, and as a consequence 
Dalton’s law will also cease to be true. 

If, however, the gases are far removed from their condensing 
points, so that we may assume Boyle’s law to hold for each con- 
stituent as well as for the mixture as a whole, then the sum of the 
products pv for the constituents will be equal to the prodmit PV for 
the mixture, or 

I . . . =PV. 

If, now, each gas is diffused throughout the whole chamber, as Dalton 
supposed, then 

Vj = V.2 — = etc. = 

so that the equation becomes 

V -{- 2*2 +P;i + etc. ) = P V , 
or 

— that is, the whole pressure is the sum of the partial pressures. 

If, on the other hand, the gases are superimposed on each other in 
layers, they will have a common pressure P and 

2:v=v. 
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But in this case we have also 


so that 





-P 




— that is, the total pressure P is ecpial to the sum of the pressures 
which the gases would exert if they each occupied the vessel sepa- 
rately. 

In the case of vapours the law is approximately obeyed within 
cerUin limits and with certain restrictions. In 1815 Gay-Lussac' 
found that the vapours of alcohol and water mix like two gases which 
have no action on each other, the density and pressure of the mixed 
vapours agiceing closely with that deduced according to Dalton’s law. 

In 1836 Magnus - proved that when two liquids which do not mix 
are introduced into the vacuum of a barometer tube, the pressure of 
the mixed vapours at any temperature is equal to the sum of the 
vapour pressures of the two licjuids. But when the liquids possess 
the property of mixing with each other, the behaviour of the vapour Mixtures, 
is greatly modified. The pressure of the mixed vapours is no longer 
equal to the sum of the pressures of its constituents acting separately, 
but is always less than this sum, and often less than the vapour 
pressure of the most volatile constituent. This appears to contradict 
the observations of Gay-Lussac on the pressure of the mixed vapours 
of alcohol and water ; but, as Magnus has pointed out, the conditions 
under which Gay-Lussac’s experiment was made differed from those 
by which these coriclusions were established. In Gay-Lussac’s ex- 
periment the mixture of water and alcohol was completely vaporised, 
whereas in those of Magnus an excess of the mixed liquids was always 
present in contact Avith the vapour. 

The matter was subsequently investigated by Kegnault*' in his 
work on the elastic force of vapours, and his experiments confirmed the 
conclusions of Magnus. Thus it Avas established that the pressure of 
the vapour of a mixture of tAVO or more liquids Avhich do not mutually 
dissolve each other was equal to the sum of the vapour pressures of the 
constituents considered separately, at the same temperature ; but 
volatile liquids which mutually dissolve each othei* gave a complex 
vapour pressure Avhich was always less than the sum of the vajmur 
pressures of its constituents. Thus when Avater is mixed with a 
substance, such as sulphuric acid, Avhich is said to have a strong 

1 Gay-Lussac, Ann. de tom. xcv. p. 314, 181.5. 

“ Magnus, Pog(j. Ann. Rand xxxviii. ji. 488, 1836. 

Regiiault, M4m. de CAcadimiCy tom. xxvi. p. 722. 
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“ affinity ” for it, the vapour pressure of the nrixture diminishes as the 
proportion of acid is increased. A weak solution has nearly the same 
vapour pressure as pure water, while the vapour pressure of a very 
strong solution is almost zero at ordinary temperatures, licgnault 
«also extended his work to mixtures of gases and vapours, and con- 
cluded that in these cases Dalton’s law is very closely obeyed, and 
that in all the cases examined it would probably have been verified 
rigorously but for the action of the walls of the enclosing vessel. 

These conclusions cannot, however, be pushed beyond certain limits. 
As already pointed out, if the pressure be increased, 'the vapours and 
gases cease to obey. Hoyle’s law approximately, and Dalton’s law ceases 
to be true undei- the same conditions. The ])ressures under which 
the foregoing experiments were conducted did not exceed two atmo- 
spheres, and for this reason Andrews ^ took up the question and 
examined the properties of a mixture of nitrogen and carbon dioxide 
under high pressures. The results of his investigation led him to 
conclude that under high pressures Dalton’s law is largely deviated 
from, and that it is probably only strictly true for gases in the 
so-called perfect state. 

It appears from the experiments of Andrews that when strongly 
compressed carbon dioxide and nitrogen are mixed, a notable expansion 
occurs, varying from 9 ^ at 50 atm. to as much as 39 ^ at 80 atm., 
when 3 volumes of nitrogen were mixed with 4 volumes of carbon 
dioxide. On the other hand, no very marked difference was found 
between the total pressure and the sum of the partial pressures. A 
series of investigations with various gases has been made by F. 
Braun - which shows that when two gases, at the same pressure in 
different vessels connected by stopcocks, are allowed to mix, a change 
of pressure occurs consequent on the mutual action of the two gases. 
This change may be either positive or negative. Thus there appears 
to be a decrease of pressure when SO.^ mixes with COg, hydrogen, 
nitrogen, or air, and an increase of a fraction of a millimetre when 
hydrogen mixes with CO.j, air, or nitrogen. 


Hygrometry 

222. Fraction of Saturation, or Humidity. — The atmosphere 
consists of a mixture of oxygen, nitrogen, and aqueous vapour, 
together with small quantities of other substances. The percentage 

^ Andrews, Phil. Trans.^ 1886-87. 

F. Braun, Wied, Ann. Band xxxiv. p. 943, 1887. 
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of vapour is very variable, depending on tlie temperature and other 
modifying circumstances. We have already seen that at a given 
temperature a given space will contain a certain definite weight of 
vapour at its maximum pressure. This is the greatest weight of 
vapour which the space can accommodate,’ and at this point the space 
is said to be saturated or filled with saturated vapour. It has been 
proved, moreover, by Kegnault (Art. 220) that the presence of a gas, 
at least at ordinary pressures, does not aflect the quantity of vapour 
which a given space can contain. It merely affects the rate of 
evaporation ; but ultimately the quantity of vapoui’ at the saturation 
point that can be contained in a given space is the same whether 
the space is vacuous or contains air or other gases. The (plant ity of 
vapour required to saturate a given space de])ends only on the tem- 
perature, and when the temperature is known, the pressure of the 
saturated vapour can be found from the tables of saturated vapour 
pressures already compiled by liegnaiilt and others. 

If the space is not saturated, however, the vapoui* pressure will 
be less than the maximum value for the corresjionding temperature. 
The ratio of the actual pressure of the vapour in a space to the 
maximum, or saturation pressure for the same temperature, is called 
the fraction of saturation. It is on this element that our opinions of 
the dryness or dampness of the atmosphere are chiefly formed. The 
air is ordinarily said to be damp when it is saturated or nearly 
saturated with vapour. It is not the absolute quantity of vapour in 
the air that determines its dampness, but merely the proximity to 
saturation. For example, an atmosphere saturated at 10' C. will be 
not nearly saturated at 20° C., although the ([uantity of vapour in it is 
exactly the same at the latter temperature as at the former. Heating 
an atmosphere lessens the fraction of saturation, and cooling increases 
it if the (piantity of vapour in the atmosphere be kept constant. The 
fraction of saturation is often referred to as tlui kuniklity, or relative 
humidity of the air, since our sensations of dryness and dampness 
depend rather upon this factor than upon the absolute (piantity of 
vapour present. Thus in winter the humidity of the air is generally 
much greater than in summer, although the quantity of vapour present 
in the winter may be much less, on account of the lower temperature, 
than in summer. 

The fraction of saturation may also be expressed as the ratio of 
the weight w of vapour contained in a given space to the weight W 
of the quantity which would saturate the same space at the same 

^ [This refers only to states of stable ec|uiUbnuiii. Supersatiiratiori is possible, 
but the condition is unstable (Art. 211).] 
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temperature. For if the vapour obeys Boyle’s law up to the point of 
saturation (which is approximately ‘the case), then the weight con- 
tained in a given volume is simply proportional to the pressure, and 
we have the equation 

%o f 

W~F’ 

It thus appears that two general methods are available for determining 
the fraction of saturation, or humidity, of the atmosphere. One by 
ascertaining directly the weight v) of vapour in a measured volume 
of air, and then ascertaining from Regnault’s tables the weight W of 
vapour which would saturate the same volume at the same tempera- 
ture. This is the method practised in the chemical hygrometer. 
The other method consists in determining the actual pressure / of the 
vapour in the air, and then ascertaining the maximum pressure F at 
the same temperature, from the tables of vapour pressures. This is 
the method practised in all dew-point instruments. 

223. The Dew-Point. — If an atmosphere containing some aqueous 
vapour be gradually cooled, a temperature will be reached at which 
the viipour will begin to condense. This temperature is ealled the 
dew-point. It is obviously the temperature at which the quantity of 
vapour actually present would saturate the air, and it depends there- 
fore only on the absolute quantity of vapour present per unit volume. 

When the dew-point is known, the pressure / of the vapour in the 
air can bo found at once. For suppose wo have a body A, the tem- 
perature of which can bo gradually reduced. As the temperature of 
A falls a point will be reached at which dew will begin to be deposited 
on its surface. Hence at this temperature the vapour around the 
body A is at its maximum pressure, for at this temperature and 
under this pressure (namely /, the vaj)our pressure sought) condensa- 
tion is taking place. The actual pressure of the vapour in the air is 
therefore equal to that which would bring it just to the condensing 
point at the temperature of the dew-point. In other words, the actual 
pressure of the vapour is equal to its maximum pressure at the tem- 
perature of the dew-point. If, therefore, the dew-point is known, the 
maximum pressure for this temperature can be found in the tables of 
vapour pressures, and this is the actual pressure / of the vapour in th6 
air. The fraction of saturation then will be the ratio of the maximum 
vapour pressure / at the dew-point to the maximum pressure F at the 
temperature of the air. 

[The above reasoning would not hold, if the vapour pressure were 
appreciably altered by cooling the air to the dew-point. When moist 
air is cooled under constant atmospheric pressure it contracts, and if 
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the air and water vapour still support the same proportions of the 
total pressure as before, their coefficients of expansion must be equal. 
This is approximately the case. See Dalton’s law, Art. 221.] 

224. Dew-Point Hygrometers. — All dew-point hygrometers are 
merely instruments for determining the dew-point, and depend in 
construction on some method of cooling a body gradually in the air 
till dew begins to bo deposited on it. In the construction of such an 
instrument the two objects to be kept in view are: (1) an accurate 
means of determining the instant at which dew begins to bo deposited, 
and (2) an exact knowledge of the temperature of the surface when 
the deposition of dew just begins. 

A phenomenon commonly observed in dining-rooms is the deposi- 
tion of moisture on the surface of a glass containing cold water. 
When water -carafes are filled with cold water and placed on the 
table of a warm dining-room, it often happens that their surfaces 
become covered with a deposit of dew which sometimes accumulates 
to such an extent that drops of liquid trickle down the sides of the 
vessel. This happens because the temperature of the water is lower 
than the dew-point of the air in the room, and, as a consequence, the 
vapour condenses on the surface of the carafes or water-glasses, and 
continues to do so till the temperature of the water rises to the dew- 
point. If the temperature of the water were noted when it is just 
cold enough to produce condensation, we should then have the dew- 
point, and thence the fraction of saturation. 

A similar condensation occurs on the surface of’a tumbler contain- 
ing water in which some ice is placed. If the icc,^ or ice-cold water 
were carefully added, the temperature could bo gradually reduced to 
the dew-point and an observation made. The temperature of the water 
when the dew is first observed will be somewhat below the correct 
dew-point, for when the dew is observed, it means that the condensa- 
tion has started some time previously. A correction may, however, be 
applied by taking a second reading of the tempeniture when the water 
is allowed to stand till the dew disappears from the surface of the glass. 
During this period the temperature of the water rises by radiation 
from the warm chamber, and as soon as it exceeds ,the dew-point, 
evaporation occurs at the surface of the glass and continues till all the 
previously deposited dew disappears. The temperature of the surface 
at which this occurs is somewhat above the dew-point.- The mean 
of the two is therefore taken as the dew-point. 

1 This was the method first suggested by Le Roi in 1771 ; see also Danioll's 
Meteorological Essays and Observations^ London, 1823. 

* The temperature of the water within the glass may, however, be still below 
the dew-point. 
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A glass vessel is, however, not good for making such an experiment, 
because glass is not a good conductor of heat. For this reason, when 
the temperature of the water is falling, the outside surface of the glass 
will always be warmer than the water, and when the water is rising 
in temperature, the outside surface of the glass will be again warmer 
than the water if we suppose the heat to pass through the glass to 
the water, as always occurs in the dew-point instruments employed. 
The thicker the glass and the more badly it conducts, the greater will 
be the errors thus introduced. For this reason a thin metallic vessel 
will be much better suited for the purposes of the experiment. Silver 
is one of the very best conductors of heat, and its surface takes a 
beautiful polish, on which the slightest deposition of dew can bo easily 
noticed, especially if a similar silver vessel, on which no dew is de- 
posited, be placed beside it for the sake of comparison. This, in fact, 
is the principle of Hegnault’s dew-point hygrometer, which will bo 
described immediately. Indeed, a single thin polished cup, the mouth 
of which is covered or closed by a cork, could be used for determining 
the dew-point with ra|)idity, and probably with greater accuracy than 
some of the more elaborate apparatus invented for the jmrpose. Ice- 
cold water could bo siphoned as slowly as desired into the cup from 
another closed vessel, so that the air would not be affected by 
evaporation from any exposed liquid, and the temperature of the cup 
could be thus varied by small amounts at the dew-point, and its 
position could be repeatedly fixed. 

226. Danieirs Hygrometer. — One of the oldest and most 
objectionable forms of direct dew-point hygro- 

V meters is that invented by Daniell.' This in- 
fill strument (Fig. 124) consists of a bent glass tube 

I ill furnished with a pendent bulb at each end. One 

( ; tml of these A is naked and made of black glass. 

I I l|| This bulb contains some ether, in which the bulb 

aUU CV ^ sensitive thermometer dips. All air 

is expelled from the apparatus by boiling the 
Fig 1^4 Other previous to closing, so that it contains only 

the volatile liquid ether and its vapour. The 
other bulb B is made of ordinary glass and covered with a muslin or 
linen bag. 

In making an experiment the ether is all passed into the naked 
bulb, and the bag covering the other is moistened with ether. The 
evaporation of this cools the covered bulb and causes condensation of 
the vapour within. This gives rise to evaporation of the liquid in 
* Datiicll, Meteorological Essays and Observations, London, 1827. 
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the naked bulb and consequent cooling. The temperature of the 
naked bulb thus gradually falls, and by carefully watching its surface, 
the temperature at which dew first appears can bo noted. This 
temperature is given by the thermometer within the bulb. The 
apparatus is now allowed to stand till evaporation ceases, and its 
temperature begins to rise again. The deposit of dew soon disappears, 
and the temperature at which this occurs is also noted. The mean of 
these two temperatures is usually taken as that of the dewqmint. 
The temperature of the surrounding air is given by a thermometer 
attached to the stem of the instrument. The naked bulb is made 
of black glass in order to facilitate the observation of the deposition 
of dew, but, as already remarked, glass is a bad conductor, 
and consequently the temperature indicated by the thermometer 
within the bulb may differ considerably from that of the external 
surface of the bulb at the instant the dew ax)pears or disapx)ears. In 
both cases the temperature of the external surface is what is wanted, 
and in both cases this will be higher than that of the liquid within, 
for the liquid within is colder than the atmosphere, and throughout 
the whole experiment the flow of heat is from without inwards. 

In this instrument the evaijoration takes place at the surface of the 
liquid, and as the liquid mass is at rest, the sui face layer will always 
bo colder than the lower parts. Dow will consequently be deposited 
first at the level of this layer, and if the bulb of the thermometer be 
plunged below the surface, the temperature indicated by it will be 
too high. The i^resence of the observer close to the aj)X)aratus is objec- 
tionable, and in addition the rate of cvaj)oration cannot bo sufficiently 
controlled. The pollution of the air by the evaporation of ether from 
the covered bulb is also objectionable. 

226. Dlnes's Hygrometer. — A more recent and less objectionable 



Fig. 125. 


form of dew-point instrument is that invented by Dines (Fig. 125). 
This consists of a vessel A, fitted with a pipe through which cold water 
can flow into a double chamber D. This chamber contains the bulb 
of a delicate thermometer, and is closed above by a {date of black 
glass (or silver, which, for the reasons already mentioned, is better). 
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Previous to the experiment, the chamber D is full of water at the 
temperature of the air, and some cold water or ice and water is placed 
in A. The tap B is then opened so as to allow the cold water to flow , 
slowly into D. The temperature of this 'chamber is thus gradually 
reduced, and when sufliciently cooled, a deposit of dew appears on the 
surface of the glass plate. The thermometer is then read, and the 
flow of water stopped. The dew soon disappears and the temperature 
is again noted, the mean of the two temperatures being taken as before 
to represent the dew-point. The operation may be repeated again as 
often as desired, while any water remains in A at a temperature 
lower than the dew-point. The observation of the deposition of dew 
on the glass plate may be facilitated by viewing it by means of a 
beam of light reflected from its surface. As soon as any dew is 
deposited the surface becomes dulled, and the intensity of the reflected 
beam is greatly reduced. An adjacent plate on which dew is not 
deposited would facilitate the determination of the instant at which 
dew is deposited on the other 23late by comparison, as in the case of 
Kegnault’s hygrometer, which we shall now describe. 

227. Regnault's Hygrometer. — A more perfect form of dew-jjoint 
instrument is that devised by Regnault,^ and 
employed in his studies in hygrometry. The 
essential part of the aj^imratus is a glass tube 
D (Fig. 126) oj^en at both ends, to the lower 
end of which a thin (polished silver thimble 
is attached. This thimble contains ether or 
some other volatile liquid, such as alcohol. 
The upper end of the tube is closed air-tight 
by a cork, through which j)ass the stem of a 
thermometer T and an open jnece of bent 
glass tubing A, the lower end of which pene- 
trates nearly to the bottom of the liquid 
contained in the thimble. A tubulure in the 
side of this tube fits into a vertical brass tube 
which forms the support of the apparatus. 
The lower end of this brass tube is connected 
with an asjurator, by means of which a current 
of air can be drawn through the system, 
entering by the bent glass tube A and bubbling through the ether. 
By this means evaj^oration of the liquid is produced with consequent 
cooling, and dew is deposited on the surface of the polished silver. 
In order to facilitate the observation of this, a second tube E with asimilar 
^ Regnault, A7m. de Chimie et de Physique, 3° ser., tom. xv. p. 129, 1846. 
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thimble is sui^ported beside that just described. This tube is empty, 
and merely carries a thermometer t which gives the temperature of 
the air. Thus by comparison of the two silver thimbles the moment 
at which the dew appears or disappears can be ascertained with great 
delicacy. The aspirator is placed at a convenient distance, and the 
apparatus is viewed through a telescope, also situated at a distance. 
The air around the apparatus is thus undisturbed by the breath and 
presence of the observer, and the flow of liquid through the aspirator 
can be so^ nicely controlled that the temperature at which the dew 
appears will be almost exactly the same as that at which it disaj)pears. 
If the aspirator is controlled with great delicacy, the dew may be 
even made to appear and disappear without any observable change 
in the reading of the thermometer. The process of cooling by the 
bubbling of air through the ether is a great advantage, for by this 
means the liquid is kept well stirred and at a uniform temperature 
throughout. This is the temperature registered by the thermometer, 
and it cannot differ very sensibly from that of the surface on which 
the dew is deposited, since the thimble is thin and a good conductor. 
The other obvious advantages of the method are the absence of the 
observer from the neighbourhood of the apparatus, and the delicacy 
with which the flow from the aspirator can bo controlled. 

228. [Crova’s Hygrometep. * — Thedew-point instruments described 
in the preceding articles are not suited for use in the open air except 
in calm weather. When the air is still the layer immediately in 
contact with the cooled metallic surface may no doubt be in thermal 
equilibrium with the latter, even though it is surrounded by layers of 
warmer air, since air is a bad conductor ; but in a fresh breeze the 
constant renewal of the air prevents its attaining the dew-point unless 
the instrument is cooled to a considerably lower temperature. On 
this account these hygrometers, when used in the open air, give 
results which do not agree with those of the chemical hygrometer and 
are even very discordant amongst themselves. The hygrometer, 
invented by M. Crova, avoids this defect and aflbrds very consistent 
indications. 

Fig. 127 gives a general view of the instrument, a section of which 
is shown in Fig. 128. efgh is a tube of thin brass, nickel-plated 
inside and carefully polished. The end ef is closed by a disc of 
ground glass which is illuminated by daylight or by a lamp, and 
which is viewed through a lens ^A*(Fig. 129), which closes the other 
end of the tube. The image of the window ef, seen by reflection in 


^ de V Acad, des Sci, et Lettrea de Montpellier, tom. x. p. 411, 1883. 
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the polished sides of the tube, appears as an annular ring of light 
eeff of three times the diameter of ef. 

Air can be slowly drawn through the brass tube by compressing 
and sloAvly releasing the indiarubber ball (Fig. 127), and if the tube 
is cooled to the dew-i)oint, the deposition of dew is immediately 
indicated by the darkening of the reflected image of ef. 

In order to regulate the temperature of the tube, the latter is 
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surrounded by a brass box ahrd containing bisulphide of carbon, 
through which air can be blown from the mouth by means of a rubber 
tube fitted to the tubulure T. M. Crova prefers carbon bisulphide 
to ether, because it is more readily obtained pure, and also does not 
boil in hot weather. Ordinary commercial ether contains water and 
alcohol, which are left behind when the ether evajuirates. But it is 

possible to attain a lower 
temperature with ether than 
with carbon bisulphide. A 
thermometer graduated in 
fifths of a degree dips into 
the liquid, and is in contact 
with the brass tube. A 

111 1 -n-n./ 

• blackened screen Bili pro- 

tects the eye from external light, n is a rubber disc insulating the 
brass box from its stand, through which heat might otherwise be 
conducted. 
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The advantage of this hygrometer is that the whole of an enclosed 
volume of air is cooled to the temj3erature of the dew-point^ and that 
it is unaifected by draughts. By attaching a long’ tube to the opening 
/, the air experimented on can be drawn from a point out of reach of 
the influence of the observer or of contamination by the vaj)Our of 
carbon bisulphide. It can easily be regulated so that the apj)earance 
and disappearance of dew are within O '* I O. of each other. | 

229. The Chemical Hygrometer. — The fraction of saturation may 
be obtained by the direct determination of the weight of vapour con- 
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tained in a measured volume of the air. This method seems to have 
been first employed by Brunner,^ and it leaves nothing to be desired 
in point of accuracy. The air is drawn by means of an aspirator 
CDC' (Fig. 130) through a series of drying tubes filled with fragments 
of pumice-stone soaked in sulphuric acid, where all the moisture is 
de 2 )Osited and the dry air alone arrives in the asjjirator. The last 
tube, viz. that next the aspirator, is intended to absorb any vapour 
which may come from the aspirator. The remaining tubes are 
weighed before and after the experiment, the diflerence of weight 

^ Brunner, Ann. dc Chimie id dc rhysinue^ 3^* ser., tom. iii. p. 305, 1841. 
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giving the weight of vapour deposited. This is the weight of vapour 
contained* in a volume V of air as registered by the aspirator. This 
is not the volume which the same mass occupied in the atmosphere 
before being drawn through the tubes. In the aspirator it is 
saturated with vapour at its maximum pressure F, corresponding to 
the temperature d of the aspirator. This is given by a thermometer 
inserted. In the air this mass contained vapour at some unknown 
pressure / and temperature The problem then is to find the 
volume V' at pressure H — / and temperature ff of a m^ss of air 
whose volume is V at pressure II - F and temperature This, by 
the formula vp = li(l +a^), is 

Y/_ y H - F i 4 - a 6' 

H -/ ' H a6> ■ 

This, then, is the volume of the vapour drawn in, and its mass is w. 
Consequently we have 

,.= VV = 0-001293 x 0-622j7'^,.yA 


The equation for /, the actual pressure of the vapour in the air, is 


w -- 0 *0008 X 


H F 
H -/ 


/ ^ _V 
760 l+a^ 


or 


76OM^H(l4a0) 

^ ~ 7aOM;( 1 + a^) + 0 *0008 V (H - F )' 


The humidity is where W is the weight of water vapour which 

would saturate a volume V' at the temperature of the air. W can be 
found from Regnault’s tables. This method, although possessing the 
advantage of depending ultimately on a weighing, which is the most 
accurate process in physical investigation, is, nevertheless, exceedingly 
tedious in practice. It is not suited besides to indicate rapid changes 
in the hygrometric state of the air, but rather measures the mean 
value of the humidity during the time of the experiment. In this 
respect it is analogous to a voltameter which measures the mean value 
of an electric current during a certain period. Whereas, a dew-point 
instrument by its rapidity of action will indicate fairly well the con- 
tinuous changes of humidity. These instruments then possess in a 
greater degree the property of being continuous registers of humidity 
as galvanometers are continuous registers of the strength of electric 
currents. The continuity is not, however, complete; but we shall 
now consider a class of instruments which are continuous in their 
action. 
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230. Hygroscopes, or Empiric Hygrometers. — Any instrument 
which indicates changes in the humidity of the air is* Called a 
hygroscopo. Many substances possess the property of absorbing 
moisture from the air or surrounding bodies, and such substances are 
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said to be hygroscopic.' Most substances consisting of organic tissue 
are hygroscopic and change their length when they absorb or part 
with moisture. Such substances besides do not change much with 
change of temperature ; their changes of volume depend chiefly on 
moisture. Thus it is well known that ropes and catgut strings grow 
shorter when moistened, and the same is true of twisted strings in 

^ Tlie behaviour of various liy^roiiictrie substances lias been investigated by 
H. Dwiowx {Beiblatter der Physik, No. VII., 1887 ; ov Phil. Mufj. vol. xxiv. p. 298, 
1887). Denoting tlie ratio of the weight of aqueous vapour absorbed to th(i weight 
of the dry substance by a, and the coefticieiit of hygrometric expansion by ^ -that 
is, the tytal expansion lyhieh a bar of unit length of the substance uiidergoe.s wlien 
it has absorbed the maxiiniirn ainount of aqueous vapour — he finds 
Suhstanee. a. 

Horn (10 mm. thick) 0*10 0*061 

Gelatine 0*34 0*108 

Goldbeater’s skin 0*43 0*060 

The last substance is that which he most strongly recommends. 
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general as the twisted fibres swell when wet. It is for this reason 
that fiddle -strings iwid tightly-strung tennis- bats often fracture in 
damp weather. A hair, on the other hand, increases its length when 
moistened, and this fact was first utilised by de Saussure ' in the 
construction of a hygroscope. 

A hair is ordinarily covered with a film of oil which protects it 
from the action of moisture. In order to render it sensitive to changes 
of humidity, all the surface grease should be removed by boiling for 
about half an hour in a solution of carbonate of soda, in Avhich it is 
then allowed to cool. The hair is now ready to act as a hygroscope, 
and should not bo handled or roughly used. One end A (Fig. 131) 
of it is fixed, and the other extremity, after passing round a small 
pulley C, is attached to a light spring or a smcall weight p which keej)s 
the hair stretched. When the hair contracts or elongates the wheel 
rotates, and a hand attached to it moves over a scale and indicates 
roughly the relative humidity of the air. The scale may be graduated 
by direct comparison with a dew-point instrument. I)c Saussure’s 
instrument has been modified by Monnier, so that the hair passes 
round four pulleys (Fig. 132) situated on a circular dial, and is kept 
stretched by being attached to a light spring. The instrument in this 
form is portable. The indications of hair hygrometers are, however, 
very variable, and their use has been aba!idone<l in this country for all 
scientific purposes. The work of Regnaiilt- conclusively proved that 
no rule could be laid down for the graduation of such instruments, 
for not only do difiTcrent instruments, graduated and prepared in the 
same way, differ in their indications, but each instrument is not 
self-consistent. 

231. The Wet and Dry Bulb Hygrometer. — This instrument is 
that which is almost universally used for continuous records of 
humidity, and depends in principle on the cooling produced by 
evaporation. It seems to have been first proposed by 8ir John 
Leslie,-^ who converted his differential thermometer into a hygrometer, 
by keeping one of the bulbs moist and the other dry, and noting the 
difference of temperature. 

The instrument as generally used consists of two exactly similar 

’ Dc Saussure (Horace Beuedict), Essai mr V Hyfjromftric^ Ncuchatcl, 1783. 

* Regnault, Ann., de Chimie et de Physiqntr, 3^ aih*., tom. xv. ]>. 141, 1845. 

^ It was subsequently introduced by Mason, and is often called Masoii*s bygro- 
meter in this country, and August’s ])sychronietcr on the Continent. It was known 
to Muschenbroek that a thermometer with a wot bulb always indiccates a lower 
temperature than one which is dry, and Hutton, the geologi.st, is reputed to have 
used a wet bulb thermometer as a liygrometer. — Leslie (Nicholson’s Journal of 
Nat, Phil, vol. iii. p. 461). 
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delicate thermometers Band C (Fig. 133), the bulb of one being kept 
moistened by means of a cotton wick or film of muslin surrounding 
the bulb and dipping in a small covered vessel of water placed some 
inches to the side. The other thermometer is placed on the same 
stand and registers the temperature of the air. 

Evaporation takes place more or less rapidly from 
the damp cotton, find the bulb of the thermo- 
meter which it covers is cooled more or less 
according^ to the humidity of the air. If the air 
is saturated with vapour no evaporation will take 
place, and the two thermometers indicate the 
same temperature. 

The ])Ower of the wick to keep up the supply 
of moistuie is much improved by boiling it in 
a solution of cfirbomitc of soda to remove all 
grease, but in frosty weathei* the supply may be 
(jompletely cut off by tin; freezing of the water. 

An obj(iction to the instrument is the difficulty of 
nuinaging it in frost. In this case, when the 
wick ceases to act, the bulb must be moistened 
before making an observfition, and some time 
allowed for freezing and subsequent evaporation 
from the ice. 

In fin instrument like this, whose indications 
depend upon so m;iiiy complex circumstfinces, it 
seems impossible to deduce any theoretic foi inula 
connecting the diffenmee of temperature of the 
two thermometers with the corresponding hygrometric state of the 
air. The problem has been attacked . with partial success by several 
scientists, find was proposed for consideration by the British Associa- 
tion on the occasion of its first meeting held at York. For this rcfison 
tables have been compiled by Glaisher ^ which give the dew-point 
corresponding to any difference of reading between the thermometers. 
These tables were constructed by comparing the reading of the wet 
and dry bulb hygrometer with simultfineous determinations of the 
dew-point tfiken by means of a Danieirs hygrometer for a long series 
of years at Greenwich Observatory, together with a corresponding 
series taken in India and at Toronto. According to these tables, the 
difference between the dew-point and the wet bulb rcfiding bears a Rule, 
constant rfitio to the difference of reading of the two thermometers 

' Glaisher, llyyromctrical Tables^ ailapted to the use of the Dry jind Wet Hull) 
Thermometer. Loudon : Tailor am] Fraiici.s. 
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when the temperature of the dry bulb thermometer remains constant. 
At 53*^ F. the reading of the wet bulb thermometer is the arithmetic 
mean between the dew-point and the temperature of the air, or dry 
bulb thermometer. At higher temperatures the reading of the wet 
bulb is lower than this mean, and at lower temperatures it is higher. 

[In the earlier editions of this book formulae proposed by Apjohn, 
August, and Rizzo are given for determining the vapour pressure from 
the wet and dry bulb hygrometer without reference to tables. It is 
generally better and more convenient, however, to use tables.] 
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ON THE CONTINUITY OF STATE 

232. Critical Temperature — Experiment of Cagniard de la 
Tour. — When the temperature of a liquid contained in an open vessel 
reaches a certain point, depending on the pressure and the nature of 
the liquid, boiling sets in. This ceases to be the case, however, when 
a liquid is heated in a closed vessel. Hero, at any given temperature, 
the space* above the liquid becomes filled with saturated vapour, the 
pressure and absolute density of which depend on the temperature. 
As the temperature rises, the average kinetic energy of the molecules 
of the liquid increases, and they are projected in increasing numbers 
into the space above, so- that the pressure of the vapour increases 
with the temperature ; the pressure supported by the liquid at any 
temperature is that of the saturated vapour at that temperature, and, 
as a consequence, the formation of bubbles in the interior of the liquid 
is impossible. Evaporation proceeds silently without ebullition as 
the temperature rises up to a certain point, and then a very striking 
transformation occurs. The meniscus separating the vajDour and 
liquid grows indistinct and completely disappears ; the substance 
appears no longer to exist in two distinct states ; the whole mass has 
become apparently homogeneous and completely vaporised. The 
temperature at which this occurs for any substance is called the 
critical temperature for that substance, and the corresponding pressure 
and specific volume are similarly termed the critical presmre and 
critical volume. 

This silent evaporation of a liquid in a sealed tube, and the 
apparently sudden vaporisation of the whole mass at a certain 
temperature, was first shown by Cagniard de la Tour.* The apparatus 
consisted simply of a bent tube, one end A of which contained air 
(Fig. 134) to indicate the pressure, and the other end 15 contained the 

’ Cagniard de la Tour, Annales tie Chimie ct de Physiqtir, 2^ st*r., tomes xxi, 
-xxii. xxiii., 1822-23. 
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liquid to be experimented on. The space between A and B was filled 
with mercury. If, in addition, both arms are graduated, the critical 
pressure and volume may be determined simultaneously. 
At low temperatures the vapour pressure may be less 
than that caused by the air in A and the column of 
mercury, and there will be no vapour in B. As the 
temperature of B is raised the vapour pressure increases, 
a bubble of vapour forms in B, and the mercury is forced 
into the other arm, compressing the air in A. The 
surface of demarcation between the liquid and vapour 
gradually flattens as the temperature rises, and at a 
certain temperature it loses its curvature altogether 
and disappears. The whole space above the mercury in 
B now appears to be filled with vapour only, although 
the total volume may be only three or four times the 
initial volume of the liquid. 

This transformation might have been suspected as a 
possibility arising from the diminution of surface tension with rise of 
temperature. For it is well known that the surface tension of a liquid 
diminishes with rise of temperature. The surface tension under con- 
sideration here is that of a liquid in contact with its own saturated 
vapour (this probably is the cjise always presented), and if it goes 
on diminishing, a temperature will presumably be possible at which 
it will vanish. AVe shajl then have no capillarity and no surface 
of separation between the liquid and vapour, the physical meaning 
of which is probably that they mix in all proportions, or that 
the vapour is completely soluble in the liquid. It is not to be 
concluded, however, that the liquid and vapour become identical 
in all respects at this point ; such identity may or may not 
exist ; the only inference we can draw when the surface tension 
vanishes is that the vapour dissolves in the liquid in all proportions. 
That something of this nature actually occurs is suggested by observa- 
tion of the phenomenon. As the te^iperature rises the meniscus 
which forms the upper boundary of the liquid gradually grows more 
flat and indistinct until it ultimately vanishes. A peculiar undulating 
appearance is then presented throughout the mass, as if the liquid and 
vapour were mixing through each other. On cooling down again a 
mist suddenly appears about the middle of what was an apparently 
empty tube. This rapidly spreads throughout the whole interior and 
suddenly vanishes, leaving the lower part of the tube filled with 
liquid, a distinct meniscus separating it from the vapour-filled space 
above. 
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Tho matter may also be regarded from another point of view. Thus, 
as the temperature rises, tho absolute yapour density increases, while 
that of the liquid diminishes, and therefore it is possible that a tem- 
perature may be attained at which the density of the liquid is equal to 
that of the vapour. This temperature, in fact, is the critical tempera- 
ture, and from the equality of density of the vapour and liquid at this 
point Sir Wm. Kamsay ' inferred that the phenomena presented in the 
experiment of Cagniard de la Tour found their explanation. Three 
years later M. Jamin ^ put forward the same th^ry. From this point 
of view itVould appear that when two substances (or at least a liquid 
and its vapour) have the same density there should be no surface 
tension between them ; or, in other words, they should mutually mix 
in all proportions. This, however, by no means follows as a conse- 
quence. Two substances may have the same density without possess- 
ing the property of mixing (otherwise Plateau’s beautiful experiment 
could never have been made, see Art. 175). The property of mixing 
depends on the molecular attraction rather than on equality of density, 
and therefore the theory of Kamsay and Jamin fails to lead us jiny 
further than its first postulate — namely, the equality of density. If 
tho molecular attraction as well as the density be the same through- 
out the liquid and vapour, there will be no distinctive diilerence 
between the two states at tho critical temperature, and tho whole 
mass may be regarded as simply vaporised, as Cagniard de la Tour 
supposed. 

The critical temperature of a liquid is most easily determined 
by filling a strong glass tube with it and then boiling off about one- 
third the liquid and sealing up. The tube is now about two-thirds 
full of the liquid, and contains no air. On slowly heating, the 
meniscus gradually flattens and ultimately disappears. On cooling, 
the liquid reappears again, and the mean of the two observations may 
be taken as the critical temperature.^ The critical pressure is much 
more difficult to estimate. For this purpose tho tube containing the 
liquid must be connected with a manometer, preferably filled with 

^ Sir Wm. Kamsay, Proc. Hoy, Soc, vol. xxx. p. 326, 1880. 

2 Jamin, Journal de. Physique^ 2^ ser., tom. ii. p. 389, 1883 ; Anuaiea de Chiniie 
et de Physique^ 4® ser., tom. xxi. p. 208 ; Phil, Mug,, July 1883. 

3 Sir Wm. Ramsay {Proe. Hoy. Soc, vol. xxx. p. 323, 1880) found that the tem- 
perature at which the iiieiiiseus disappeared varied with the quantity of liquid in the 
tube, being greater the greater the quantity of liquid originally taken. Tims with 
methyl formate, two-thirds filling the tube, the meniseuH disappeared at 221‘**5 C. ; 
with a greater quantity of liquid in a similar tube the meniscus vanished at 228“ O. ; 
and with a less quantity at 215“ G. It is possible, however, that the.se ineonsist- 
encies may bo due to impurities, or to tho difficulty of ascertaining the precise 
temperati^re inside a thick glctss tube. 

2 F 
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nitrogen, as the compressibility of this gas at high pressures has been 
very carefully investigated byrM. Amagat (see p. 466). 

Impurity, or dissolved air or other gas, may lead to a considerable 
change in the critical temperature, so that discrepancies may arise in 
different experiments even by the same observer. The following table 
shows the rough results obtained by Cagniard de la Tour : — 


1 

Llqui<l. 0 1 

i 

f'rit. Toiiip. 

Pressure in 
Atmos. 

Ratio of Volume 
of Vapour to 
Voliiiiio of Liquid. 

Ether 

“ C. 

175 

38 

■ 

Alcohol . . . . ' 

248 

119 

3 i 

Carbon bisulpliidc . 

j 254 

71 

‘ 21- 

Water .... 

302 

Indetcr- 

: 


ininate ^ j 


Similar determinations were made by Drioii for sulphurous acid 
and ethyl chloride. 

233. Liquefaction of Gases. — The experiments of Cagniard do la. 
Tour and Drion ’show that at a certain temi)eraturo all visible distinc- 
tion between a liquid and its vapour ceases. Above this temperature, 
then, it w’ould appear to be impossible to liquefy the vapour by pressure 
alone. At least compression will produce no visible condensation or 
formation of a liquid with a meniscus separating it from the vapour 
above, such as occurs when the temperature is lower than the critical 
temperature. For the visible condensation of a gas, then, the tempera- 
ture must l)e reduced below the critical temperature, and then by apply- 
ing sufficient pressure liquefaction may be produced. 

Faraday succeeded in liquefying by pressure, at the ordinary 
temperature of the air, many gases previously unknown in the liquid 
state. A few years later Thilorier^ obtained solid carbon dioxide, and 
found that the coefficient of expansion of the liquid was greater than 
that of a gas. Faraday published a second memoir on the effects of 
cold and pressure on gases, which greatly extended the knowledge of 

' Water Viipoui’ attacks glass at liigli tciiixicratures and renders it o^taque, so that 
the disappearance of tlie meniscus cannot bo seen, and explosion soon occurs under 
the joint action of corrosion and pressure. In order to overjjoine these difllculties, La 
Tour added to the water some substance which prevented the attack on the glass, 
but the critical point'of this mixture is not that of pure water. 

Ch. Drion, Annahsde Chimie et de Physique^ 3® ser., tom. Ivi. p. 5, 1869. ■ 

” Faraday, Phil. Trails, pp. 160-189, 1823. 

* Tliilorier, Ann. de Chimie^ 2® sdr., tom. lx. j). 427, 1836. 

® Faraday, Phil. Trans, y 1846, p. 1.55. « 
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the subject. Subsequently Kegnault and Pouillet carefully examined 
the change of volume of a few gases when subject to pressures up to 
20 atmospheres, and Natter.er ^ carried the inquiry up to the enormous 
pressure of nearly 3000 atmospheres. The results of the latter ex- 
periments were valuable at the time, but the method was not free 
from objection in point of accuracy. 

The great problem of the time was the liquefaction of what wore 
termed the permanent gases — oxygen, hydrogen, etc. It was in pur- 
suit of this inquiry that Andrews was led to his classic investigations 
on the behaviour of carbon dioxide gas, and other substances, under 
pressure at different temperatures. 

284. Andrews's Experiments. — In 1863 Dr. Andrews wrote as 
follows : — “ On partially liquefying carbonic acid by pressure alone, 
and gradually raising at the same time the temperature to 88"' F., the 
surface of demarcation between the liquhl and gas became fainter, lost 
its curvature, and at last disappeared. The space was tlicn occupied 
by a homogeneous fluid, which exhibited, when the pressure was sud- 
denly diminished or the temperature slightly lowered, a peculiar 
appearance of moving or flickering striae throughout its entire mass. 
At temperatures above 88® F. no apparent liquefaction of carbonic 
acid, or separation into two distinct forms of matter, could be eftected, 
even when a pressure of 300 or 400 atmospheres was applied. Nitrous 
oxide gave analogous results.” 

Th^ apparatus ^ employed in these investigations is represented in 
Figs. 135-137. The gas to be compressed was introduced into a glass 
tube a/ (Fig. 135), having a capillary bore from a tob^ and a diameter 
of about 2 ’5 mm. from h to c. The diameter of the third part rj was 
about 1*25 mm. The gas was first carefully dried and then passe<l 
for several hours through the tube open at both ends, in order to 
expel all air. Even after passing the current of gas through the tube 
for twenty-four hours, it was found that the residual air could not be 
reduced to less than icoo entire volume of the carbon 

dioxide, and consequently in discussing the results of the experiment 
the presence of this small quantity of air must be taken into account. 

. The capillary end a of the tube was finally sealed, and the other 
end was temporarily closed and plunged below the surface of pure 
mercury. The lower end while under the surface of the mercury was 
opened, and the tube was slightly heated so as to expel a little of the 
gas. On cooling contraction occurred, and a short column of mercury 

* Natterer, Pogg. Ann. vol. xciv. p. 436, 1855. 

Miller’s Chemical Physics, 3rd edit. p. 328. 

® Andrews, Phil. Trans., 1869, ^jart ii. p. 575. 
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entered the tube. The tube, with its lower end still under mercury, 
was then placed under the receiver of an air-pump, and a partial 
vacuum was formed till about one-fourth of the gas had escaped from 
the tube. On restoring the pressure, a column of mercury entered and 
occupied the place of the expelled gas. By cautiously exhausting, this 
column of mercury could be rendered any length required. The tube 
was previously calibrated by means of a moving thread of mercury, and 
the volume of the gas at 0° C. and 760 mm. was calculated. The 
capillary tube was also calibrated with great care by weighing a column 



Fig. 135. Fig. 13(}. Fig. 137. 


of mercury whose length in different parts of the tube was accurately 
measured. 

Two massive brass flanges (Fig. 136) were firmly attached to the 
ends of a strong copper tube, and by means of these flanges two brass 
end-pieces were securely bolted to the ends of the copper tube, and the 
connections were made air-tight by leather washers soaked in lard 
heated in vacuo.‘ The lower end-piece carried a steel screw 180 mm. 
long and 4 mm. in diameter, which easily held a pressure of more than 
400 atmospheres. A similar end-piece attached to the upper flange 
carried the glass tube containing the gas. 

The apparatus before being screwed up was filled with water, and 
the pressure was produced by screwing the steel plunger into the 
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water. In order to register this pressure a similar tube containing 
air was placed beside the experimental tube which contained the 
gas (Fig. 137), and lateral communication between the two was 
established through a connecting tube so that equality of pressure 
was maintained in both. The air-tube was also furnished with a 
steel screw, and either screw, or both, might be used in altering the 
pressure. The gas under examination could be kept at any required 
temperature by jacketing the tube with a bath or a freezing mixture 
if necessary. 

The actual pressures were not deduced by Andrews, as he was 
not furnished with sufficient experimental data on the deviations 
of air from Boyle’s law, and the pressures he speaks of are those 
'calculated on the apparent compression of the air in the second 
tube ; but these are approximately correct as the deviation from 
Boyle’s law is small, as is also the change of internal volume of the 
tube under pressure. Andrews ^ found that no permanent enlargement 
of the glass tubes took place even when kept under high pressure for 
a long time, and that no oxida- 
tion of the mercury occurred in 
the air-tube during a period of 
two months’ active work, and 
thatafterstandingforfivemonths 
all was found correct. ^5 

From the results of these 
experiments Andrews plotted 
the curves shown in Fig. 138. 

At a temperature of 13°’l C. 
liquefaction of the gas commenced 
at a pressure of 48*89 atmo- 75 . 
spheres, as measured by the com- 
pression of the air in the tube. 

This point could not bo deter- 
mined by direct observation, 
inasmuch as the smallest visible ^ 
quantity of liquid represented a gg 
column of gas at least 2 or 3 
mm. in length. It was, however, 
determined indirectly by observ- 
ing the volume of the gas at 0”*2 
or 0^*3 above the point of liquefaction, and calculating the contraction 
the gas would sustain in cooling down to the temperature at which 
1 Andrews, Fhil, Trans, part ii. p. 421, 1876. 
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liquefaction began. A slight increase of pressure was required even 
in the early stages to carry on the process of liquefaction, the air- 
gauge indicating an increase of about \ atm. during the condensation 
of the first and second thirds of the carbon dioxide. This rise of 
pressure during condensation may be explained by the presence, of 
the trace of air (--Jo) already referred to, for during liquefaction 
increase of pressure is necessary in order to compress it. This small 
quantity of air disturbed the liquefaction in a marked manner when 
nearly the whole of the gas was liquefied, and when its volume 
relatively to that of the uncondensed carbon dioxide was considerable. 
It resisted for some time absorption by the liquid ; but on raising 
the pressure to 50*4 atmospheres, it was entirely absorbed. If the 
carbonic acid had been quite pure the part of the curve for 13"'*1, 
representing the fall from the gaseous to the liquid state, would 
doubtless have been straight throughout its entire course, and parallel 
to the lines of equal pressure. - 

The curve for the temperature 21 '^*5 agrees in general form with 
that for 13"'*1. At 13°*1 the volume under a pressure of 49 atm. is 
little more than !? of that which a perfect gas would occupy under 
the same conditions. After liquefaction carbon dioxide yields to 
pressure much more than ordinary liquids, and the compressibility 
appears to diminish as the pressure increases, and the high rate”'of 
expansion by heat noticed by Thilorier is fully confirmed by these 
experiments. 

The next series of experiments was made at 31°*1, or O'" *2 above the 
temperature at which, by compression alone, carbon dioxide is capable of 
assuming visibly the liquid form. This point was found after repeated 
trial to be 30''*92 C., or ST""*? F. For a few degrees above this tempera- 
ture an increase of pressure produces a rapid change of volume, and 
when the gas is reduced to the volume at which it might be expected 
to liquefy no visible separation of the carbon dioxide into two distinct 
conditions of matter occurs. By varying the pressure or temperature, 
but always keeping the latter above 30''*92, the great changes of 
density which occur about this point produce flickering movements, 
resembling in an exaggerated form the appearances exhibited during 
the mixture of liquids of different densities, or when columns of heated 
air ascend through colder strata. The curve for 31"''! shows that the 
volume diminishes regularly, but much faster than if the substance 
obeyed Boyle’s law, till a pressure of about 73 atmos. is reached. The 
diminution of volume then goes on very rapidly, a reduction of nearly 
one-half taking place, while the pressure is increased from 73 to 75 
atmos. The contraction is not, however, abrupt, as in the case of the 
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formation of the liquid at lower temperatures, but a steady increase of 
pressure is necessary to effect it. During this contraction there is no 
evidence of the presence of liquid in the tube, no heterogeneity can be 
detected in the whole mass. Beyond 77 atmos. the substance yielded 
much less to pressure than before, its volume being now reduced to 
that which liquid carbon dioxide should occupy at this temperature. 

The curve for 3 2*^ *5 closely resembles that for 3r‘’l. The con- 
traction, however, is less abrupt, and in the curve for 35°‘5 it is still 
greatly i^minished, and has nearly lost its abrupt character. The 
range of pressure here extended from 57 to 107 atmos. The cons 
traction is most considerable from 76 to 87 atmos., where an increase 
of 4^ the total pressure produced a reduction to half the volume. At 
107 atmos. the volume is that which the liquid would occupy at this 
temperature, according to the expansion of the liquid by heat. 

The curVe for 48°*1 is very interesting. The abrupt fall shown 
in the lower temperature curves has disappeared, and the curve 
approximates to that which would represent the change of volume 
of a perfect gas. At the same time the compression is much greater 
than that indicated by Boyle’s law. Under 109 atmos. the substance 
is rapidly approaching the liquid volume. Experiments above 48°’ 1 
were not made ; but it is clear that as the temperature rises the curve 
will continue to approach that of a perfect gas. 

Experiments were made at much higher pressures, and the sub- 
stance was made to pass without break or 'interruption from what is 
universally regarded as the gaseous state to what is, in like manner, 
regarded as the liquid state. Take, for example, carbon dioxide at 
50"', or at a higher temperature, and let the pressure be increased to 
150 atmospheres. In this process its volume will steadily diminish as 
the pressure increases. When the full pressure has been attained, let 
the temperature be allowed to fall to the ordinary temperature of the 
atmosphere. During the whole of this process no breach of continuity 
occurs. The substance at the beginning is what is ordinarily regarded 
as a gas, and at the end it is liquid carbon dioxide, and nowhere during 
the process is there any abrupt change of volume or sudden evolution 
of heat. The closest observation fails anywhere to detect change of 
condition in the substance, nor is there any evidence that at any time 
one part of it is a gas and the other a liquid. The process of com- 
pression and cooling might also be conducted simultaneously, if care 
be taken to avoid having the pressure less than 76 atmos. when the 
temperature is 31"". 

These properties are not peculiar to carbon dioxide. They are 
generally true of all substances which can be obtained as gases and 
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liquids. Nitrous oxide, hydrochloric acid, ammonia, sulphur dioxide, 
etc., all exhibit critical points and rapid changes of volume with 
flickering movements when the pressure is changed in the neighbour- 
hood of these points. 

Below the critical temperature, when the pressure is increased to a 
certain value, the substance suddenly changes from the gaseous to the 
liquid state ; but no such abrupt change occurs above this temperature, 
the substance being gradually reduced to the liquid volume. The 
change from the gaseous to the liquid state below the critical tempera- 
ture is abrupt, like the change from the liquid to the solid state in 
crystalline substances, whereas above the critical temperature it is 
gradual, like the solidification of amorphous substances. 

235. On the State of Matter near the Critical Point. — The ques- 
tion now arises for consideration as to the state of a body at or a little 
above its critical point. Is it gaseous or liquid, or a mixture of the 
two states ? AVhen carbon dioxide gas is compressed at temperatures 
above 31"* C. no visible evidence of liquefaction is obtained, even when 
the compression is pushed up to the point at which the liquid volume 
is attained. In this case, then, does the substance continue through- 
out in the gaseous state, or does it liquefy in the whole or in part, or 
are we presented with a new state of matter ? Such are the questions 
raised by Andrews, and since they were first proposed they have been 
the subject of much discussion and. inquiry. If carbon dioxide gas at 
100° C,, for example, or any higher temperature, is compressed, few 
would hesitate to declare that the gaseous state is maintained through- 
out the compression, just as when hydrogen or nitrogen is subjected 
to great pressures at ordinary temperatures. 

On the other hand, when the experiment is made with carbon 
dioxide at temperatures a little above 31° C., the rapid change of 
volume which occurs during a certain period of the experiment would 
lead to the conjecture that liquefaction, total or partial, actually takes 
place, although optical tests fail to detect it. Against this view it 
might be urged that during this period of rapid change of volume, 
increase of pressure is always necessary for diminution of volume, and 
this is opposed to the ordinary laws of the liquefaction of saturated 
vapours. Furthermore, the higher the temperature the less marked 
this period of rapid change becomes, until it ultimately disappears. 

In the opinion of Andrews the answer to the question is to be 
found in the intimate relations which exist between the gaseous and 
liquid states of matter. These he regards as only widely-separated 
forms of the same condition of matter, which may be made to pass into 
one another by a series of gradations so gentle that the passage shall 
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nowhere present any interruption or breach of continuity. Thus at 
high temperatures and low pressures the substance approximates to the 
condition of an ideal gas obeying Boyle’s law. Increase of pressure 
and reduction of temperature decrease the mean free path and kinetic 
energy of the molecules, and the substance begins to deviate sensibly 
from Boyle’s law. It commences to acquire the properties of the 
liquid, and gradually loses the distinctive properties of the so-called 
perfect gas. The gas and liquid then are, in the ojunion of Arnlrews, 
“ only distant stages of a long series of continuous physical changes.” 

In the opinion of MM. Cailletet and Colardeau,’ however, and 
other French physicists, the liquid state persists after the critical 
point has been passed. At the critical point the liquid dissolves the 
vapour in all proportions. For this reason the surface of separa- 
tion disappears in the experiment of Cagniard de la Tour, and 
the tube becomes apparently empty. In sui)port of this view the 
following experiment is quoted. Iodine possesses the property 
of dissolving in liquid carbon dioxide and colouring it. ' It does 
not, however, dissolve in the vapour. A small quantity of iodine 
was consequently deposited by vaporisation on the upper end of 
the tube in which carbon dioxide gas was compressed to Ihjuefac- 
tion, and a thin layer of sulphuric acid protected the mercury from 
the action of the iodine. When the liquid carbon dioxide attained the 
level of the iodine it dissolved a portion of it, and became of a rosy 
violet colour. On raising the temperature to ‘11'" C. the meniscus 
disappeared as usual, while the colour remained in all that part of the 
tube which was previously occuined by the litpiid. The colour did not 
spread through the whole mass, but Avas restricted to the same region 
as before. From this it Avouhl apjiear that the li((uid is not really 
converted into vapour, as Cagniard de la Tour supposed, but that the 
meniscus alone disappears. The part Avhich was liquid still retains 
the power of holding iodine in solution, while the vaj)our above has 
not yet attained the property of dissolving iodine, for in the upper 
part of the tube it is in contact with the deposit of iodine, but remains 
without action upon it. 

Analysis by the spectroscope indicated that the iodine was still in 
solution, and not suspended in the lower part of the tube. The 
absorption spectrum of iodine i;i solution is very different from that 
of iodine vapour ; but as the critical point was passed the absorption 
spectrum of the coloured carbon dioxide showed no change. 

^ Cailletet ami Colardeaii, Journal de Fhifsdquef tom. viii., 1880 ; Ann. fie 
Chiniie ct de Physique^ 6® ser., tgin. xviii., Oct. 1889. 

2 Cailletet and Haute feiiillc, Comptea Rendtis, toin. xcii. j». 840, 1881. 
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The same authors also attacked the problem from another point 
of view. If the substance is altogether vaporised at the critical 
point, then as the temperature is raised beyond the critical point the 
tube will be filled with a non-saturatod vapour, and it was inferred 
that the curve connecting its pressure and temperature should be 
unique (being that of a .gas near its condensing point), and should 
therefore be independent of the quantity of liquid present just before 
the meniscus disappears. If, on the other hand, the liquid state still 
persists, vaporisation will go on beyond the critical point just as 
before, and the pressure at any temperature will depend on the 
quantity of liquid present when the meniscus is about to vanish. 
Fig. 139 shows the result of experiments made with different initial 
quantities of liquid. The part OM indicates the pressure of the 
saturated vapour as the temperature rises to the critical point. Above 
this point the curve is not unique, but depends on the quantity of 
liquid present when the meniscus is about to vanish.^ The branches 
MD, ME, etc., correspond to the cases in which the liquid occupied 
different fractions of the total length of the tube at the moment of 
disappearance of the meniscus. Hence the portion of the pressure- 
temperature curve above the critical point depends on the quantity of 
liquid present when this point is just reached, and this seems to favour 
the idea, proposed by Ramsay in 1880 and Jamin in 1883, that the 
liquid persists beyond the critical point, and that the meniscus alone 
has vanished. The vanishing of the meniscus means that equality of 
molecular attraction in the liquid .and vapour has been established. 
It does not necessarily follow that equality in density has also been 
attained, and conversely equality of density alone does not involve 
identity of molecular attraction and the vanishing of the meniscus. 
Equality of density alone was assumed by Ramsay and Jamin, so 
that at the critical point the liquid could swim freely on the vapour. 
M. Jamin expected also that with increased pressure above the 
critical point the vapour would become more dense than the liquid, 
and that the latter would consequently rise to the top of the tube and 
float on the vapour. This reversal could not be obtained after 
repeated trial by M. Cailletet,^ and silthough such an extraordinary 
result might be possible, yet it is certainly not to be reasonably 
demanded. In order that it should occur (admitting the simultaneous 
existence of the two states above the critical point), the compressibility 

^ It in possible that this may arise from the presence of impurities, and the 
diiliculty of securing a uniform temperature inside a thick glass tube, or it may 
depend on the pressure (see further note on p. 460). 

* Jamin, Journal de Phys^ique^ 2° sdr., tom. ii. p. 389, 1883. 

“ Cailletet, Journal de Physique^ 1® s4r., tom, ix. p. 192, 1880. 
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of the vapour above the critical point should be greater than that of 
the liquid, and this might or might not be the case. 

The mutual solubility of two substances depends on the tempera- 
ture and pressure. M. Duclaux^ has shown that two licpiids which 
do not mutually dissolve each other in all proportions may bo made 
to do so by suitably altering the temperature. Thus amylic alcohol 
and ordinary alcohol diluted with water when shaken together in a 
tube at ordinary temperatures do not mix completely, but settle into 



Stuam line 
for water. 


two layers with a distinct surface of separation. As the tube is 
gradually warmed, however, a temperature is’ reached at which the 
meniscus flattens and disappears, and the liquids mix completely, 
forming an apparently homogeneous fluid. On cooling again, as this 
temperature is approached, stri® and undulations appear, as in the 
experiment of Cagniard de la Tour. At this temperature the liquids 
have not the same density ; the property of mutual solubility alone 
has been acquired. The conclusion of Cailletet and Colardeau is 
therefore that the critical point is not necessarily the point at which 


Duclaiix, Jounuilde Physiqm, 1® ser., tom. v. p. 1^1, 1876. 
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^the density of the vapour is equal to that of the liquid, but the point 
at which the vapour and liquid mutually dissolve each other in all 
proportions. From this point of view the liquid may exist in solution 
in its own vapour, and when a gas is highly compressed the liquid may 
be present although invisible. It only becomes visible when the tem- 
perature is below that of the critical point. That liquid carbon dioxide 
really exists in solution in the gas at 40° C. under a pressure of from 
80 to 100 atmospheres, M. Cailletet considers confirmed by the fact 
that the substance in this state dissolves iodine. 

The simultaneous existence of the two states above the critical 
point does not, however, appear to have been sufficiently proved. All 
experiments prove that as this j)oirit is approached the density of the 
liquid approximates to that of the vapour. In the upper and lower 
parts of the tube we have then the same substance at the same tem- 
perature, pressure, and density, and when the meniscus disappears they 
have further the same molecular attraction or are mutually soluble, 
and there seems no reason for the supposition that the substance in 
the upper part of the tube is in a different state of molecular aggrega- 
tion from that in the lower. Mr. Hannay ^ describes experiments in 
which the liquid was coloured and the vapour above it colourless, but 
on passing the critical point the whole became coloured, showing that 
mutual diffusion occurred. This of course docs not prove that the 
liquid state may not persist beyond the critical point ; but, on the 
other hand, the experiment cited by M. Cailletet as to the solubility 
of iodine in highly compressed carbon dioxide does not prove that 
liquid carbon dioxide is present. For according to his own showing 
the solubility of one substance in another depends on the temperature 
and pressure, so that although carbon dioxide gas may not dissolve 
iodine at low jircssures, this property may be acquired by it at other 
• pressures and temperatures, and even though the vapour in the upper 
part of the tube did not acquire this property at the critical point, all 
that is proved is that the matter occupying the !bwer jmrt of the tube 
still retains the power of holding in solution the iodine already dissolved 
in it. 

The difficulty is probably fostered by the vague use of the terms 
liquid and vapour in this case. The essential difference between a 
liquid and vapour, besides that of aggregation, is entirely one of the 
. length of the mean free path of the molecules. As the temperature 
and pressure increase the mean kinetic energy of the molecules 
increases and the mean free path in the vapour diminishes, so that 
when the critical point is reached there appears to be no reason why 
1 J. B. Hannay, Proc,.Jioy. Soc, vol. xxxiii. p. 294, 1881. 
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both these quantities should not be the same in the upper and lower 
parts of the tube, that uniformity of state is established throughoutti 
the mass ; but as to whether this state is to be called liquid or vapour, 
or a mixture of both, depends merely on a choice of terms. 

236. On the Determination of the Critical Constants. — The 
physical constants which characterise the critical state of matter have 
become of considerable importance in the determination of the 
mathematical functions which represent the thermal and mechanical 
properties of fluids, and which establish the relations between the 
liquid and gaseous states. The accurate determination of the three 
critical constants for various substances is consequently a matter of 
importance. Of these the critical temperature is the most easily 
determined, for by employing as heaters the vapours of pure liquids 
boiling under a constant pressure, which can be adjusted at pleasure, 
the temperature can be regulated with considerable nicety, and is 
easily measured. 

The critical pressure may also, as a rule, be determined without 
very much difficulty, provided that the substance is obtained perfectly 
pure, — a matter of prime importance. In the case of substances 
which attack mercury at high temperatures the ordinary method of 
operation requires modifications, which render the calculations more 
laborious, but otherwise the difficulty is not greatly increased. 

The estimation of the critical volume, oven when the substance is 
perfectly pure and without action on mercury, is a matter of much 
greater difficulty. In order to secure a correct reading of the critical 
volume it is necessary that the substance should be exactly at the 
critical temperature. A very small alteration of temperature, such as 
0°1 C., at, or just below, the critical point, produces a considerable 
alteration in the volume, and for this reason a small error in the 
temperature leads to a considerable error in the volume. The main 
object is therefore to bring the substance exactly to the critical tem- 
perature. Professor Sidney Young ^ takes the substance to be in this 
state when, on rapidly increasing the volume somewhat above the 
critical volume, the fall of temperature due to expansion causes a 
momentary separation of the liquid and vai)our. In order to deter- 
mine the critical volume this temporary mark of division is noted, 
and the volume then slightly diminished. After a few minutes the 
temperature becomes constant, and the volume is again increased 
slightly but rapidly, and the position of the mark of division of liquid 
and vapour again noted, this being now nearer the top of the tube. 
Proceeding in this way, it is possible, under favourable conditions, to 
* S. Young, J/afjf. vol. xxxiii. jj. 181, 1892. 
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make the substance occupy such a volume that a very slight but rapid 
expansion gives a temporary mark of division of liquid and vapour 
almost exactly at the top of the tube. This volume Professoi’ Young 
takes as the critical volume. 

In the case of substances, such as water, which attack glass at high 
temperatures, these methods cannot be applied. The method adopted 
by MM. Cailletet and Colardeau ^ in the case of water was founded 
on the observation of the vapour pressure curve when the liquid was 
enclosed in a strong steel tube. If a suitable quantity of the liquid 
be taken in the tube the vapour pressure will be unique up to the 
critical point, but beyond this point the course of the curve will 
depend on the quantity of liquid present when the critical point is 
approached (Fig. 139). By starting with different quantities of 
liquid in the tube, the point at which the vapour pressure curve 
begins to branch can be determined, and the critical constants thence 
deduced. The same method may be employed to determine the 
critical constants of any other substance, the inside of the tube being 
coated with platinum, or some other substance, to avoid attack. 

The apparatus of Cailletet and Colardeau is shown in Fig. 140. 
The tube FD which contained the water was made of steel sufficiently 
strong to resist the pressures experienced during the experiments. 
This tube was heated directly in a bath VV', and by means of a 
flexible steel tube ABC it communicated with another similar and 
equal steel tube FT, which communicated with a hydrogen manometer 
M and a pump by which water was forced into both. The pressure 
of the vapour in FD is transmitted to the manometer by means of this 
water and the thread of mercury in the tube DABCE. An insulated • 
platinum wire penetrates the wall of the tube ET at S, and when 
the mercury rises to this level, so as to come into contact with it, an 
electric circuit is closed and an electric bell is set ringing. By this 
means the level of the mercury in ET can be kept exactly at S, and 
consequently the space DF occupied by the liquid and vlipour can 
be kept constant. When the temperature rises the vapour pressure 
increases, and the mercury is forced through ABCE and rises into 
contact with the platinum wire at S, and sets the bell in motion. 
The pump is then placed in action till the ringing just ceases. A 
second platinum wire penetrates the wall of TE, insulated at S", some 
centimetres above S, and this is in connection with another bell, so 
that if the expansion of the vapour is rapid, or the action of the pump 
too slow, the mercury rises to S' and the second bell rings. This 

’ Cailletet et Colardeau, Comptes licndus, tom. cxii. p. 563, 1891 ; and Ann. de. 
Chimie et de Physique^ 6» ser,, tom. xxv. p. 519. 
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gives warning that the vapour is on the point of expelling all the 
mercury from the reservoir, and this of course must avoided. 

The liquid first employed in the bath was mercury, the boiling 
point of which is below the critical temperature of water. For 
higher temperatures a bath of equal parts of the nitrates of soda and 



Vitr. 140 . 


potash was used. This mixture is notably more fusible than either 
constituent becoming liquid at 220" C., and can be used easily 
up to above 400“ C. The bath was heated by a gas-burner, 
which was controlled so as to give a sUitionary temperature. The 
following results were obtained for the pressure of saturated water 
vapour : — 


[Table 


dKPd 01 
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The curve of vapour pressure branches at C., which is therefore 
the critical temperature of water substance, the corresponding pressure 
being 200*5 atmos. (see Fig. 139). 

237. Distinction between Gases and Vapours. — Previous to the 
experiments of Andrews there was no clear distinction between gases 
and vapours. In general, substances which assumed the gaseous 
condition at ordinary temperatures were termed gases, while those 
which assumed the condition of a liquid at the ordinary temperatures 
of the air were termed vapours when in the gaseous state. Thus ether 
in the gaseous state was'^ termed a vapour, whereas sulphur dioxide 
was called a gas, yet these substances, fiom the present point of view, 
are both vapours — one derived from a liquid boiling at 35° C., and 
the other from a liquid boiling at — 10° C. The distinction between 
gases and vapours was thus determined by the trivial circumstance of 
the boiling 2 )oiiit of the liquid being lower or higher than the ordinary 
temperatui’e of the atmosphere. Such a distinction may have 
advantages for ordinary reference, but it is without scientific value. 
A criterion for scientifically distinguishing between a gas and a vapour 
is alTorded, as Andrews pointed out, by the critical temperature. 
Thus a substance can exist 2 >i*rf'ly in the liquid and partly in the 
gaseous state, or as a liquid and vapour in contact, only at temperatures 
below the critical tem 2 Jerature. Above the critical temperature it is 
impossible to compress the substance so that part of it may visibly 
* assume the liquid state while the remainder exists as a vapour. For 
this reason a va 2 )Our may be defined as a gaseous substance, which may 
be in the whole or in 2 ^art compressed into the liquid state — that is, 
a gaseous substance at a temperature lower than the critical tempera- 
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ture. On the other hand, a gas is a substance at a temperature higher 
than its critical temperature. 

According to this .definition, any substance may be a gas or a 
vapour according to its temperature. A gas cannot be changed into 
a liquid by pressure alone, but a vapour may be changed by pressure 
into the liquid state, and may exist in presence of its own liquid. 
Thus carbon dioxide is a gas above 31° C., and a vapour at lower 
temperatures. 

238. Critical Point of a Mixture. — In his later experiments 
Andrews*^ proved that the presence of a so-called permanent gas, such 
as air, lowered in a marked manner the critical temperature of a 
liquefiable gas, such as carbon dioxide. Thus when three volumes of 
carbon dioxide gas were mixed with four of nitrogen no liquefaction 
took place at any pressure until the temperature was reduced to - 20° 
C. The addition of even of its volume of air or nitrogen to carbon 
dioxide lowers the critical temperature several degrees. 

An extremely important observation was made by M. Cailletet *^ in 
this department. A mixture of five parts of carbon dioxide with one 
of air was compressed at such a temperature that liquefaction was 
produced. On gradually increasing the pressure atconstant temperature 
the meniscus of the liquid faded, and at a certain pressure disappeared 
(cf. p. 442). On diminishing the pressure again the liquid reappeared, 
and the pressure at which this occurred was lower the higher the 
temperature, as shown by the following table ; — 


Pressure (atm.). 

132 

121 

120 

113 

no i 

I Temperature . . 

;V' %5 0. 1 

10" 

r4 

18" 

in- i 

1 


At 21 C., however, the gas did not liquefy under a pressure of 400 
atmospheres. 

The disappearance of the liquid carbon dioxide on increasing the 
pressure is very plausibly explainefl from Cailletct’s point of view that 
the solubility in the liquid of the gas, or mixture of gas and vapour, 
occupying the upper part of the tube, increases with the pressure, and 
. at a certain pressure they will mix in all proportions, and the surface 
of separation will disappear at this point,'* 

^ Aiiclrew&i, Vroc, llotf, vol. xxiii. 514, 1875. 

Gailletot, Comptea tom. xc. p. 210 ; and Journaf de Phijauiuc^ 1^* .ser., % 

tom ix. 192, 1880. 

•* This question has boon attacked thermodynamically by M. Diihcm {JourtMl dn 
Physique^ tom. vii. p. 158, 1888), who shows that the expcriiiifiital results follow 
from the thcrmodyiianiic potential of the system. 

2 G 



450 


THEORY OF HEAT 


CHAP. V 


Further investigations of the critical point of mixtures have been 
made by Bamsay, Pawlewski, Ansdell, and Dewar. According to 
Pawlewski,^ the critical point of a mixture of two substances belonging 
to the same class of organic compounds should be intermediate between 
that of the constituents, and divide the interval between the critical 
temperatures of the constituents in a proportion measured by the per- 
centage composition of the mixture. Thus Sir W. Ramsay found that 
the critical temperature of a mixture of equal weights of pure benzene 
and ether was half-way between those of the constituents. According 
to the experiments of Mr. G. Ansdell,*^ this law is not accurately 
fulfilled by mixtures of hydrochloric acid and carbon dioxide. If the 
law held generally, then the critical temperature of any substance, 
such as hydrogen or nitrogen, could be determined by noting the 
critical temperature of a definite mixture of it with some other 
substance, such as carbon dioxide whose critical temperature is known. 

In the experiments of Professor Dewar -* on mixtures of carbonic 
acid with other substances, liquefaction appeared to set in at tempera- 
tures above the critical temperature of the gaS. The presence of the 
second substance thus appeared to raise the critical point. This may 
perhaps arise from the formation of some now compound under parti- 
cular conditions of temperature and pressure. These experiments 
are very interesting. Thus carbon dioxide in presence of bisulphide of 
carbon liquefied under 49 atmos. at 19^’ C., and floated on the convex 
surface of the bisulphide. At SS'' C., liquefaction took place under 
78 atmos., and at 40"" C., under 85 atmos. At 58'" C., liquefaction 
seemed to occur at 110 atmos. On kcex)ing the temperature at 47“ C. 
and gradually increasing the pressure, the iqjper surface of the liquid 
carbon dioxide disai)peared under 110 atmos., as in Cailletet’s experi- 
ment, and reappeared on reducing the pressure to 75 atmos. 

In [presence of chloroform at 28° C., the carbon dioxide liquefied 
under a jn’essure of 25 atmos., and on increasing the j)ressure to 50 
atmos. the two liquids mixed com^Dletely. At 35° C., liquefaction set 
in under a pressure of 55 atmos., and the carbon dioxide mixed 
rajjidly with the chloroform on standing. 

In jDrosence of benzene the carbon dioxide liquefied at 18° C., and 
a pressure of 25 atmos.; and at the moment of liquefaction the surface 
of the benzene was violently agiUited, the liquid carbon dioxide falling 
through it in an oily stream, and mixing with it completely up to a 
^certain point. It then collected on the surface in a distinct layer as 

' Beriehle, No. IV., 1882. 

® G. Ansdell, Proc. Roy. Sec. vol. xxxiv. p. 113, 1882. 

• * James Dewar, Proc. Roy. Soc. vol. xxx. p. 638, 1880. 
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further condensation proceeded, but on standing for about five minutes 
the line of separation disappeared, and the two liquids formed an 
apparently homogeneous mixture. On releasing the pressure the 
carbon dioxide boiled away rapidly from the benzene. At 35® lique- 
faction occurred under 35 atmos. ; but in this case the litjuid carbon 
dioxide did not fall through the benzene as before or ai>pear to bo 
nearly so soluble in it. At 52'" C. and 70° C. liquefaction occurred 
under 60 jind 85 atmos. respectively, and in each case the two 
liquids mixed — in the former on standing, and in the latter rapidly. 
Similar results Avere obtained in presence of ether and nitrous oxide. 

In the case of camphor some small pieces were fused so as to 
adhere to the sides of the tube near its upper end, and the tube was 
then filled with carbon dioxide gas. The temperature being 12° C., 
the camphor began to melt Avhen pressure was applied, and ran down 
the sides of the tube laifore the mercury appeared in sight. On 
suddenly releasing the pressure when the tube was full of liquid at 
50° C., the sides of the tube became coated with crystals of camphor, 
and these rapidly dissolved again when the pressure was increased. 

Other substances were investigated with similar results, and in the 
oiiinion of Professor Dewar, the carbon dioxide behaves throughout as 
if it formed an unstable compound with the other substance present, 
and this compound is decomposed and reconstituted according to the 
conditions of temperature and pressure. 

239. Liquid and Vapour Densities up to the Critical Point.^ — 
When a vapour is comiwessed to liquefaction in a tube, a means of 
determining the density of both the liquid and saturated vapour is 
afforded. By this method the saturated vapour density and other 
physical constants of hydrochloric acid weje deduced by Mr. G. 
Ansdell.^ A tube, such as that used by Andrews, was filled with the 
gaseous substance, arnl its mass became known by observation of the 
initial volume, |)ressure, and tem])erature. The pressure was then 
increased till the condensing point was reached, and the volume was 
then noted. This volume gives the density of the saturated vapour, 
and may be determined by taking the mean of two observations —one 
at the j)oint where the volume diminishes, and the manometer ceases 
to show increase of pressure, and the other in the reverse o])cration, 
when the volume is allowed to increase, and its value is observed at 
the })oint where the manometer shows a slight decrease of pressure. ^ 

The mercury was then caused to rise in the tube till thc5 whole 
gas was liquefied. The liquid now filled the top of the tube and its 
volume was observed ; the tube being already carefully calibrated. 

1 G. Aiindell, Proc, Hoy, Soc. vol. .nxx. p. 117, 1879-80. 
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This volume gave the density of the liquid. From the results of the 
experiments it appears that the density of the saturated vapour 
steadily increases as the temperature rises up to the critical point, 
while that of the liquid diminishes, and near the critical point the two 
approximate to equality. In Fig. 141 the volume of the saturated 
.gQ vapour — that is, the whole 

yA volume occupied when the 

gas is just at the condensing 
^ point — is plotted for various 

^ temperatures along the 

S -so curve AC, while the liquid 

3 volumes at the same tem- 

^ peratures are shown by the 

$ curve BC. A mutual union 

^ of the two curves is indi- 

_30 cated at the critical point, 

but experiments could not 

o Sp .VOL OF ^ made nearer than 0”‘25 

?o 20 JO 40 ^ C. to this point on account 

of the rapid chanp of 
volume. This equality of 
volume or density at the critical volume is what would be naturally 
expected, find it is in accordance with similar experiments by MM. 
Cailletet and Mathias, x 

A number of experiments on ether led Avenarius ^ to the con- 
clusion that the density of the saturated 
vapour is not the same as that of the liquid ® 
at the critical point. Mr. Ansdell, however, 
points out that as the critical temperature of 
ether is 192”’G C., Avenarius was under the 
disadvantage of working at a high tempera- 
ture, which it would bo difficult to keep 
constant to' within half a degree centigrade. 

In the experiments of MM. Cailletet and 
Mathias - the method of determining the 
density of the liquid differed from that adopted 

by Ansdell. The mercury was not forced B 

0 up till lic^uefaction was completed and the 
upper end of the tube filled with liquid 
alone, but the gas tube and compression pump 

^ AveiiHriiKS, Mf'rn. Acad, Sci, St- Peter shourg^ 1876-77. 

'•* CaiJlctfit and Mathias, Joimial de Physique^ 2° .ser., torn. v. ]». 1886. 


Fig. J42. 



ART. 239 


ON THE CONTINUITY OK STATE 453 

were connected to a piece of apparatus like tliat shown in Fig. 142. 
This consists of a tube ABC, the two arms of which are united at 
D and communicate through the tube DE with the gas tube and 
compression pump. The lower part of the tube contains some mercury 
AB. On cooling the tube arid gradually increasing the pressure 
liquefaction takes place in both arms. After a small quantity of liquid 
is thus obtained in each arm the condensation in A is stoirpcd, and the 
arm BCD is alone cooled, and condensation is allowed to proceed in it 
till a cglunin of liquid 15C of a convenient height is obtained. The 
difference of level of the mercury in the two arms gives the weight of 
the column of liquid above B diminished by that above A. The object 
of having liquid in both arms is to correct for the difference of surface 
tension which would exist if the mercury at A wore in contact with 
the gas, and that in B with the liquid. 

By this means the density of the liquid is found, and the results 
of the experiments were found to be represented l)y the following 
formuhe ; — 

. For nitrous oxide from - 20 '-6 C. to i 24 C. — 
fj = 0-342 + 0-001 f}6a + 0-0922 v'36-4 - 0, 

For carbon dioxide between - -‘H ’ C. and + 22” C. - 
0-350 + 0-003.5^ 4 0«101 

and for ethylene at - 21” C., - 3”-7, 4”-3, and 6^*2 respectively, the 
density of the liquid was 0*414, 0-353, 0-332, and 0-31. 

The saturated vapours were studied in a manner similar to that 
employed by Aiisdell, namely, by noting the volume at the point of 
liquefaction. The formula; obtjiined were : — 

For nitrous oxide (saturated vapour) — 

/5^0-5099 - 0-003610 - 0-0714 ^36-4 0. 

For ethylene — 

p = 0-l?29 - 0-001880 - 0-0.346 - 0, 

and for carbon dioxide — 

p = 0-5668- 0-004260 -0*084 -0. 

These formulae belong to the general type 

where Oc is the critical temperature, and if a curve be constructed 
with p and 6 as co-ordinates it will be an arc of a parabola. Such a 
formula, of course, cannot be expected to be more than roughly 
approximate. 
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More recently M. Amagart * has employed a somewhat different 
method. In the method employed by Ansdcll the saturated vapour 
density is estimated by observing the volume occupied by the sub- 
stance in a graduated tube when the pressure is increased just to the 
point of liquefaction. It is, however, very difficult to , determine the 
exact point at which the first traces of liquid appear, or at which the 
last traces disai)pear, and a small trace of air retards the li(piefaction 
considerably, and then it takes place at a pressure notably superior to 
the maximum pressure of the pure vapour. It is oidy whpn some 
of the substance has been condensed that liquefaction takes place at 
the noi'inal pressure. For this reason M. Aniagat. adopted" the follow- 
ing method. The gaseous substance was compressed till .part of it, 
say -,\j the total mass, was liquefied. When equilibj'ium was 
thoroughly established the volumes of the liquid ajid vapoui* were 
observed. The condensation was then jn’oceoded with till or 
were liquefied and the new volumes were observed. If and 

Av denote the increase of liquid and the decrease of vaj)our when we 
pass from the first stage to the second, /> and // the densities of the 
liquid and saturated vapour res[)ectivcly, then the mass of va]>our 
condensed is 

<»r />A/* ; 

hence 

Ai? p 
Av p ‘ 

But if r and r denote the^ total volumes of liquid and vapour, we hayci 

po + = m.j 

where nt is the whole mass of the substance. From these two 
equations we obtain the (]uan titles p and // at once. 

In this method the effect of the variation of the meniscus with 
temperature is eliminated, as it has no influence on the ratio of Ar to 
A?’'. The difficulty of the observations, however, increases rapidly 
as the critical point is approached, the instability of the substance 
rendering it difficult to obtain the meniscus in a steady position. 

While carrying out these experiments M. Amagat noticed some 
interesting effects which had not been previously recorded. Thus by 
slow com 2 )ression the meniscus disappeared at a temperature inferior 
to that of the critical point (at 30''- 5 C., for example, in the case of 
^rbon dioxide). As long as the meniscus existed the interior generators 
of the tube appeared broken at its level (on account of the difference 
of refractive index) in such a way as to produce the appearance of a 
sudden diminution of internal diameter of the tube. At the moment 

* £. Amagat, Compt-es Mevidus, tom. cxiv. p. 1093, May 1892. 
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of vanishing of the meniscus the breach in the generators disappeared 
and was replaced by two curves joining very regularly the two 
portions of each generator, the density at the same time a})pearing to 
pass in a continuous manner through all values from p to p. This 
appearance was very transitory. An opaque horizontal band, resem- 
bling a thick emulsion, suddenly sprang up towards the middle of the 
curvature and then disappeared. The meniscus then vanished with 
the broken generators, and a shower of fine drops fell upon the surface 
of the liquid and agitated it violently. In some cases the rain of 



droplets resembled the bubbles of vapour rising in a boiling liquid, 
and sometimes bubbles rose while the droplets fell, both phenomena 
occurring simultaneously. 

These facts show how difficult it is to make measurements at 
within two or three tenths of a degree of the critical point. M. 

‘ Amagat was, however, able to obtain good results by this method up 
to SI"" C. with carbon dioxide. The results of his experiments arefc 
shown in Fig. 143, whore the saturated vapour and liquid densities 
are represented by a curve having the densities for ordinates, and the 
corresponding temperatures for abscissae. This curve, like those of 
MM. Cailletet and Mathias, resembles a parabola having its axis some- 
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whfit inclined to the axis of temperature. The locus of the middle 
points of its chords is accurately a right line,^ but the summit of the 
curve is much ilatteV than that of a true parabola, the densities of the 
liquid and vapour rapidly approaching equality at the critical tem- 
perature. At this temperature the two branches of the curve unite. 

On the same diagram is represented the curve of vapour pressure 
having the same temperatures for abscissae, and the corresponding 
pressures as ordinates. The intersection of this curve with the 
ordinate at the critical temperature gives the critical ])ressure. All 
the critical constants are thus determined. For carbon dioxide 
M. Amagat finds 

0., 7/0 = 72-9 atm., ^. =0-163. 

The remaining curve shows the water-line and steam-line — that is, 
the border curve or locus of points at which the substance is all liquid 
01 * all saturated vapour. The pressures Vicing ordinates and the 
volumes abscissae, it gives the volume of the substance when it is all 
saturated vapour oi- all liquid at any temperature iqi to the critical 
point. 

240. James Thomson’s Hypothesis. — Two years after the publica- 
tion of Andrews’s experiments on the isothermals of carbon dioxide. 
Professor Janies Thomson ^ supplemented these curves by an ingenious 
speculation suggested by the shape of the isothermals immediately 
above the critical temperature, as well as by the idea of continuity 
of transformation so 'much insisted on by Andrciws. Thus in Fig. 144 
the broken line ABODE represents the ordinary isothermal of a sub- 
stance passing from the liquid to the gaseous state. The part AB 
refers to the liquhl state, and is approximately a straight line parallel 
to the axis of pressure. At B the vapour pressure is equal to the 
external pressure, and the substance begins to separate into a mixture 
of saturated vajiour and liquid. The quantity of vajiour increases at 
the expense of the liquid till D is reached, and here the substance is 
all converted into saturated vapour. While this transformation is in 
progress the pressure remains constant, and the line^D, represent- 
ing the isothermal of the mixture, is parallel to the axis of volume. 
Beyond D the substance is a non-satiirated vapour, and the isothermal 
approximates more and more closely to that of a perfect gas. In 
the whole isothermal there are breaches of continuity at B and D, 
if the temperature is below that of the critical point, but no such 
discontinuity appears in the case of an isothermal above the critical 
temperature. Here the curvature of the isothermal undergoes no 

^ [This fact is generally referred to as the law of rectilineal diameters.] 

® J. Thomson, Proc. Roy, Soc., 1871. 
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sudden change at any point. The whole curve is continuous and un- 
broken throughout its course. The same remarks apply to the state 
of the substance. Along the line AB the 
whole mass is liquid and homogeneous 
throughout. At B discontinuity of state 
sets in, one portion being liquid and the 
other portion vapour. At D the simul- 
taneous existence of the two states ceases, 
and the *who1e mass again assumes a 
uniformity of state, being entirely con- 
verted into va^mur. 

In order to comj)lete the continuity 
which exists above the critical tempera- 
ture, and extend it to transformations 
below that temperature, Thomson put forward the suggestion that AB 
and 1)E are portions of the same continuous curve, and are joined by 
some ideal branch, such as BMCND, along which the substance might 
pass continuously from the liquid to the gaseous condition without 
any separation into two distinct states simultaneously existing in 
contact with each other. This part of the curve is very interesting, 
for along the portion BM the condition of superheated liquids, as 
exemplified in the experiment of Donny and Dufour (Art. 187), finds 
representation, and along the portion DN the condition of sui)er- 
saturated vapours finds place. Thus the abnormal conditions of both 
liquids and vapours are embraced by Thomson’s curve, and the 
so-called dijjhultf/ of commencement of change of state is merely the 
passage of the substance along the curve BMCND for some distance 
beyond B or D. 

The condition of the substance at any point along this curve is one 
of uniformity throughout the mass, but it is essentially one of unstable 
equilibrium for any considerable displacement. Thus the vapour 
at N is .what we have termed supersaturated, and if the equilibrium 
be disturbed, condensation will set in, and if the temperature be kept 
constant, the point representing the state of the substance will fall 
with a decrease of volume to n, where the mass is partly liquid and 
partly vapour. In the same manner at M the condition is that of a 
uniform superheated liquid, and if the equilibrium be disturbed a 
sudden formation of vapour with explosive violence takes place, and 
the condition of stable equilibrium for the same temperature is assumed 
at m, where the substance is partly liquid and partly vapour. 

Along the portion between M and N the curve slopes upwards, 
indicating that the volume and pressure increase simultaneously, an 
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unstable condition which is not easily conceived, and which can never 
be realised in a homogeneous mass. Experimental evidence of this 
part of the curve cannot therefore be expected, unless perhaps, as J. 
Thomson himself suggested, it may exist in passing through the thin 
surface film of a liquid in contact with its own vapour. 

If the isothermal curves for any substance be traced, each on a 
separate sheet of cardboard, the upper portion of the cards being cut 
away along the curves, and if these cards be placed with their planes 
parallel and at distances equal to the corresponding difference of tem- 
perature, they will form the characteristic surface of the substance, 

The /?, V, 0 and exhibit the relation between />, v. and 6, ‘ Thomson constructed 

model ^ ' 

such a model for carbon dioxide from the curves of Fig. 144. This 

surface exhibits very clearly the remarkable changes of volume at and 

near the critical point, and it assists in giving a clear view of the 

nature and meaning of the continuity of the liquid and gaseous states. 

Although the whole mass of a substance passing from the state of 
vapour at D to the liquid state at B cannot be made to pass continu- 
ously along the curved path DNCMB, yet during the process of lique- 
faction states cOrnvpoiiding to various points on this line may exist, 
and the passage under constant pressure from vapour to liquid along 
the straight line DOB may be the result of the passage of small por- 
tions of the substance, variously located throughout the mass, through 
the states represented by some such curve as that suggested by James 
Thomson, Thus, although the transformation as a whole appears 
discontinuous, the continuity may be present in various parts of the 
mass while the transformation is being conducted. 

The question now arises as to how the line BD is situated with 
respect to the hypothetical curve BMND; in other words, being 
given the curve find the position of the line, or the pressure of normal 
ebullition at the temperature of this isothermal. The answer to the 
question appears to be that the right line must be drawn so that the 
area BMC is equal to the area CND. The reasoning by which Max- 
well ^ arrived at this conclusion is as follows. Suppose the substance 
to pass from B to D along the hypothetical curve in a state always 
homogeneous throughout, and to return to B from D along the straight 
line DB in the form of a mixture of liquid and vapour. Since the 
temperature is constant throughout, no work, on the whole, can have 
been converted into heat (Second Law, see p. 48), But the external 
work done by the substance in the first part of the process is repre- 
sented by the area enclosed by the curve, and the ordinates at B and 
D with the axis of volume, while that done on the substance in the 
^ Maxwell, Naturcy vol. xi., 1875. 
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second is represented by the area enclosed by the line BD with the 
same ordinates and axis. Hence these areas must be equal and 
opposite ; or, in other words, the area BMC is equal ' to the area 
CND. The value of either area of course cannot be determined, and 
the shape of the curve between B and D cannot be determined until 
some general relation between the pressure, volume, and temperature 
has been established. 

Passing along the right line HD, the substance is partly liquid and 
partly vapour, but in passing from the state of liquid, at B, to that of 
saturated vapour, at D, along the curve suggested by Thomson, the 
substance is at each point of the path homogeneous throughout. The 
equality of areas just mentioned may therefore be stated in either of 
the following ways : — “ The pressure of the saturated vapour is such that 
the external work done during vaporisation is the same as that which 
would be performed if the substance increased its volume by the same 
amount, while at each stage of the transformation it remained homo- 
geneous throughout,” or “ the pressure of a saturated vapour is equal 
to the iimm pressure of the substance while receiving an increase of 
volume corresponding to complete vaporisation, and remaining at each 
stage of the process homogeneous throughout.” 

A method of plotting the uiirealisable, or James Thomson, part of 
the isothermal curve has been described by Professors Ramsay and 

^ The equality of these .aro.'is has been deduced by Clausius ( 7F'm/. Ann. vol. 
ix. p. 337, 1880) from tlie algebraic statement of the Second Law. Assuming the 
cycle composed of the curve BMND and the line 1)B to be reversible, we have for 
tJie whole cycle (see Art. 329) 



but throughout the cycle the temperature is constant, therefore 

or no heat is, on the whole, given to the substance or taken from it during the pro- 
cess, and consequently as before the areas are equal. Thus, Maxwell’s proof rests 
ultimately on the same axiom as that of Clausius, vi/. on tlio second law of thermo- 
dynamics. Both, however, apply principles derived from experience to a case which 
cannot be re.aliscd cxperiinentally, namely, the passage through the states repre- 
sented by the curve, and which consequently casts doubt on the ligitimacy of the 
conclusions. A proof of the theorem can also bo derived from the theorems of 
Gibbs on the thermodynamic surface (Gibbs on tlie Equilibrium of Heterogeneous 
Substances, Chap. VIII., Sec. VI.). 

It may be remarked that the internal energy of the mixture of liquid and satur- 
ated vapour at the point C, where the James Thomson curve is cut by the right line 
'BD (Fig. 144), is not the same as the internal energy of the mass at the same point 
wlien in the hypothetical homogeneous state, but the internal energies in the two 
stages at C ditfer by the area of either loop BCM or CDN. 
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Young. ^ The relation between temperature and pressure is deter- 
mined by drawing vertical lines (constant volume) across the isothermal 
curves, cutting ^them in points which correspond to certain definite 
pressures, which may be determined from a properly constructed 
diagram. A series of equi-volume curves may thus be plotted out by 
using the temperatures as ordinates and the pressures as abscissae. 
All such curves were found to be straight lines, the relation between 
pressure and temperature at constant volume being linear and of the 
form - 

p-—hS 

where a and h are constants depending on the volume chosen, and 
varying with it. The values of a and h being found by experiment 
for any volume at teiViperatures above the critical point, extrapola- 
tion was then applied to temperatures below the critical point, and the 
relation between pressure and temperature determined along the 
unrealisable part of the curve. Experimentally the pressure may be 
cautiously reduced below the point at which boiling occurs, and simi- 
larly a part of the curve on the other side can be realised by having 
the vaj^our in «*i space free from dust, so that condensation does not 
begin, although the temperature is below that of condensation. 

The equality of the areas of the curve above and below the hori- 
zontal vapour line, as already referred to, was tested and verified by 
tracing the curve in this manner on tin plates, and cutting out the 
segments and weighing.-* 

Note. — Near the critical point small changes of pressure are attended by consider- 
able changes of density. M. Gouy (Comptes Rendus, tom. cxv. i». 720, 1892) has 
consequently directed attention to the important influence of the weight of super- 
ineumbciit mass of fluid on the lower strata of a substance near its critical point. 
The effect of this pressure will be to place the lower strata under pressures higher 
than that appertaining to the critical point while the upper strata are still at lower 
pressures. The upper and lower strata may thus bo at very different mean densities, 
and in M. Gouy’s opinion this may explain the observations of MM. Cailletet and 
Colardeau (see further a note by G. Zanibiasi, Phil, Mag, vol. xxxvi. p. 230, Aug. 1893). 


^ Nature^ vol. xliv, p. 276 and p. 608, 1891. 

The equation of van der Waals is of this form (see p. 482). 

[The author has suggested that a conceivable manner in which the change from 
liquid to vapour might take place is by the formation of a very large number of 
equal bubbles equally distributed throughout the mass, gravity being supposed not 
to act. If the.se bubbles grew uniformly till they touched, the mass finally changing 
to a number of equal small drops of liquid distributed throughout the vapour, and 
these drops gradually increased in size and coalesced, then the changes of pressure 
and volume might be re]>resentcd by a curve resembling J. Thomson's curve in form. 
The mass would of course be. heterogeneous and the condition unstable. (T. Preston, 
Phil, May,, Sept. 1896.)] 



SECTION VII 

ON EQUATIONS RELATING TO THE FT.UID STATE OF MATTER 

241. Early Experiments on Boyle’s Law. — A perfect gas has 
been referred to already as an ideal substance which rigorously obeys 
Boyle’s law. The substances which are ordinarily termed gases and 
vapours obey this law only more or loss approximately. Within fairly 
wide limits the volume of any ordinary gas varies very approximately • 
in the inverse ratio of the pressure to which it is subject. This law was 
discovered by Robert Boyle in 1660, and in 1661 he presented to the 
Royal Society his work, “Touching the Spring of Air and its Effects.” 
With respect to the experiments on air he says: “’Tis evident that 
as common air when reduced to half its natural extent obtained a 
spring about twice as forcible as it had before, so the air, being thus 
compressed, being further crowded into half this narrow space, obtained 
a spring as strong again as that it last had, and consequently four times 
as strong as that of common air.” 

According to the dynamical theory of gases Boyle’s law is a con- 
sequence of the comparatively very wide separation of the molecules. 
When the molecules are widely separated, so that they possess free 
paths, during which they move in right lines, and are free from mutual 
influences, the time spent in mutual influence becomes vanishingly 
small compared with the time spent in traversing the frtje path, and 
as a consequence the mutual effect of the molecules on each other 
becomes negligible, at least in a first approximation. ’The nature of 
the molecules and their mutual actions when near each other are thus 
eliminated from consideration. Such perfect freedom of a system of 
molecules from mutual influence is only attainable ideally as a limiting 
case. In the gases found in nature the time spent by any molccule*in 
its collisions with the others is not vanishingly small compared with 
the whole period, and for this reason the effect of the mutual inter- 
actions of the molecules becomes sensible, and deviations from the 
law of Boyle of greater or less magnitude are exhibited. 
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Boyle himself does not appear to have considered this law to 
possess the wide generality afterwards attributed to it. He believed 
that for pressures above four atmospheres the compression of air was 
less than the amount deduced from the law, and Muschenbroek ‘ 
appears to have arrived at the same conclusion. 

Sulzer and Robison ^ both obtained the opposite result, and found 
that when the pressure was increased in the ratio of 7 to 1, the density 
increased in the greater ratio of about 8 to 1. This indicated a very 
wide divergence from the law, and must be attributed to faulty appa- 
ratus and the mode of observation, for later experiments by Oersted and 
Swendsen,*^ with improved apparatus, gave results which were very 
consistent with the law, although, on the whole, the density appeared 
to increase somewhat faster than the pressure. This, however, they 
attributed to errors of observation. 

The next series of experiments was by Despretz.'* The direct 
object of this investigation was to determine if all gases were equally 
compressible. It consequently was not ascertained if any particular 
gas obeyed Boyle’s law, but rather that the different gases were com- 
pressed by different amounts when subjected to the same increase of 
pressure ; and hence, if any one of the gases examined obeyed the 
law accurately, the deviations of the others from it could be deduced. 
The method of experiment was to enclose different gases in barometer 
tubes standing in the same cistern. The tubes were all of the same 
length, and the quantity of gas in each was so adjusted that initially 
the mercury stood at the same level in all the tubes. The system 
was then placed in a tall cylinder filled with water and fitted with a 
screw, by which the pressure could bo increased at pleasure. It was 
then found that when the pressure was increased the previous equality 
of volume of the various gases became destroyed, and that the level 
of the mercury stood higher in some of the tubes than in others. It 
was thus found that such gases as carbonic acid and ammonia were 
more compressible than air, and that when the pressure exceeded 15 
atmos., hydrogen exhibited an opposite effect. Up to 15 atmos. no 
difference of behaviour between air and hydrogen could be detected, 
but at higher pressures the hydrogen possessed a sensibly greater 
volume. This showed that of all the gases examined hydrogen was 
the least compressed at high pressures, or that the product pv was 
greater for air than for any other gas except hydrogen. If the values 

^ See the introductiuii to Kcgnault*s Memoir on the compressibility of gases 
de V Acad, tom. xxi.). 

* Robison, Meehimieal Philosophy, vol. iii. p. 637. 

^ Edin. Journal of Scienjce, vol, iv. 1826. 

Despretz, Ann. de Chimie etde Physiqiie, 2« ser., tom. xxxiv. pi). 335, 443 ; 1827. 
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of pt) were tabulated from such an experiment, while the temperature 
was maintained constant, the extent to which the various gases deviated 
from Boyle's law would be placed in evidence, and if every precaution 
has been taken to obtain them perfectly free from aqueous vapour, and 
all other impurities, the discrepancies must be attributed to an actual 
difference of compressibility of the various gases. 

The research was next taken up by Pouillet,^ who followed the 
method of Oersted and Despretz. He compared the compressibility 
of two gases contained in tubes about 2 m. long, and he concluded 
that oxygen, hydrogen, and nitrogen were equally compressible up to 
100 atmos., and that sulphurous acid, carbonic acid, ammonia, etc., were 
notably more compressed than the former under high pressures. It 
still remained, however, to test the obedience of any single gas to 
Boyle's law ; it was still believed that air obeyed the law, and the 
investigation of this point was taken up by Dulong and Arago.*^ 
Their experiments ranged up to 27 atmos., and within these limits 
they found that the observed volume was always slightly loss than 
that calculated by the law. From an inspection of the numbers 
furnished by their experiments it appears that the difference between 
the observed and calculated volumes did not increase but rather 
diminished as the pressure increased. The difference, however, was 
always very small, and fluctuated a good deal in magnitude, so that 
it could not bo concluded with confidence that any deviation from 
Boyle's law had been proved. For this reason the whole matter was 
investigated by Regnault in a much more comprehensive manner. 

^ Pouillet, l^UimnU de Physique^ tom. i. p. 327. 

- Dulong et Arago, Ann. de Ckimie et de PhysiquCy 2^ ser., tom. xliii. p. 71, 1830. 

•* Kcgiiaiilt, Mem. de VAaui. torn. xxi. j). 329. 

Ill Kcgnault's experiments on Boyle’s law the divnrgeneo of yv could not have 
been due to errors of observation. The dilfcrcnccs would have requir(?d an error of 
reading of the pressure of from 2 to 118 min. 

Regnault represented the results of his ex[M>.riment by a formula — 

w-i.i 

pv \V / - \v J 

In liis second memoir he proposed the formula {ji being expressed in metres of 
mercury) — 

= 1 + A0> - 0*76) + B(j) - 0-76)=*. 

po 

For air and nitrogen A was negative and B positive ; for carbonic aidd both A and 
B were negative ; and for hydrogen both were jwsitivc. — liclation dm Rrpt^ienceay 
tom. ii. p. 237, etc. 

The formula — 

pv — pK{aQ + 6) + RO, 

connecting the pressure, volume, and temperature of a gas, was xirofiosed by Schroder 
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The method of experiment adopted was to enclose the gas under 
examination in a glass tube of accurately determined capacity, and 
surrounded by a bath kept at a uniform temperature. The gas filled 
the tube initially, and its pressure was registered by means of an 
open air mercury manometer. The pressure was then increased by 
forcing the mercury to rise from a cistern below into the manometer 
tube, and this was continued till the volume of the gas was reduced 
to half its initial volume, or very approximately so. Thus if Boyle’s 
law is obeyed, and if Vq=2v^ then we should have In 

practice it was more convenient to bring the final volume v approxi- 
mately to the value and then observe the pressure jo, when 
the initial pressure Avas varied by admitting different quantities 
of gas into the tube.' The following table contains the results 
of Regnault’s experiments on air, nitrogen, hydrogen, and carbon 
dioxide. It will be observed that in no case was the product pv 
found to be constant, but that the quotient p^v^pv exceeds unity in 


Air. 

1 Nitrogen. 

1 Carbon dioxide. ! 

Hydrogen. 

THt‘ 


' ro- 


1 

1 i’o- 

Vf}fo/pv. 1 

j’o- 

'PoVqIjw, 

null. 

738-72 

1-001414 

linn. 

1 753-46 

1-000988 

j mm. 
764-03 

• j 

1-007597 1 

inin. 


2112-53 

1-002765 

4953-92 

1-002952 

3186-13 

1 -028698 '■ 

2211-18 

0-998581 

4140-82 

1 003253 

■ 8628-54 

1-004788 

1 4879-77 

1-045625 

5845-18 

0-996121 

9336-41 

1-006366 

10981-42 

1-006466 

! 9619-97 

1 J 

1-15,5865 j 

9176-50 

0-992933 


the case of all the gases except hydrogen, and notably in the case 
of carbonic acid. In the case of hydrogen, however, the quotient was 
less than unity, and the inference Avas that within the limits of these 
experiments the product pv diminishes as the pressure increases for 
all the gases examined except hydrogen. In the case of this gas the 
deviation is in the opposite direction, the product jrv increases, and the 
compressibility is less than that <leduced from Boyle’s law. This 
apparently peculiar and unexpected behaviour drew from Begnault 
the ironical remark that hydrogen Avas a “gaz plus que parfait.” 

Later experiments have, hoAveA’^er, shown that this property is not 


van der Kolk. 
tcmpcratiirw 


From this it wouhl follow that Boylo’s law would hold only at the 



From Regnault’s experiments M. Keye ualcnlated tiiat this temperature for air is 
79" C., for COy 156" C., and for hydrogen • 41 ’. 
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characteristic of hydrogen, but is exhibited by all other gases under 
high pressures, provided they remain in the gaseous state under these 
pressures. The general law seems to bo that the product pv at first General 
diminishes as the pressure is increased, and after attaining a minimum 
value it begins to increase steadily with the pressure. The exact 
course of the variations of pv is, however, modified to a considerable 
extent by the temperature at which the experiments are made. This 
is placed in evidence by the following important investigations of 
M. Amagat : — 

242. Amagat*s Experiments. — The experiments of Eegnault 
proved conclusively that Boyle’s law is not rigorously obeyed by any 
gas in nature, and that in the case of all the gases examined, except 
hydrogen, the product pv diminished. Within the limits of these 
experiments it jippeared that pv continued to diminish as the pressure 
increased. That this diminution of pv does not go on indefinitely, 
but that after decreasing for some time a value of the pressure was 
ultimately reached beyond which the product pv increased, as in the 
case of hydrogen, was first discovered by Nattcrer while endeavouring 
to liquefy the so-called permanent gases — oxygen, hydrogen, and air. 
Although the ground thus broken by Natterer^ was of the highest 
interest and importance, nearly twenty years elapsed before the 
subject was taken up and examined more thoroughly. This was done 
simultaneously by Cailletet and Amagat in 1870 ; and the experiments 
of the latter ^ especially have advanced the knowledge of the subject 

^ .1. Natterer, IVicmr 1^50, 18.01, 1864 ; Potjff, Ann, vol. Ixii. ]>. 139 ; vol. 
xciv. p. 436. 

® Amagat, Ann. de Chimie et de Physique, 4«s<fr., tom. xxix. ; 5^.stT., tom. xxiii. 
p. 353. Cornqdes Pendus, tom. Ixxiii. p. 183 ; tom. Ixxv. p. 479 ; tom. cxv. p. 638, 
etc., 1892. 

Amagat {C(mpte.s Itendus, tom. xcix. p. 1153) gives the Ibllowiiig table for the 
prodtict for nitrogen and air'at the ordinary teinperatiirc of 16 ' C., by whhdi the 
correct reading of an ordinary air nianometcr may be deterniiiu^l at ordinary 
tomperaturcH : - 


Pressuro in 
Metres of 
Mercury. 


0-76 

20 

26 

30 

35 

40 


Nitrogi!!). 

pr. 


1-0000 

0-9930 

0-9919 

0-9908 

0-9899 

0-9896 


Air. 

pr. 


1-0000 

0-9901 

0-9876 

0-9856 

0-9832 

0-9824 


Pressure ill NiiTogHii. 

Metres of 

Mercury. /w. 


I 

• I 

46 I 0-9895 
50 0-9897 

.55 0-9902 

60 0-9908 

65 0-9913 


Air. 


pr. 


0-9815 

0-9808 

0-9804 

0-9803 

0-9807 


The pressure was determined by a column of mercury in a tube attached to a tower 
65 metres in height. 
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ill a marked degree. The method of experiment consisted essentially 
in the comparison of two manometers — one containing nitrogen, and 
the other containing the gas under examination. The latter was 
placed in a bath, the temperature of which could be varied at pleasure, 
and also maintained uniform during a series of observations. A 
previous investigation of the compressibility of nitrogen, made with 
the greatest care (the pressure being directly determined by means of 
an open air manometer), furnished the means of determining the 
actual pressure by means of the nitrogen manometer. Thus in the 
present investigation the volume and temperature of the gas under 
examination were directly ‘observed, and the pressure was determined 
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Fig. 145. — Hydrogen. 


by the nitrogen manometer. All the quantities, v, and 0 are thus 
known, and the variations of any function of these quantities may be 
determined. M. Amagat represented the variation of the product pv 
at constant temperature by tracing curves, of which the ordinates 
were the values of pv, and the abscissae the corresponding values of 
An inspection of these curves shows that all the gases examined may 
be divided into two groups. Hydrogen is typical of the first group, 
and in this (Fig. 145) the curves are sensibly straight lines within 
the limits of the experiments. The lines corresponding to different 
temperatures are parallel to each other, but inclined to the axis of 
pressure in such a manner as to indicate that pv increases uniformly 
with the pressure. Carbon dioxide and ethylene are typical of the 
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second grou^). In this case pv diminishes to a minimuin, and then 
increases indefinitely with the pressure. 

If Boyle’s law were rigorously obeyed the curve connecting pv and 
p would be a right line, parallel to the axis of pressure, and the curve 
connecting p and v at constant temperature would be an equilateral 
hyperbola. Hence in the case of carbon dioxide and other substances 
of this group, the curve connecting p and v is at first steeper than the 
hyperbola, and afterwards becomes less steep, and is not asymptotic 
to the axis of pressure. 

The behaviour of nitrogen is shown in Fig. 146. At low pressures 
the product pv diminishes as the pressure increases, but after reaching 
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Fig. 146. — Nitrogen. 


a minimum the product begins to increase, and the curve rises like 
that of hydrogen. The figure shows the curves for experiments 
conducted at 17"-7, 30" !, 50".4, 75".5, lOO' l. 

The curves for ethylene are shown in Fig. 147. In this case the 
variation of pv is much more marked. The curve falls rapidly at first 
and is concave towards the axes. It then turns and rises almost 
uniformly. It will be observed that as the temperature increases the 
marked drop in the curve as well as the concavity disappears, and it 
is to be surmised that above a certain temperature the curve would, 
like that belonging to hydrogen, show only an upward slope. The 
fact that the product pv? always increases for hydrogen is then a 
sequence of the fact that at ordinary temperatures it is farther from 
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its critical temperature than the other gases, or at least it is so far 
removed from it that the initial downward slope has disappeared from 
the curve. At low temperatures it is to be expected that the 



Kig. 147.— Bthylone. 


hydrogen curve would show a sag like that of nitrogen, and at very 
low temperatures like those of ethylene and carbon dioxide. 

The curves for carbon dioxide are shown in Fig. 148, and resemble 
generally those of ethylene. Near the critical point the variation of 
the product pv is very rapid, but as the temperature becomes more 
elevated constancy is more nearly approached, and the point of the 
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curve where pv is least gradually recedes from the origin. . Thus, for 
ethylene at 16°*3*0. the minimum value of pv corres]>onds to a pressure 
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Fig. 14.S.— Carbon dioxidp. 

of 55 atmospheres, while at 50® 0. the corresponding pressure is 88 
atms., and at 100® it is 120 atms. In the case of carbon dioxide the 
minimum values of pv at the temperatures recorded in Fig. 148 were 
found by M. Amagat^ to occur at the following pressures ; — 

‘ Aiiiagat, Comptes RenduSf tom. cxiii. p. 450, 1891. 
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It appears from Fig. 148 that these minimum points advance to the 
right as the temperature rises, but that this displacement ceases at high 



Fig. 149. — Carbon dioxide. 


temperatures, and a retrogadc motion sets in, so that the (dotted) 
curve passing through these points possesses a parabolic form. This is 
shown more clearly in Fig. 149, which exhibits the left-hand portion 
of Fig. 148 enlarged. The ^^arabolic form of the dotted curve, 
passing through the miniihum points, is here strongly brought out, as 
well as a second parabolic dotted curve, which appertains to tempera- 
tures below the critical point, and passes through those points at 
which condensation begins as well as those at which it is completed 
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(cf. Fig. 143). The two dotted isothermals correspond to the 
temperatures 32“ and SS"* C. 

The parabola of minimum values of pv can be found from van der 
Waals^ equation (Art. 245) by writing p = p^c = //, and obtaining the 
locus of minimum values of y. 

For very high pressures the curves become for all substances a 
system of sensibly straight and parallel lines, and the equation of any 
one of these lines will obviously bo 

or 

p{v-a)-i^^. 

The quantity a depends on the nature of the substance, while 13 
depends on the temperature. When v = a the pressure is infinite, and 
a is therefore the least volume into which the substance can be com- 
pressed. With this meaning then the above equatioq would be 
interpreted by saying that at high pressures the law of Boyle is obeyed 
by all substances at temperatures above the critical point, if we take 
as the volume of the gas the whole space in which it is enclosed, 
diminished by the least volume of the substance — that is, if the volume 
of the gas be considered as the space v - a rather than the whole space 
V in which it is enclosed. 

For the ratio ajv under a pressure of 760 mm. M. Amagat finds — 

Hydrogen. Carbonic acid. Ethylene. 

0*00078 0*00170 0*00231. 

V 


In all such expei’imental investigations the gas is compressed in a Difficulties 
tube over mercury, and. in testing the truth of Boyle's law a correction 
for the pressure of the mercury vapour must be applied. This cor- 
rection has an insignificant effect at high pressures, but at low pressures 
it leads to great trouble and doubt. For this reason a new series of 
experiments was undertaken by Amagat ' on the compressibility of 
air, hydrogen, and carbon dioxide in a rarefied condition. The same 
question had been previously treated by Mendeleeff*,^ Kirpitschoff, and 
Hemilian, by Siljerstrom^ and Amagat.^ The results of these in- 
vestigations differ considerably, and are attended by certain unavoid- 
able sources of error which become more and more accentuated as the 

^ Amagat, Ann. dc Cfiimie et de Physique^ 6" scr., tom. xxii. p. 397, 1881 ; aud 
tom. xxviii., 1883. 

Meiideleett and Kirpitschoff, Ann, de Chimie et de Physique^ .5® S4*r., tom. ii. j>. 

427, 1874 ; and tom. ix. 1876. 

•* P. A. Siljerstrbm, Pogg. Ann, vol. cli. p. 451, 1874. 

•* Amagat, Ann. de Chimie et de Physigw^ S*’ .sor., tom. viii. 1876. 
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pressure is diminished. At low- pressures the deviation from Boyle’s 
law is exceedingly small, and at very feeble pressures it becomes so 
shrouded by the errors of experiment that it is impossible to be 
certain either of its magnitude or the direction in which it takes place. 
The method of experiment adopted by Amagat consisted in allowing 
the gas, enclosed in a glass cylinder of volume v and at pressure p, to 
expand into another glass cylinder of sensibly equal volume v'. Both 
the cylinders were immersed in an oil bath kept at a constant tempera- 
ture. After expansion the now volume of the gas was v + and its 
pressure was measured. The quantities vp and ( 7 ? -t- v)}/ could thus 
be compared, and the deviations from Boyle’s law, if any, were deter- 
mined. In the case of air no sensible deviation was found at low 
pressures, but carbon dioxide yielded a product pv which diminished 
continuously as the pressure increased. This method of experiment, 
though apparently very simple, presents considerable experimental 
difficulties, and condensation of the gas on the walls of the enclosing 
vessel seems to be unavoidable. 

Numerous experiments on the compressibility of nitrogen, sulphur 
dioxide, carbon dioxide, ethylene, and ammonia have been conducted 
by F. Koth,^ the temperatures being carried to 180® C. by aniline 
vapour, and the pressures ranging up to 168 atmos. The apparatus 
employed was a modification of that adopted by Pouillet. 

[The compressibility of air at low temperatures wjis determined 
indirectly by Witkowski,? making use of Amagat’s values for air at 
16® 0., and of his own experiments on the coefficient of dilatation of 
air (Art. 122). If v is the volume of a mass of air at pressure p and 
temperature 6, Vt its volume at the same pressure and at temperature 
/, Vq its volume at standard pressure and temperature /, and its 
volume at standard pressure and temperature, then we may put 

tro=:'np^v^, 

where is an unknown function of p and 0, but c is known for all 
pressures from Amagat’s experiments. If a volume be heated 
under constant atmospheric pressure to f®, its new volume will be 
Vq = /^q(1 + at\ a being the mean coefficient of dilatation at atmospheric 
pressure which is practically independent of the temperature. If the 
pressure be now raised to p, the volume becomes 

* P P 

‘ Roth, JVied, Ann. vol. ix., 1880. 

^ Phil. Ma>g,t April 1896. 
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and if its temperature be now raised to at constant pressure p, its 
volume will be 


therefore 


W»p(l + a<) ^ 

p 1 + aptt 7 > 


V 


• 6(H at) 


l i- af,^o 
1 -raptl 


In Fig. 150 the ordinates are the values oi pv^ which is proportional 
to for given temperatures and varying pressure.] 



248. Compressibility of Gases under High Pressures. — The 

compressibility of gases under very high pressures has also been in- 
vestigated by M. Amagat.^ The method employed was that used for 
studying the compressibility of liquids^ within the same limits of 
pressure, but the difficulty was far greater, arising chiefly from the 
smallness of the volume which a gas occupies when it is highly 

1 Amagat, Comptes Jtendus, torn. evii. p. 523, 1888. 

^ Ibid. tom. cxv. p. 638, etc. 1892-93. 
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compressed. After numerous trials perfectly reguljir and concordant* 
results were obtained by using for gauging the tubes the method of 
reading by electrical contacts, which then served to estimate in the * 
same tubes the volumes successively occupied by the compressed gas. 

For the same reduction of volume Amagat found far higher 
pressures than those obtained by Natterer. This difference can be 
easily accounted for by the inevitable errors inherent in the method 
pursued by the latter. The following results refer to high pressures. 
For pressures below 1000 atmos. it was proposed to employ an apparatus 
which would enable the temperature to be raised far higher than it 
previously had been with these very high pressures, where it was 
only possibly to work between 0° and 50”. The table gives, for the 
pressures specified in the first column, the volumes occupied at 15° 
by a mass of the gas which occupied unit volume at 15° and 760 mm. 


Atmos. 

Ail-. 

Niti‘0}{i*ii. 

()xyj;i?ii. 

Hydrogen. 

750 

0*002200 

1 

0*002262 



1000 

0-001874 

i 0*002032 

0-001735 

0 *061688 

1500 ! 

0*001709 

0*001763 

0-001492 

0*001344 

2000 

0*001566 

1 0*001613 

0-001373 

0*001161 

2500 

0*001469 

1 0*001515 

0-001294 

0*001047 

3000 

0*001401 

0*001446 

0-001235 

0*000964 




1 




It is interesting to compare the compressibility of strongly com- 


pressed gases with that of liquids. In order to facilitate this com- 
parison the following table from 750 atmos. to 3000 atmos. contains 


Limits of rrrssiire. Air. 

Between 750 and 1000 atmos. 0*000411 

1000 ,,1500 „ 0*000268 

1500 ,, 2000 0*000167 

2000 ,, 2500 „ 0*000123 

2.'i00 „ 3000 ,, 0*000093 


usually defined, viz. - 

1 . 

1 

Nitrogen. 

Oxygen. 

Hydrogen. 

0*000407 



0*000265 

0*000258 

0*000408 

0*000170 

0*000160 

0*000272 

0*000122 

0*000115 

0*000197 

0*000091 

0*000091 

0*000168 


It is thus seen that at high pressures the three first gases have 
pretty much the same compressibility, and that it is of the same order 
as that of liquids. In fact, at 3000 atmos. it is virtually equal to 
that of alcohol at normal pressure. Hydrogen, however, has a much 
larger (almost double) compressibility at 3000, and it is almost equal 
to that of ether about the normal pressure. These compressibilities, 
like those of liquids, increase with the temperature, as is shown in the 
following table for hydrogen : — 
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LimilM of Pressure in Atmos. 

At 0“. 

At 15"*4. 

At 47“*3. 

Between 1000 and 1500 


0*000108 

0-00041^ 

,, 1.500 „ 2000 

0*000263 

0*000272 

0*000280 

,, 2000 ,, 2500 

0*000196 

0*000197 

0*000208 

„ 2500 „ 3000 

0*000156 

0*000158 

0*0001.58 


The apparent densities are easily de<luced from the apparent volumes 
given in the foregoing table, and if we assume the ordinary value of 
the compressibility of glass, the following results are obtained for the 
real densities at 3000 atmospheres : — 

Densities at 3000 Atmos, compared with Water. 

Oxyj'cii .... 1*0972 (apparent) 1*1054 (real) 

Air ... 0*8752 0*8817 

Nitro^'eii 0*8231 0*8293 

IIydro«^en . 0*0880 0 0887 

The curves obtained by measuring p along the axis of abscissae 
and pv along the ordinates are nearly straight lines, but all present a 
slight concavity towards the axis of absciss'ec. 

244. The Properties of Vapours. — At a time when it was supposed 
that the so-called permanent gases rigorously, or with an extreme 
degree of proximity, obeyed Boyle’s law, it had been found that 
vapours near their condensing points deviated considerably from the 
law. The experiments of Cagniard de la Tour (1822), Cahours ^ 
(1845), and Bineau - (1846), proved that as the pressure of an un- 
saturated vapour was increased the product pv diminished up to the 
condensing point, or that the coefficient of expansion of a vapour 
decreases from the condensing point, ultimately falling to that of a 
perfect gas as the temperature of the uii saturated vapour is raised. 
In the experiments of M. Cab ours the coefficient of expansion appeared 
at first to increase to a maximum, and then to decrease gradually to 
that of a perfect gas as the vajiour was gradually heated from the 
point of saturation. This peculiarity was explained on the supposition 
that at the saturation point condensation occurred on the walls of the 
enclosing vessel, and that as the vapour was heated this condensed 
layer evaporated and led to an abnormally high coefficient of ex- 
pansion. According to Hegnault’s ^ experiments it appears that un- 
saturated water vapour may be regarded as practically obeying Boyle’s 
law until the pressure roaches \ of the maximum vapour pressure. 

The specific volume of a vapour, or its vapour density at the 
* Aug. Cahours, Comples K&nduSy tom. xx. p. 61, 1845 ; and tom. xxi. p. 625. 

Bineau, Ann, dc Ctdmie et de Phydqne^ 3® scr., tom. xviii. p. 226, 1846. 

•* Regiiault, M£m. de VAcad, tom. xxvi. p. 200. 
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point of saturation, is of great importance, as this quantity enters into 
many thermodynamic equations. The first experiments whieh estab- 
lished the influence of temperature and pressure on the densities of 
vapours* were those of Fairbairn and Tate in 1860. These experi- 
ments (as well as those of Him ^ and Wiillner proved that the density 
of a saturated vapour is always greater than the value deduced on the 
supposition that Boyle’s law is obeyed up to the point of saturation. 
Their method also admitted of the investigation of the behaviour of 
non-saturated vapours, for by superheating the enclosed vapour the 
difference of level of the mercury surfaces and the volume of the 
enclosed vapour could bo observed, and in this method the errors 
arising in the estimation of the volume are not greater than those 
which ordinarily accompany the determination of the temperature, and 
the method is consequently favourable to the correct calculation of the 
specific volume of the saturated vapour. 

An elaborate series of investigations on the compressibility of 
vapours and variations of the product pv near the condensing 
point was executed by Herwig^ in 1868, but the method was not 
good for the determination of the specific volume of the saturated 
vapour. The vapour under examination was enclosed in one arm of a 
graduated glass tube in which the volume could be road off. The other 
arm of the tube communicated with a manometer which registered the 
pressure, and also with an air-pump by means of which the pressure could 
bo varied at pleasure. Tjie vapour tube was immersed in a bath so 
that the temperature could be varied at pleasure, and the behaviour of 
the saturated vapour studied at various temperatures and pressures. 
The saturation point was determined by observing when the pressure 
commenced to diminish as the volume was gradually increased, and the 
sensitiveness of the method depends on whether an appreciable change 
of pressure is caused by a small change of volume at this point. This, 
however, is not the case, for the value of v corresponding to the exact 
point of saturation is very ill-defined, the rectilinear part of the iso- 
thermal merging gradually into the hyperbolic, and large changes of 
volume giving rise to small changes of pressure. 

This series of experiments led Herwig to the conclusion that the 
product ^17 for a vapour gradually diminishes as the pressure is increased 
up to the condensing point, and that if denote the pressure and 

volume of the substance at the condensing point, while p and v 
denote its pressure and volume at the same temperature when very 

' Him, TMorie mtcanique de la Chaleur. 

2 Wiillner, Lchrh. d, exp, Phys, vol. iii. p. 664. 

•* Herwig, Pofjy. Ann, vol. cxxxvii., 1869 ; vol. cxli., 1870. 
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far removed from this point — that is, in the state of a perfect gas — 
then the experiments might be represented by the formula — 

pv — _ 

the constant C being the same for all the substances examined. From 
this it follows that 

where Z: is another constant, which will be different for different sub- 
stances. 

This formula, if true, informs us that the product jw for a saturated 
vapour varies as the square root of the absolute temperature, and 
therefore enables us to calculate the specific volume of the saturated 
vapour at all temperatures from a table of vapour tensions. It also 
leads to the conclusion that at the temperature 

G= l/C^= 282" *68 abs. —9” *58 centigrade 

the product is the same as the constant value of pv under Boyle’s 
law. This consequence of the formula has not been justified by 
experiment, and as Herwig did not extend his experiments through a 
sufficiently wide range of temperature, his formula cannot be regarded 
as possessing more than a very limited range of application. 

. Subsequently many of the results obtained by Herwig were veri- 
fied by Wiillrier and Grotrian,' but they found from a study of the 
same vapours that the quantity C in Herwig’s formula could not be 
regarded as constant. ^ The method of experiment Was a combination 
of that of Herwig with that of Pairbairn and Tate. The space in 
which the vapour was produced and studied consisted of three flasks 
of which the necks wore downwards, and were graduated into parts of 
equal volume and communicated with a receiver full of mercury under 
a constant pressure. A fourth flask, placed in the same conditions, 
contained vapour always saturated in presence of an excess of liquid, 
which played the part of the outside vessel in the experiment of 
Pairbairn and Tate. The four flasks were placed in the same bath, 
and the volumes of the first three yere in the ratio 1:2:4, and the 
weights of liquid placed in them were in the same ratio, so that they 
were all just saturated at the same instant. The temperature was 

^ Wied, jinn. vol. xi. p. 545, 1880. 

*** M. Perot {Ann. de Ckimie el de Physique, 6® ser., tom. xiii. p. 145, 1888) finds 
that in the case of water the C in Herwig’s formula remains sensibly constant and 
equal to 0*0526 within the limits of the experiments (68°*2 C. to 110" *5 0.). In the 
case of ether, however, it increased from 0*0428 at 30" C. to 0*0609 at 110® *5 C. 



478 


THKORY OF HEAT 


CHAP. V 


raised till the three were filled with a dry vapour, and the pressure 
was then increased very slowly till mist appeared in them or on their 
walls. This was tal^en as the point of saturation. The observations 
made on the three fiasks always agreed, but the pressure at which the 
mist appeared in them was always a little less than the maximum 
pressure of the saturated vapour in the fourth vessel. 

This indicates, as M. Perot ' remarks, that the curvature of the 
isothermal is continuous at the point where the substance passes from 

the state of a vapour to that of a 
mixture of vapour and liquid ; that 
it does not change suddenly from a 
hyperbola to a right line, but that 
condensation sets in at a pressure 
somewhat inferior to the maximum 
vapour pressure. This is shown in 
Fig. 151, where the isothermal is 
drawn with a rounded instead of a 
sharp corner at AB. Here conden- 
sation starts at A and the pressure 
gradually increases to its normal 
maximum value at B. It follows, therefore, that in the experiments 
of Wiillner and Grotrian the specific volume was measured at A, while 
in Herwig’s and in those of Fairbairn and Tate it was estimated at 
the point B. 

The same conclusions have been <lrawn by Battelli^ from the 
results of some recent experiments. The vapour pressure was always 
found to augment somewhat during the initial stages of condensation, 
so that the corner of the isothermal was slightly rounded off as in the 
figures obtained by Andrews for carbon dioxide containing a trace of 
air. This augmentation of vapour pressure was noticed by Kegnault 
in the case of va])ours formed in air or other gases, and was attributed 
by him to the adhesion of the vapour to the walls of the vessel, or the 
retardation of evaporation caused by the presence of the gas. Ilerwig 
observed the same effect when the vapour was unmixed with air or 
any other gas, and he attributed it to adhesion to the walls of the 
vessel. Wiillner and Grotrian proved the existence of this augmenta- 
tion of pressure, as the volume decreased, in a decisive manner and. 
under such conditions that it could scarcely be attributed to the walls 
of the vessel. In the experiments of Battelli the augmentation of 
pressure increased as the volume was diminished, even when the 

^ M. Perot, Ann, de Ohimie et de Physique, ser., tom. xiii. p. 146, 1888. 

‘‘‘ Battelli, Ann. de Chimie et de Physique, ser., tom. xxv. p. 38, 18^2. 
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walls of the vessel were covered with a deposit of dew. This 
augmentation continues only up to a certain point where it ceases, 
and then the ])ressure remains constant while condensation progresses. 
In the opinion of Battelli it cannot be attributed to the presence 
of dissolved air, as precautions were taken to secure the purity 
of the liquid, and if it were due to the presence of air or a gas 
it should increase regularly as the volume is diminished. It con- 
sequently appears established that condensation commences some* 
what before the maximum pressure is reached, and in Battelli's 
experiments it was found that the ratio of the pressure at the com- 
mencement of condensation to its maximum value was the same at 
all temperatures, but the ratio of the augmentation of pressure to 
the diminution of volume increased rapidly with the temperature. 
The coefficients of expansion under constant pressure increased more 
rapidly with diminution of temperature as the vapour approached 
saturation, and the rapidity of this increase was more sensible the 
higher the temperature. 

The coefficient of increase of pressure at constant volume diminished 
progressively with the elevation of temperature, and these variations 
were more rapid the smaller the volume. With increase of volume 
the absolute values of these coefficients diminished. 

Battelli also found that the quantity C in Herwig^s foi niula could 
not be regarded as a constant ; but that it is a function of the tempera- 
ture, so that he proposes to replace the formula by the more general 


equation 


=A I 

7 '.”. \ 



where A, a, b, a, are constants. This formula embraces the result 
obtained by Battelli that the product p„Vg increases as the temperature 
rises up to a certain value and then decreases. 

The experimental investigation of the thermal properties of vapours 
has not yet, however, been sufficiently far advanced to establish the 
truth of any theoretic formula yet deduced. Grave discrepancies exist 
between the results of experiment and those deduced by theory, especi- 
ally when the range of the experiments is large, and in most cases it 
is difficult to attribute the discrepancies to error of observation or fault 
of theory, for the results of different experimenters may differ con- 
siderably on account of the probable use of substances in different 
states of purity, and traces of impurities often modify the physical 
properties of a substance in a high degree. 

245. Influence of Intermolecular Actions and the Magnitude 
of Molecules on the Characteristic Equation of the Fluid State. — It 
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appears conclusively established by the foregoing investigations that 
no substance in nature accurately obeys Boyle’s law, but that, as a 
general rule, the deviations from this law take place in such a manner 
that at first the augmentation of pressure with diminution of volume 
is not sufficiently great, and after a certain pressure is reached 
(which varies with the temperature) the opposite effect sets in, and 
there is a universal preponderance of increase of pressure. We shall 
now consider how these two opposite effects may be accounted for by 
the dynamical theory when the size and mutual influence of the 
molecules are taken into account. In order that the simple equa- 
Conditions. tion = may be obeyed it is necessary (1) that the space 
actually filled by the molecules of the gas may be vanishingly 
small compared with the whole volume of the enclosure in which it 
is contained ; (2) the time spent in a collision must be negligible 
compared with the average interval between two successive imjxicts ; 
and (3) the influence of the molecular forces must be vanishingly 
small at the mean distance of the molecules. These conditions merely 
express the supposition that all intermolecular influence may be 
neglected. 

If these conditions are not fulfilled, deviations in various directions' 
from the simple gaseous laws take place, which become more and more 
considerable as the molecular state of the gas corresponds less and less 
to these conditions. As the space occupied by a given mass of gas is 
diminished, the length of'the mean free path becomes shorter, and the 
number of molecules in encounter at any instant bears a larger pro- 
portion to the number describing free paths. The exact nature of the 
effect of an encounter is unknown, but it is to be expected that when 
the number of encounters largely increases, the properties of the subr 
stance will be determined more by the nature of the mutual action 
between two molecules when in collision {i.c, within the sphere of each 
other’s action) than by the motion of the molecules when describing 
their free paths, and for this reason deviations from the simple laws 
of gases may be anticipated. As the condensation increases the 
behaviour of the substance will become more complicated, and its 
* state of aggregation may change, the mass passing partly or altogether 

into the liquid state, but the theoretical investigation of its general 
characteristics cannot be .proceeded with until we know the nature of 
the action between* molecules when they are so closely packed that 
each is constantly subject to the influence of the others. The experi- 
mental data for the study of this action are to be obtained from the 
’ study of the relations between density, pressure, and volume^ such as 

that furnished by the work of Regnault, Andrews, Amagat, and 



ART. 24.5 KQUATIoks RELATING TO FLUID STATE OK MATTER 481 


Cailletet, and besides this in another direction by the study of the 
rate of diffusion and the viscosity of fluids. 

Attempts have been made by several physicists ^ to deduce a 
general equation connecting the pressure, volume, and temperature 
which will express the characteristic properties of any substance 
throughout the fluid state from the condition of a perfect gas to that 
of a liquid. In forming an equation which shall replace pv = R0, the 
first consideration that presents itself is the manner in which the 
molecular attraction affects the pressure and volume of the mass. It 
is clear that the result of this attraction will be to increase the 
pressure inside the mass or produce what is termed a capillary 
pressure nr due to the surface layer, so that if the pressure on the 
walls of the enclosure is p, the pressure in the interior of the mass 
will be p + CT where ?rr is some function to bo determined.^ In the 
second place, when the size of the molecules is taken int(^ account the 

' Rankine {Phil. Trans. ^ 18.54, p. 336) constructed the equation 

in which R and C are constants. This equation closely resembles that derived by 
Joule and Thomson {Phil. Traits. ^ 1862, p. .579) from their experiments on the 
change of temperature of a gas by expansion. Subsequently Hecknagel {Pogg. Ann. 
Erghd. vol. v. p. .563, and vol. cxlv. p. 469, 1871-72) formed the equation — 

which is the same in form as that of Rankine, the general function of H being 
placed in the tinal term instead of l/0~. 

^ The mutual attraction of the molecules diminishes the pressure on the walls of 
the enclosure, for each molecule in passing through the surface layer is acted on by 
an attractive force directed towards the interior of the mass by which its impact on 
the wall of the vessel is diminished. This capillary pressure seems to exist in 
steam in the form of clouds, and in tobacco smoke, as appears from the researches 
of Bosscha. In wet capillary tubes clouds show a meniscus like niei*cury, and arc 
depressed in the same way. It probably rises into importance in the case of highly- 
compressed gases and vapours near the condensing point. Tlic smaller the volume 
the larger this internal pressure becomes, so that it may ultimately equal or oven 
exceed the pressure which the substance would exert on the walls of the vessel by 
the unobstructed motion of its molecules if molecular attraction did not exist ; 
when this limit is reached no external pressure will be necessary to keep the sub- 
stance within the enclosure ; or, in other words, the gas has liquefied. Whether 
this occurs or not depends evidently on the magnitude of nr comxmrcd with the 
kinetic energy of the molecules, and if the latter is large —that is, if the temperature 
is high — no possible diminution of volume will render xa sufficiently great, and the 
gas cannot be liqueiled. In other words, the critical temxierature has been passed. 
A liquid might, therefore, be defined as a fluid substance in which the average 
kinetic energy of the molecules is unable to counterbalance the internal or capillary 
pressure caused by their mutual attraction. 

2 I 
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volume V becomes reduced by some quantity and the first step is to 
replace the equation pv = R6 by the more general equation — 

1- o)(p-- 0) = R0. 


In this form the equation agrees with that constructed by Him ^ in 
which </> is the sum of the volumes of the molecules and 77 the sum of 
the internal actions, or the internal pressure. In his further treat- 
ment of this equation, however, in which he seeks to determine the 
quantities 77 and </>, he makes inferences which seem difficult to justify, 
and the results of which do not seem to agree with experiment. 

The most celebrated equation of this kind was developed by J. D. 
van der Waals in 1879, and in it the effects of the size and the 
mutual attraction of the molecules are taken into account. This 
equation may be derived from the foregoing, from the consideration 
that the attraction between any two elements of the mass is pro- 
portional to their product, and hence in a homogeneous fluid to the 
square of- the density. At any given temperature, therefore, the 
capillary pressure 77 will vary as the square of the density or inversely 
as the square of the volume. The quantity </>, on the other hand, is 
the value of the- volume at any given temperature when the pressure 
is infinite, or the least volume into which it is possible to compress 
the fluid. This, in the case of a system of particles in motion, has 
been taken as four times the sum of the volumes of the particles.^ 
Denoting this by If and the quantity 77 by a/v^, where a is for the 
present considered as a''constant, we obtain the equation of Van der 
Waals — 


(j'+l) («-6)=Be. 


This equation gives isothermal curves agreeing closely with the earlier 
experiments of Andrews on carbon dioxide, and exhibiting also the 
characteristic differences of form above and below the critical tempera- 
ture. On comparison, however, with later experiments the equation 
has been found not to represent the facts sufficiently, and cannot be 
brought into accordance with them by altering the constants. Tait 
has pointed out that Van der Waals’s equation does not hold for any 
real liquid. 

This arises from the limited considerations on which the term a/v^ 

^ Him, TlUorit micanique dc la chaleur^ 3rd edit., tom, ii. p. 211. 

^ The quantity h is called the co- volume, and is generally considered as pro- 
portional to the space u actually occupied by the molecules in a unit volume, so that 
h = ku where k is the same for all gases. Van der Waals finds A: =4 from considera- 
tions based on the theory of probability, and the same result has been obtained in 
a different way by Boltzmann and Jeans (Jeans’ Dynamical Theory of Oases, pp. 
139, 172). 
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is introduced. The capillary pressure ?rr will obviously be influenced 
by other circumstances besides change of density. Van der Waals 
assumed it as self-evident that the mutual attraction of the molecules 
does not depend on the temperature, so that the quantity 7:7 is a 
fiinction of the volume only, and the molecular attraction remains 
unaltered when the substance is heated at constant volume. This 
might be true if the motion of a molecule at different temperatures 
differed only in the quantity of its mean kinetic energy but took place 
in all other respects in exactly the same way, the ^mths and the ratio 
of its velocities at different stages of the paths being exactly the 
same. In the case of a perfect gas it may be assumed that every pair 
of molecules separate immediately after collision, but when a gas is 
near its condensing point, it may happen that two molecules may not 
separate after collision, but that* the molecules may collect in little 
groups and oscillate about each other. The number of such groups 
will increase as the temperature falls ; and consequently, if this 
happens, the mean strength of the mutual attraction, or the pressure 
function will increase as the temperature falls. 

It would appear, therefore, that the quantity a in the formula of 
Van der Waals very probably varies with the temperature. In its 
present form no universal or rigorous validity can be ascribed to it, and 
although Van der Waals obtains it as the ultimate result of an elaborate 
and ingenious mathematical investigation, yet the assumptions intro- 
duced in the various stages of the work render the final equation little 
more than a first approximation to the truth. The essay of Van der 
Waals is, nevertheless, a bold and promising attack on an exceedingly 
difficult problem. He starts ^ with the theorem of Clausius that in 
stationary motion the mean kinetic energy of a system is equal to the 
mean virial, or (p. 95) 

V-) ^ ipv .i2:r0(r), 

the final term representing the virial of the intermolecular forces. 
He then assumes that the temperature of a substance is measured by 
the mean kinetic energy of the molecules, but although this may be 
' true for gases, it may not hold for liquids, or vapours near their con- 
densing points, or for highly compressed gases. Assuming, hoyirevcr, 
for the present, that the mean kinetic energy is proportional to the 
temperature, the virial equation becomes 

^v = R0 - 

which shows the deviation from Boyle’s law when the virial exists. 

* Die Conlinuitat des gas/vrmiyen und flussigen Zustandea. The Memoir of 
Van der Waals has been translated into English by Richard Threlfall and John F. 
Adair, Physical Memmrs^ Physical Society of Loivdon^ vul. i. part iii. 
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Experiment has proved that in gases the product pv diminishes at 
first, and after a certain stage increases, whereas in vapours pv diminishes 
up to the condensing point, and in the case of liquids p increases 
rapidly, while v remains nearly constant, so that pv increases rapidly. 
The diminution of pv points to an increasing positive virial, and hence 
to an attractive force </>(/•) between the molecules. The increase of pv 
would, on the other hand, point to a negative virial and, at first sight, 
a negative value of or an apparent repulsion between the molecules. 
Before a mutual repulsion between the molecules is assumed, it should 
be inquired if this apparent repulsion could be explained by the 
motion and mutual impacts of the molecules, just as the ])ressuro of 
a gas on the walls of the enclosing vessel may be explained by the 
motion of the molecules without assuming the substance to bo self- 
repellent. This apparent molecular repulsion at small volumes must 
be accounted for by the mutual impacts of the molecules, and in deal- 
ing with a system of moving molecules the complete characteristics of 
the substance cannot be deduced by considering the impacts on the 
walls of the enclosure alone. The term depending on the mutual 
collisions of the molecules must also be extracted from the virial,^ but 
until the nature of a collision is fully understood the exact inftuence 
of this term cannot be ascertained. Van der Waals a’ssumes the 
molecules to be elastic sphei’es which attract each other when not in 
contact, and ho considers the effect of the size of the molecules in 
diminishing the lengths of the free path and finds this effect, in the 
case of a rarefied gas, to be the same as if the volume of the enclosure 
had been diminished by four times the sum of the volumes of the 
molecules. At a constant temperature the effect of the molecular 
attraction is to diminish the pressure on the walls of the enclosure 
by a quantity varying as the square of the density so long as the 
encounters take place, on the whole, between two molecules at a time 
and not between three or more. 

The failure of the equation of Van der VV^aals to sufficiently repre- 
sent the facts led Clausius to construct an equation, which appeared 
to him to retain all that was correct in previous formulae, and which 
also made allowance for the variation of molecular attraction with 
temperature. This equation gives the pressure in terms of the tempera- 
ture and volume in the form 

Re 

^ In considering the effect of molecular attraction on the form of the virial, it 
appears that the difference of the average kinetic energies of a free and an entangled 
molecule is of special importance in the physical interxjretation of the virial. 

Clausius, JVictl. Ann, vol. ix. p. 337, 1880; Phil, Mag,, June 1880. 



art. 245 EQUATIONS RELATING TO FLUID STATE OF MATTER 485 


where R, c, a, /J are constants. This equation, like that of Van dor 
Waals, gives a cubic for v for any given values of the temperature 
and pressure. As every cubic equation has either one or three real 
roots, both these equations furnish either one or three real values of v 
for any given condition of temperature and pressure. The one real 
root applies to the gaseous con- 
dition where a definite volume 
exists for every value of p and 
0. The three real roots apply 
to that region in which for 
given values of p and 0 the 
substance can exist either 
wholly as a saturated vapour, 
or altogether as a liquid, or as 
a mixture of the two. The 
latter volume does not exist 
as a definite volume, but the 
root corresponding to it is re- 
presented on the diagram (Fig. 

152) by the point in which 
the rectilinear part of the 
isothermal, parallel to the hori- 
zontal axis, meets the curved 
or hypothetical part of the 
isothermal suggested by .James Thomson. 

The equation of Clausius embraces four constants, to be determined 
by comparison >vith the results of four experiments on the values of 
p and V at four diifercnt temperatures. The equation of Van der 
Waals, on the other hand, embraces only three constants, which can 
be determined by three experiments. Hence, if both be regarded 
merely as empiric formulaj, a greater range and more general agree- 
ment with experiment would be expected from the e<piation of 
Clausius. 

In the case of carbon dioxide the values of the constiints deduced 
by Clausius were, using the kilogramme and meti‘e as units — 

R= 19*273, 0:^6533, a:^00U042t5, -^0 000494. 

The tables calculated by this formula show in general a satisfactory, 
and in some cases a strikingly good accordance with the results of 
experiment. 

M. Sarrau ' has further shown that the formula of Clausius repre- 
^ Sarrau, Comptes Eendus, torn. xciv. pp. 639, 718, 845, 1882. 
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sents the results of Amagat’s experiments very satisfactorily in the 
case of hydrogen, nitrogen, and methane ; but for carbonic acid and 
ethylene the range of accordance is much more limited. 

From the consideration of the curves representing the results of 
his expen'ments M. Amagat ^ was led tb replace the term ajv^ in the 
equation of Van der Waals by a general function of so that the 
equation takes the form 

This contains the formula of Van der Waals as a particular case, but 
even in this more general form it fails to embrace the laws of com- 
pressibility of both the gaseous and liquid states throughout. In order 
to express the compressibility of a substance by a formula which will 
apply both to the liquid and gaseous states, recourse must be had to 
a. more complicated type, such as 

which merely introduces the consideration that the internal pressure 77 
is a function of both volume and temperature. Of the foregoing, the 
formula ,of Clausius, which may be written in the form 

t+ecvW] 

is a particular case. 

This equation was constructed by Clausius ^ to represent the experi- 
ments of Andrews on carbon dioxide, under the supposition that it 
would apply to other substances by changing the constants only. On 
trial, however, it was found that the equation, in this form, would not 
yield a satisfactory agreement with the results obtained from experi- 
ments on other substances ; and in order to meet this deficiency, 
Clausius changed the quantity c/0 in the final term of the equation 
(p. 484) into a general function of the temperature, and for this 
purpose he first wrote the equation in the form 

p \ c 

Re “ Re«( V 

and then replaced K0^/c by a general function of the temperature 
which vanishes with the temperature. The equation thus becomes 

p _ 1 1 

Re^v-a + 

^ Amagat, Ann. de Chimie et de Physique, 5® ser., tom. xxviii., 1883. 

Clausius, Wieil. Ann. vol. xiv. p. 279, 1881 ; Ann. de Chimie et de Physique, 
5® ser., tom. xxx. p. 433, 1883. 
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This equation may of course be written in the form 

p_ 1 27(a + /3) 

Re-v-a 8*(® + /3)*’ 

where ^ is a function of 0 which vanishes with 6, and which, on 
account of the introduction of the factor 

gV+w. 

is in addition equal to unity at the critical temperature' (see p. 491). 
[If we write Clausius’s equation in the form 

p(v-a)^Re-^(;-^ 

and neglect a and /3 in the last term, which is small, we get 

p(v-a) = Re-^^, 

and substitute RO/p for v in the last term, we have 

or 

R6 c 

a* modification of Clausius’s equation which has been used by Love and 
Callendar.] 

The form assumed by Clausius for the function is 

a 

4,-en 

and since 1> we have 
so that the relation becomes 

In £he case of carbon dioxide n = 2 and 6 = 0, and the equation reduces 
to the well-known form 

^ v-a 0(i7 + j8)2’ 

Clausius has compared this formula with the experiments of 
Regnault ^ on ether ; from these he finds 

a = 2665, 6 = 0-76786, and ?i= 1 •1923a. 

^ Relation des Experiences^ tom. ii. p. 393 ; and Sajotchewski {^ReihUiiiers vol. iii. 
p. 741, 1879). 
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The table of vapour pressures calculated by means of the formula 
agrees very well with those obtained by experiment. 

A comparison with Regnault’s experiments on water gave 

«=r5210, d = 0‘85, ?i = l-24 
a 0*00754, 7^0*001815. 

The formula has been further compared by Professor G. F. FitzGerald ^ 
with the more recent experiments of Ramsay and Young on alcohol, 
and very fair agreement Avas found. Constant values of a and j8 did 
not, however, satisfy the observations accurately, for a varied from 
1*087 at 0” C. to 0*184 at 240'’ C. Thus a diminished with rise of 
temperature, and it was also found to increase with increased pressure. 
Notwithstanding this, the formula of Clausius gives an exceedingly 
accurate general representation of the more important changes of 
state.2 

[Another form of the characteristic equation of a gas has been 
proposed by C. Dieterici.^ Dieterici observes that if we calculate 
the values of the critical constants ^-^d from Van der Waals's 

equation (see next article), and if we put r„ = ROc/pct so that is the 
value of the critical volume derived from the equation of a perfect 
gas by mibstituting the values of the other constants, then v^^/vc = 
g = 2*67. But the value of obtained for a considerable number 
of organic substances by using the observed values of the critical 
constants lies between 3*67 and 3*95, so that Van der Waals^s 
equation gives too small a value. By an argument based partly on 
the kinetic theory, Dieterici arrives at the formula 

RB “ HSv 

P= - « 

^ v~b 

an equation which, like Van der Waals’s, contains only two arbitrary 
constants, and from which the value 3*695 is obtained for 
This equation agrees with Van der Waals's to the first order of small 
quantities, for if we put 

«K«'’=l+j^"-ai.prox. 

' G. F. FitzGerald, Proc. Jtoy, Soe. voL xlii. p. 216, 1887. 

M. Sarrau {Comptes Memius^ tom. ci. p. 941, 1885) employs the exponential 
form ^ — in the formula of Clausius, and M. Batlelli used the equation in the 
more general form 

_ RB aB-"* - fte-» 

3 IVied. Ann. 69, p. 685, 1899. 
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we get 

te 

p{v-h :=r I ® ^ (v * h) = Re, 

which is V&n der Waals's equation. Dieterici’s equation seems to 
accord with the experimental facts over a wider range than Van der 
Waals’s equation.] 

246. The Critical Constants. — The critical constants, or the pres- 
sure, volume, and temperature at the critical point, may be easily 
obtained in terms of the constants w'hich appear in the equation of 
Van der Waals. Writing this equation as a cubic in 7 ;, thus 

pvr* - {bp + ItB)4r f- av ah — 0, 

then at the critical point the three roots of this equation are equal, 
and hence the critical constants are determined by the equations 

— bpf 'I" RO(«, 

Ve’*Pv ~ (tb. 

From the two last of these it follows at once, by division, that 



vr-i^b. 

Hence 

a 



and 





In this manner Van der Waals, having determined the constants a and 
h from Kegnault’s experiments on the compressibility of carbonic acid, 
found for this substance C., the close agreement of which 

with the exj^erimental result of Andrews is remarkable. 

Taking one atmosphere as unit pressure, and the volume occupied 
by the gas at zero centigrade and one atmosjjhere pressure as unit 
volume, the values of the constants were 

273R = l-00646, rt = 0*00874, ft = 0-002:3. 

Treating the equation of Clausius (p. 484) in the same manner, we 
find the critical constants determined by the equations 

3^7?=^m + R0-2/3j[? (1) 

:ipv^=pOf^^~2pe{pa+ne)+c .... ( 2 ) 

piPQ^ca\(fie{pa-\-KH) (3) 

Substituting in the second the value of pa + R0 found from the first, 
viz. p(3v + 2)8), we obtain 


3pe(v + /3)2 = c . 


W 
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and making the same substitution in (3) wo obtain 

- 2fi^)=pe{v - 2p)(v + pf 

Now equation (4) may be written in the form 

•I - ^ 

Hence at once by the original equation we have 


Now (4) and (5) give at once 


n- — 3a+ 2/9, 


and hence by multiplication of (6) and (7) we find 

/*-cR-- 
/y 216(0 f-/9)» 


Hence 


e 

* V27K(a + /3) 


These results may also be easily obtained by expressing that at the critical point 


and also 


S'--. 


Applying this method to the equation 


p _ 1 1 


where ^ is a function of B, we have from 

dp 


the equation 


1 ^ 2 
{v - o)*** 4r(i; + /3)“ 


2 ^ ^ 
(v-o)* /9y 


Dividing (1) by (2) we obtain at once the critical volume 

17^=30 + 2 / 9 , 

and substituting this value of v in (1) or (2) we find 


'27(o + /9)* 
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which, substituted in the original equation with Vc, yields 

Pc 1 

RBp Sy 

The above value of shows why it is necessary to write the equation in the form 

p 1 27(a+i3) 

Re~v a ' 

if it be desired to have 4» a function of B, which equals unity at the critical tem- 
perature. 

247. Correspondingr States. — A deduction of Van der Waals’s from 
his equation concerns what may be termed corresponding states of 
matter. If the pressure, volume, and temperature of a substance be 
expressed as multiples of their critical values — that is, if we write 

p V — pVr, B = vBe, 

then any other substance will be in a corresponding state when its 
pressure, volume, and temperature are the same multiples A., /x, v of 
their critical values. Substituting in the equation 

and replacing pc, 0c by their values in terms of a, h, R, we have 

an equation in which everything depending on the nature of the sub- 
stance has disappeared, and which should apply to all substances, just 
as pv = R0 applies to all perfect gases. Hence if pressures, volumes, 
and temperatures be expressed in terms of their critical values, the 
isothermals become the same for all substances. 

At the time when Van der Waals published his work sufficient 
experimental ‘ data were not available to test the accuracy of these 
deductions, and* since that time they have been subject to much criti- 
cism, both favourable and adverse.^ From the recent experiments of 
Dr. S. Young,^ it appears that the conclusions of Van der Waals are 
very approximately true for the halogen derivatives of benzene, or at 
least that these substances show very much smaller deviations than the 
others examined. The law, therefore, seems to be not quite, but very 
nearly, true for these substances ; but in the case of the other sub- 
stances examined the majority of the generalisations were either only 
roughly true or else altogether departed from. 

* A discussion of this equation, in which Lord Rayleigh, Professor P. Q. Tait, 
■ and Professor Korteweg took part, appeared in Nature^ vols.* xliv. and xlv., 1891-92. 
® S. Young, Phil, Mag, vol. xxxiii. p. 163, 1892. 
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Example 

1. Employing Leray’s equation 

pV = l7M& (l+Q 


deduce the equations of Van der Waals and Clausius. 

{If we re]>lace n by 7 i„(l -ep), whicli expresses that n decreases as the pressure 
increases, and if wo suppose c and e so small that their sijuares may be neglected, we 
have 

p/(l - (ijt) — p-i ep‘\ and ^ ^ ^ ^ 


and hence 

. 2 

ip ^-e2i-){v c)^ g«noB. 

Replacing by the ajqn'oxiiiiato value A'/v^ and writing R = ^rt»y, wo have 

(?' H,p)(®-c)=Re, 


which is Van der Waals’s equation. 

If, however, we also take account of the variations of temperature and write 

^ - e)' 

the formula becomes 

and as p does not vary exactly as the inverse of v, it may be taken more approxi- 
mately as the inverse of (?; and we obtain 

which is the equation of Clausius. 

Finally, if we write // — W()(^ I - npe we obtain the formula of'M. Sarraii — 


Re ke-^ I 
v-c ^ 



CHAPTER VI 


RADIATION AND ABSORPTION 

SECTION T 

(iKNKUAI. THKORKTICAL CONSIDERATIONS 

248. Propagfation of Heat. — There are three methods commonly 
recognised by which heat may be propagated or conveyed from one 
place to another. The first of these is that which we are about to 
consider at present, and is termed radiation. It is by this method that 
heat and light reach us from the sun, or from a lamp or fire, and 
during the period of transit the heat is si^oken of as radiant heat, or 
simply as radiation, this term embracing light as well as heat. This 
method of propagation is distinguished from the other two, known as 
convection and conduction, in which the transfei* of heat is effected 
wholly or largely by the agency of matter. In the foi*mer the heat is 
carried from place to place by the matter with which it is associated, 
so that the flow of heat depends altogether on the motion of matter. 
It is by this method that heat is conveyed through buildings heated 
by hot- water pipes, and it is chiefly in this way that uniformity of 
temperature is established in unequally heated fluids. 

The process of conduction, on the other hand, does not depend on 
any visible motion of matter. It is by this method that temperature 
equilibrium is established in solids, and that heat passes from the 
warmer to the colder parts of the same solid. Thus if one end of an 
iron bar be placed in a furnace, and the other in a vessel of ice, a flow 
of heat will take place along the bar from the furnace to the ice ; and 
if radiation from the sides of the bar be prevented as far as j^ossible, 
the rate at which the ice melts will aflbrd a rough measure of the 
flow of heat along the bar. This method of conveying heat from one 
place to another is usually attributed to molecular action or propaga- 
tion by contact, the warmer molecules heating the colder by contact 
or otherwise. This prppess^ however, will be considered in fuller 
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detail in the next chapter ; at present we shall confine our attention 
to the process of radiation which does not appear to depend in any 
way on the presence of matter, but which takes place through the 
best vacua, and through interstellar spaces, and is further distinguished 
from the comparatively slow processes of convection and conduction 
by advancing with the enormous velocity of 300,000,000 metres per 
second. 

• In approaching the study of such a subject as the nature of 
radiant heat, and the process by which it is emitted and propagated 
through space, the most philosophic method of procedure is to 
determine as far as possible the laws which govern its propagation 
through different media, as well as its passage from one medium to 
another, before any hypothesis is framed as to the nature of the 
emission or the mechanism by which it is propagated. Thus, without 
any hypothesis, the laws of its reflection and refraction, and the 
manner in which its intensity varies with the distance from the source, 
may be examined and determined. Whatever the mechanism may be 
by which radiant heat is emitted and propagated, we have the most 
complete experimental evidence that the process is precisely the same 
as that employed in the propagation of light, and any evidence which 
can be adduced in favour of the supposition that light is a wave 
motion propagated through a medium can also be stated with regard 
to radiant heat. Radiation in this sense consists essentially in the 
propagation of a wave motion through the ether. AVhat is propagated 
and radiated in all cases is energy, and all phenomena connected with 
it are to be explained as the consequences of the interchange of energy 
between the ether and matter, and it is purely as the recipients or 
donors of such that we ourselves become sensible of heat and cold. 

249. On the Formation of a Theory. — The phenomena of radiant 
heat and light having been proved to bo subject to the same laws of 
reflection, refraction, polarisation, and interference — in fact, the two 
being reducible to, and merely different eftects of, the same physical 
agency — a definite hypothesis is framed, and the investigation proceeds 
from the direct study of the phenomena to the elaboration of a con- 
nected theory w'hich accounts for the facts, and exhibits their sequence 
and relations. The existence of atoms and molecules of matter is 
first admitted, and a medium is then assumed in which they vibrate 
and generate waves, or a periodic disturbance of some sort, travelling 
with the enormous velocity of 300,000,000 metres per second. In 
this manner a mental picture is formed of the. unknown process by 
which energy is emitted by a body and propagated through the space 
around it — a picture which has proved of enormous advantage in 
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grappling with the investigation of the phenomena, but which 
may, or may not, have a similitude to the processes actually in 
action. 

In forming such a picture, or in framing any hypothesis as to the 
mode of propagation of radiant heat and light, we fall back upon 
analogous phenomena which we can thoroughly examine, and with the 
ideas formed in the study of the latter, we approach the investigation 
of the former. We thus proceed to the interpretation of the unknown 
processes in terms of well-conceived analogies derived from the known. 
The ideas by which we picture and conceive of the propagation of heat 
and light are derived from the study of the phenomena of sound. A 
sounding body is the source of an influence which is radiated from it 
in all directions, through the surrounding medium with a definite 
velocity. When this phenomenon is examined, it is found that the 
sounding body is in rapid vibration, and that these vibrations are 
communicated to the air, that sound waves are thus generated in the 
air which spread out from the vibrating body and break upon the ear, 
causing the impression which we call sound. Here the vibrating body 
is recognised as the source of an influence which is radiated from it in 
all directions with a definite velocity, and which causes a certain 
impression on one of our organs of *80086. With the knowledge thus 
gained, we proceed to the explanation of the phenomena of heat and 
light, and make the very promising and attractive assumption that 
they too are due to wave motion propagated through a hypothetical 
medium named the other. 

In this case, however, as the nature of the medium is entirely 
unknown, as well as the exact character of the waves, we consider 
it prudent in the present state of knowledge to stop at this stage of 
the hypothesis, and we hesitate to ascribe any particular type or 
character to the vibrations and wave motion. In one respect, how- 
ever, the study of light seems to restrict the character of these waves. 
It appears from the consideration of certain phenomena that they 
cannot be propagated by longitudinal vibrations, as in the case of 
sound, or at least that such vibrations do not play an essential part in 
the production of light or vision. With this one restriction, we make 
no further hypothesis, except for particular purposes of explanation 
and illustration. We have distinct evidence that the propagation is 
that of rf periodic disturbance or a periodic change of some property 
of a medium ; but beyond this no other assumption is warranted by 
the facts, except for the purposes of working out some particular 
theory, and the extra assumptions thus introduced should be clearly 
laid down as the hypotheses on which the theory is built, and these 
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are justified only in so far as all the deductions following from the 
theory are substantiated by direct appeal to experiment. 

260. Dynamical Analogy. -Let us now consider the radiation 
and absorption of sound, in order that we may approach the analogous 
phenomena of light and heat with a distinct mental picture which will 
be exceedingly convenient and fruitful, but which at any stage may 
be modified or entirely discarded when it is found to be misleading or 
inconsistent with the new facts. Let us suppose that we have two 
mounted tuning-forks of the same pitch placed in air and at a distance 
from each other. If one of the forks is set in vibration, the waves 
which it. radiates through the air fall upon the other, and set it also 
in vibration, because they are of the same period- as those waves which 
it would itself emit when sounding. Thus, while one is losing energy 
the other is gaining it, or as we might put it with reference to the other 
radiation, while one is growilig colder the other is growing warmer. 
That the second fork absorbs the radiation emitted by the first may 
be distinctly placed in evidence by stopping the vibration of the first, 
in which case the sound emitted by the second can be distinctly heard, 
although at the beginning of the experiment it was silent. It has 
consequently been set in vibration by the waves emitted by the other 
^ork. Here, then, we have a distinct case of radiation and absorption 
of sound, the essential condition for absorption being that the pitch 
of the absorbing fork should be the same as that of the emitting. 
This single principle permeates the whole science of radiation and 
absorption, and is embraced in the general statement that a body 
absorbs waves which are of the same period as those which it emits 
when it is itself in vibration. 

In order to apply this idea more comprehensively to the case of 
radiant heat and light, it is necessary to take into account the supposed 
molecular structure of matter. Wo must, from this point of view, 
not merely regard a radiating body as analogous to a single tuning- 
fork, but rather as a swarm of tuning-forks, each molecule correspond- 
ing to a fork in vibration, and emitting waves peculiar to itself. If 
the forks of such a swarm be relatively fixed and not entangled, the 
waves radiated from the system will depend only on the periods of 
free vibration of the forks ; but if the forks be not relatively fixed, but 
have motions of translation amongst each other, such as has been ascribed 
to the molecules of a fluid, the waves radiated will be influenced both 
by the motion of the forks and by their mutual collisions, the pitch of 
those forks which are moving at any instant towards the observer 
will be somewhat raised, while that of those which are moving away 
from the observer will be lowered. For this reason, if the forks are 
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all identical and possess the same free period, the sound emitted by 
the moving system will not be a pure tone, of a single wave-length, 
but will consist rather of a group of waves lying within certain limits 
determined by the velocity of motion of the forks, some of the waves 
being longer and some shorter than that emitted by a single fork at 
rest. It is in this manner that the finite width of the spectral lines 
of an incandescent gas has been explained.^ Instead of having a lino 
representing a single wave-length of light, we are presented with well- 
defined narrow bands arising from the broadening of the lines already 
referred to by the motions of translation of the molecules of the 
radiating substance. The same motion promotes the absorption of 
groups of waves rather than of waves of a single period, so that the 
absorption bands are also of finite width. 

If now the radiation from such a system of vibrating forks falls 
upon another system in silence, any waves which are of the same 
period as those peculiar to the second system will be absorbed by it, 
and the forks of this system will be set in vibration. This absorption 
will continue till an equilibrium is established between the rate at 
which the energy is absorbed and emitted by the second system. This 
corresponds exactly to the method by which a cold body is supposed to 
become warmed in the presence of a hot one. The temperature of one 
falls by radiation, while that of the other rises by absorption until an 
equilibrium is established between the radiation and absorption of 
each. From this point of view every body at a stationary tempera- 
ture must be regarded as radiating energy at a constant rate ; but 
since the temperature remains stationary, it must be regarded as also 
absorbing energy at the same rate, so that, on the whole, the loss by 
radiation is exactly compensated by absorption from other sources. 
The equilibrium here attained is not one of rest but rather one of 
activity, such as exists between a liquid and its saturated vapour in a 
closed space when the stage is reached at which as nlany molecules 
return to the liquid per second as are projected from its surface. 
In this case too there is an equilibrium ; but there is also constant 
evaporation balanced by an equal condensation, and matters remain 
as if the equilibrium were one of death rather than one of active 
life. 

It may be remarked here that a large swarm of similar tuning- 
forks, such as we have just considered, would bo highly opaque 
to a note or sound wave of the same period as themselves, for 
they rapidly absorb such a wave, and it would be almost com- 
pletely used up before it had penetrated far into the system. 

' See the author’s Theory of Light, 

2 K 



498 


THEORY OF HEAT 


OHAF. VI 


In analogy to this it was discovered by Do la Roche, and 
abundantly confirmed by Melloni and others, that when radiant heat 
is passed through one screen the transmitted beam is almost com- 
pletely transmitted by another screen of the same material, and it has 
also been established that all substances are highly opaque to their 
own radiation. 

261. The Theory of Exchanges. — The foregoing considerations 
prepare us to grant that each body whose molecules are in vibration is 
a source of radiation in the ether, and that the amount of radiation 
thrown off in this manner by any body depends only on the nature and 
temperature of the body itself. Returning again to the system of vibrat- 
ing tuning-forks, we may admit that the sound-radiation from each fork 
takes place independently of all the others. Each fork is in vibration, 
and must be regarded as the centre of a system of waves as if all the 
others were at rest. The rate at which any fork parts with its energy 
may be, however, considerably modified. Thus if two or more of 
the forks happen to be of the same pitch, each will absorb part of the 
energy emitted by the other and will thus recruit its stock, so that 
the energy lost per second by any fork will now be only the difference 
between that radiated through its own vibration and that absorbed 
from the others. When these two parts arc equal the energy of the 
fork remains constant ; but still we regard it as radiating at a constant 
rate, while it absorbs at the same rate, and it is in this sense that the 
radiation of any body at any temperature is said to be equal to its 
absorption at the sante temperature. 

In this manner we are led to believe that the equilibrium of tem- 
perature which ultimately becomes established among a system of 
bodies contained in an enclosure impervious to heat, and which con- 
tains no source of heat, is attained not merely by the warmer bodies 
radiating to the colder, but by a mutual process of radiation and 
absorption, all the bodies being supposed to radiate simultaneously 
each to an amount depending on its constitution, surface-condition, 
and temperature. Further, when the equilibrium of temperature is 
once attained, the process of radiation is not supposed to cease, but 
to continue as actively as before, equilibrium being maintained by 
simultaneous radiation and absorption. 

From this point of view there is a continual interchange of energy 
between the bodies within the enclosure, while at the same time the 
energy of each remains constant. Before equilibrium is reached the 
hotter bodies radiate more than they absorb, while the colder absorb 
more than they radiate ; the quantity which each radiates per second 
at any stage is, however, independent of whether its temperature 
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happens to be rising or falling, and is supposed to be determined by 
the nature and temperature ^ of the body. 

This view was introduced by Provost* of Geneva in 1792, when 
endeavouring to explain the supposed radiation of cold.^ According 
to Provost’s line of thought any body is not merely regarded as 
radiating heat when its temperature is falling, or absorbing heat when 
its temperature is rising. What it is wished to express is that 
both processes are continually and simultaneously going on, the 
radiation depending only on the body itself, while the absorption 
depends on the nature of the body itself as well as on the condition 
of neighbouring bodies. 

In order to illustrate this point let us consider the case of a 
thermometer suspended in a warm room at a steady temperature. 
Ill this case all the bodies in the room are radiating heat, part 
of which is absorbed by the thermometer, and if the temperature 
of the thermometer is stationary, the quantity of heat absorbed 
by it is balanced by an equal radiation. If now a cold body be 
brought into the room and placed in the vicinity of the thermo- 
meter, this body will screen the thermometer from some of the radia- 
tion which previously fell upon it, and will not itself radiate an equal 
supply. The total radiation received by the thermometer will conse- 
quently be diminished. The equilibrium which previously existed 
will thus be broken, and the temperature of the thermometer will fall 
to that point at which its emission is precisely equal to its absorption 
under the new circumstances. This is a case of what was designated 
as the radiation of cold. It illustrates how equilibrium is reached and 
maintained, not merely by the warmer bodies radiating and the colder 
absorbing, but rather by the mutual process of simultaneous emission 
and absor])tion.- 

It also illustrates how largely the indications of a thermometer 
depend on the nature of the radiation of the bodies around it as well 
as on the temperature of the medium in which it is immersed. The 
indication of a thermometer may differ very much from the tempera- 
ture of the air at the point where it is suspended. If the waves 
emitted by any neighbouring body are such as the thermometer can 
absorb, it will be influenced by them in a corresponding degree ; but if 
they are such as it does not absorb — that is, if they are dissimilar to 

‘ On this point see Phil. Mag.^ October 1881, p. 261, Arthur Schuster. 

Provost, iVwr Viquilibre du feu ^ Geneve, 1792 ; Du caloriquc rayonnant^ Geii., 

1809. 

® The experiment illustrating the rellcction of cold was revived by Pictet, but 
was originally made some centuries before by Plcmpius, and the Academicians del 
Cimento. — Young's Lectures^ p. 489. 
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those which it emits, then they will be without influence on the indi- 
cations of the instrument. Whether a thermometer detects a certain 
class of waves or not depends on the nature of the material, thus if the 
thermometric substance absorbs only waves of & certain length, then it 
will respond only to these waves, and although it may be traversed by 
copious radiation of other wave-lengths, its indication might still be 
the same. The indication of a thermometer is thus determined by 
the resultant effect of all the various waves which influence it. 

The indication of a thermometer is found to be ultimately the 
same in all parts of an enclosure impervious to heat, and which con- 
tains no source of heat ; and it is in this statistical sense that we assert 
that all parts of, and all objects in, such an enclosure ultimately come 
to the same temperature. The indication of the thermometer is inde- 
pendent of the shape or material of the walls of the enclosure, and if 
the bulb be coated with lamp-black, or silver-foil, or any other sub- 
stance, the temperature recorded will remain the same. Now, of the 
whole radiation falling upon the thermometer in such a case, part is 
absorbed and part is reflected either regularly or irregularly. The 
reflected part when the bulb is silvered is enormously greater than 
when it is coated with lamp-black, and consequently the absorbed 
portion must be so much less in the former case than in the latter. 
But since the temperature of the thermometer is the same whatever it 
be coated with, it follows that the heat absorbed by it when coated 
with any substance must be exactly the same as that emitted, and 
hence the emission df any substance at any temperature must be 
exactly equal to its absorption at the same temperature. If we con- 
fine our attention to a body A, then when the flow of heat takes place 
from the surrounding space B into A, we say that A is absorbing heat 
from B ; but if the flow takes place from A to B, we say that A is 
radiating, or, if we like, that B is absorbing heat from A. The direc- 
tion of the flow, then, determines whether we say that a body is emit- 
ting or absorbing heat, and the assertion of the equality of the emitting 
and absorbing powers assumes that for the same infinitesimal difference 
of temperature the flow will be the same whether it takes place from 
A to B or from B to A, across the surface of separation.^ 

252. Emissivlty or Surface Conductivity. — It was established by 
Sir John Leslie, by his researches in radiant heat, that some substances 
emit heat under the same conditions much more copiously than others. 
For this reason it is customary to speak of the emissivity or emissive 
power of a substance or of the surface of a body. The radiating 

^ [Thoi terms emissive and absorbing {)owers are used in a different sense in 
Section V.] 
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body employed by Leslie was a cubical vessel of block-tin, filled with 
hot water, the sides of which could be coated with any substance 
whose emissivity it was desired to study. This vessel is known as 
Leslie’s cube. It* is constructed so that it may be rotated round a 
vertical axis, and any face can be brought into action when desired. 
If the cube be filled with hot water, and if one side be coated with a 
thin sheet of gold, another with polished silver, a third with copper, 
and the fourth with varnish, it is found, when these faces are allowed 
to radiate in succession against the face of a thermopile or other 
delicate radiometer, that the faces coated with the metals radiate only 
very feebly ; but when the varnished face is turned towards the jnle, 
the indication of the instrument shows that the radiation from this 
face is very copious. The polished metals are consequently much less 
efficient as radiators than the varnish. It is for this reason that hot 
liquids contained in polished metal vessels retain their heat much 
longer than when the surface is unpolished. The reflection at the 
surface increases with the polish, and this whether the radiation is 
passing from the inside outwards or from the outside inwards. The 
polished surface is a good reflector, and therefore a poor radiator. 

Without adopting any hypothesis as to the process by which 
radiation occurs, or as to the nature of heat or the structure of 
matter, the surface emissimttj of a body may be defined as measured hy 
the quantity of heat which the body loses per unit surface per unit 
time under given conditions — -such, for example, as when its tempera- 
ture is I'" C. higher than that of the enclosure in which it is situated, 
and when the air in this enclosure is at a definite pressure or entirely 
removed. This definition does not involve reference to the radiation 
of any other body, nor does it involve any hypothesis as to the law 
of variation of emissivity with temperature, but leaves its dependence 
on temperature and other circumstances to be determined by direct 
experiment. 

This quantity is also termed the surface comimiimtj/^ and sometimes 
the external canductivity, as distinguished from the internal conductivity 
or property by which heat is conveyed through solids from places 
of higher to places of lower temperature. In practice all we can 
determine is the rate at which a body loses heat when cooling under 
given conditions, so that the so-called coefficients of emission which 
have been as yet determined are only rough measurements involving 
what might be termed the emissivity proper of the substance as well 
as the internal conductivity of the material and other quantities 
depending on the nature of the enclosure. 
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COOLING 

253. Empirical Laws of Coollnfir. — When a hot body is suspended 
in the aii* it is easily deteimined that the cooling proceeds by two 
very distinct processes which act simultaneously. One of these is 
the radiation already considered, which takes place equally in all 
directions, and the other arises in the convection and conduction of 
the air surrounding the body. The air in immediate contact with the 
body becomes heated and rises through the colder and denser air 
above. In this manner an ascending current of air is est^iblished 
around the body, and fresh supplies are continually brought into con- 
tact with it beneath, which become heated in turn, and rising carry 
off part of its heat. This is the j)rocos8 termed convection, and the 
amount of heat carried off in this manner will depend on the pressure 
and nature of the air or gas in which the body may be immersed. 
The rate of cooling will consequently be determined by the sum of 
two functions, one of which represents the loss of heat by radiation, 
and the other that lost by the convection and conduction of the sur- 
rounding medium. 

For the sake of simplicity we shall first consider the^ case of a 
body suspended in an enclosure which is free from air or other gas, 
so that the cooling takes place by radiation to the walls of the en- 
closure alone. If the temperature of the body be the heat lost per 
second by radiation will be some function of the temperature 6 ; and 
if the walls of the enclosure be maintained at some temperature 0 ^, 
then by the considerations reviewed in the last section a mutual 
process of radiation and absorption takes place between the body and 
the walls of the enclosure. The heat absorbed per second by the 
body will be a function of the temperature 0 q of the walls of the 
enplosure, and this quantity will be the same as that which would 
be radiated by the body at 0 q , for at this temperature there would 
be equilibrium of temperature between the body and the enclosure. 
Hence, if /( 0 ) denotes the heat lost per second by radiation when the 

602 



ART. 263 


COOLING 


603 


body is at the temperature the same function will represent the heat 
gained by absorption when in an enclosure at the same temperature, 
since by the theory of exchanges the radiation at any temperature is 
equal to the absorption at the same temperature. Hence, if f{&) 
represents the rate of loss by radiation, will represent the rate of 
gain by absorption,^ and their difference 

Ae)-Ae^) 

will determine the rate of cooling of the body. 

Newton seems to have been the first to consider the law of cooling 
of a body subject to any constant cooling action — such, for example, as 
the influence of a uniform current of air. In such cases he supposed 
that the rate of cooling was proportional to the excess of the tempera- 
ture of the body above that of the medium in which it was immersed. 
This admission amounts to assuming/(^) = + B in the foregoing 

expression, or if the temperature be measured from the absolute zero, 
then B = 0, and the assumption is that the total radiation of a body 
is proportional to its absolute temperature. In this case we have 
for the rate of cooling — 

or since the rate of cooling is - 
we may write 

where E is a coefficient depending on the nature of the body and its 
surface condition. This formula has been found to represent the 
facts fairly well for small differences of temperature, and may be used 
to determine the radiation correction in such experiments as ordinarily 
occur in 6alorimetry, where the excess of 6 over never exceeds a 
few degrees centigrade. For differences exceeding 40'’ or 50° C., 
this law was found even by such early experimenters as Martino,^ 
Kraft, Richmann, Leslie, and Ualton to deviate seriously from the 
truth when temperature is measured in the ordinary way by a 
mercurial thermometer, and Dalton for this reason proposed a new scale 
of temperature, according to which the law of Newton would be exact. 

In consequence of these discrepancies Dulong and Petit under- 
took an elaborate series of experiments on the cooling of thermometers 
in an enclosure maintained at a constant temperature, and which 
could be either exhausted or filled with a gas at any pressure desired. 
From the results of these experiments they were led to propose the 


^ This is tlio assumption. 


■** Dissertations sttr la chaleur^ 1740. 
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formula Aa^ + B for f(0), tho rate of radiation of a surface at tempera- 
ture 6. In this formula 6 may be taken as the absolute temperature 
if desired, as the effect is only to alter the value of the coefficient A. 
If the absolute temperature be chosen, then the radiation will be zero 
when ^ = 0 and we shall have B «= - A. By the same reasoning as 
before it will follow that the absorption from the walls of tho en- 
closure at Oq will be Aa^o 4- B, so that the rate of cooling will be 


or 


a«o), 




Ill the same memoir ^ Dulong and Petit have investigated the rate 
of cooling under the simultaneous action of radiation and convection, 
and have represented it by an empirical formula of a highly artificiiil 
character. Tho term representing the loss by radiation being the 
same as that given above, while that which represents the loss by 
convection and conduction depends on the pressure of the gas, being 
jointly proportional to a power of the pressure varying with the nature 
of the gas and a power of the temperature excess which is tho same 
for all gases. The formula of Dulong and Petit seems to apply with 
considerable accuracy through a much wider range of temperature 
difference than that of Newton. Wo shall consequently review the 
experiments by which they were led to the law which bears their 
name. 

Dulong and Petit’s Experiments • 


264. Principles of the Research. — In their classical investiga- 
tions of the laws of cooling, MM. Dulong and Petit operated entirely 
by observing the rate of cooling of large liquid-in-glass thermometers 
under various conditions. In studying tho influence of the nature of 
tho surface on the rate of cooling the advantage of using a liquid which 
is a good conductor is twofold. In the first place, when tho tempera- 
ture of the outside layer falls, convection currents are set up which 
equalise the temperature of the mass, and the greater the conductivity 
of the liquid the more rapidly will this equality be attained. For 
this reason the temperature of a good conducting liquid like mercury 
will be approximately the same throughout, and the rate of cooling 
will depend chiefly on the nature of the surface of the bulb, and this 
can be varied at pleasure. 

The thermometers employed by Dulong and Petit in this research 

^ Dulong and Petit, yl7m, de Chimie et de PhysiqrtCt 2® s^r., tom. vii. pp. 225 
and 337, 1817. 
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were constructed after the fashion represented in Fig. 153. Each 
was provided with a large bulb E and a wide stem CD joined together 
by a tube DE of capillary bore, which 
prevented convection currents passing 

between the liquid in the bulb and that ^ 

in the stem. In making an experiment 

the bulb alone was heated, while the ^ 

stem was screened, so as to be always as m 1 

nearly as possible at the temperature of 

the air, and on account of the width of H 

the upper portion of the stem, the bulb, || I ^ . 

even though large, could he heated if ^ j 

necessary almost to the boiling point of 
mercury. During the process of cooling, I 

the cold mercury from the stem enters 1 

the bulb and lowers the temperature of 
the mass within the bulb, so that the 

apparent velocity of cooling is rendered — ~y\ 

too high. Hence all observations had 
to be corrected for this inequality of 
temperature. puj. iss. 

The main object of the inquiry was 
to determine the velocity of cooling of any body under given con- 
ditions as a function of the temperature. Thus, if the rate of cooling 
be exjiressed by the equation 

( 1 ) 


the object is to determine the form of the function /, the temperature 
of the enclosure being given. From an experimental point of view, 
however, it is easier to express the temperature of the body at any 
time as a function of the time. Thus, if wo have 

0 - 0 (/!) . . . . . ( 2 ) 
then by differentiating (2) and comparing with (1), we see that 

or the velocity of cooling is the first derived of the function 

In order to determine this function Dulong and Petit, having 
heated the thermometer, placed it under the conditions in which its 
cooling was to be studied, and they observed its temperatures 


at the times 


^J» 

0 , ^ 2 » 
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From these observations they concluded that the temperature at any 
time could not be found by the simple formula of Newton, but by 
the more general expression 

( 3 ) 

where 6 is the excess of the temperature of the thermometer over that 
of the enclosure at the time 6q the excess at the beginning of the 
experiment, / = 0, and a, a, p are constants which can be determined 
by a knowledge of any three values of 0 at the corresponding times. 
Differentiating (3) we have 

^-^ r=0(a + 2/3O loga . . . • . (4) 

and by eliminating t between (3) and (4) the velocity of cooling is 
determined as a function of the temperature excess 6, 

In order to diminish the time of observation in this investigation 
two thermometers were used. The larger, having a bulb of 6 cm. 
diameter, was used at high temperatures, and the smaller, with a bulb 
of 2 cm. diameter, was employed for the lower temperatures, the 
observations with the smaller being commenced at a temperature 
somewhat above- that at which those with the larger were stopped. 

266. Preliminary Experiments. — The various circumstances 
which may influence the rate of cooling of a thermometer placed in a 
vacuum are, the form and extent of the surface of the bulb as well as 
its nature or coefficient of omission, the total mass and nature of the 
liquid enclosed in the ^ulb, and finally the temperature Oq of the 
enclosure, as well as the excess 0 - of the thermometer. If, 
however, the thermometer be suspended in a gas, the rate of cooling 
will be influenced by the conduction and convection of the gas. In 
this case, then, the whole velocity of cooling will be the sum of two 
functions, one of which determines the cooling by radiation to the 
walls of the enclosure, and the other the cooling action of the gas. 
The latter will be influenced by all Che circumstances mentioned 
above, and in addition by the nature and pressure of the gas. Besides 
this, the rate of cooling will depend on the magnitude and shape of the 
enclosure, as well as upon the nature of its walls, and the rate of cool- 
ing for one species of radiation may, in a given enclosure, be very 
different from that for another. These considerations have not, how- 
ever, been investigated by Dulong and Petit. 

Writing the total velocity of cooling in the form 

V-/(M, N, S, E, -00, + N, S, E, e-0o,p, G), 

where M and N refer to the mass and nature of the liquid respectively. 
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S the area of the surface of the bulb, and E its coefficient of emission, 
the temperature of the enclosure, and 0 that of the thermometer, 
p the pressure, and G the nature of the gas, Dulong and Petit pro- 
ceeded by some preliminary experiments in air to test how far the 
rate of cooling was influenced by the mass M and nature N of the 
liquid, and by the surface S of the bulb. By taking thermometers 
whose bulbs were of different sizes in one series of experiments, of 
different shapes (spherical and cylindrical) in another series, and 
.filled with different liquids in a third series, they found that for 
equal excesses of temperature the rates of cooling bear constant’ 
ratios to each other. 

Those experiments show that the total rate of cooling may be 
expressed as the sum of two functions, one a function of E, 6?, ^ 
and the other a function of these quantities, as well as of p and G, 
both of those functions being also multiplied by the same quantity A, 
which is itself a function of the mass and nature of the liquid, and of 
the surface S of the bulb. The expression for the rate of cooling 
thus becomes simplified into the following form : — 

V-A/(K, ^ 0 , e- 6^)-i A 0 (E, 0 O). 

The remaining variables do not submit to the same simplification. 
Thus if the quantity E, which depends on the nature of the surface of 
the bulb, be made to vary (if, for example, two bulbs be investigated, 
one of glass and the other of some metal), then it is found that when 
both are filled with the same liquid the rates of cooling- do not bear 
a constant ratio for the same excess of temperature. From this We 
conclude that it is no longer sufficient to multiply the two functions f 
and </> by the factor to express the influence of a change in the 
nature of the surface. Analogous results were found for the other 
variables. 

These preliminary investigations terminate with a table exhibiting 
the rate of cooling of water in three differently shaped bulbs of block- 
tin. The first was spherical, the second a cylinder of diameter equal 
to half its height, and the third a cylinder of height equal to half its 
diameter. 

256. Experiments in a Vacuum — Determination of the 
Function /.-—In the general expression for the rate of cooling the 
function c/> expresses the cooling effect of the gas within the enclosure, 
and consequently if the enclosure be exhausted so that the thermo- 
meter cools in a vacuum, the function <j> disappears from the expres- 
sion for V, and we have simply 

0 ^ 0 - 00 % 
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The observationa under these conditions will therefore lead to 
the determination of the function /. It must be remembered, 

however, that wc know nothing as yet of 
the properties of any space totally devoid 
of matter, all that has ever been obtained 
is a pirtial vacuum. 

The apparatus employed in these ex- 
periments consisted of a large copper globe 
(Fig. 154) about 30 cm. in diameter, and 
E blackened on the inside. This globe formed 
the cooling chamber or enclosure in which 
the cooling of the thermometer was ob- 
served. It was immersed in a large water 
bath which could be kept at any deseed 
temperature by means of a regulated 
current of steam. The dimensions of the 
thermometer were ])reviously calculated, so 
that observations on its cooling could be 
commenced at about 300*^ C. The ther- 
mometer, when heated to about 350”, was 
placed with its bulb at the centre of the 
enclosure, which was then rapidly ex- 
hausted, and the rate of cooling noted. 
A small correction was still necessary for 
the cooling effect of the residue of air left 
ill the cooling chamber, the exhaustion being seldom pushed beyond 
3 or 4 mm. The rates of cooling, V^„ etc., were observed, corre- 
sponding to the temperatures 0”, 20”, 40”, 60”, and 80" at which 
the chamber was kept. 

When the quantities V^, V.^, etc., at the different temperatures of 
the enclosure walls were conqiarcd, it was found that the ratios Vg/V,, 
Vg/Vg, etc., were approximately the same (1’16) for all values of the 
excess. 

Hence, if we consider the influence of the temperature of the 
chamber, we see that the rates of cooling for the same excess 6 — 6^ 
with different values of 0^, viz. 0”, 20”, 40", 60", increasing in arith- 
metical progression, are such that the ratios V^/V, Vg/Vj, V^/Vg, are 
equal to each other, and we consequently conclude that, for the same 
excess of temperature, if the temperature of the chamber he increased in an 
arithmetical progression, the velocity of cooling will increase in a geometrical 
progression. 

It follows, therefore, that the velocity of cooling for a given excess 
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can be represented in the form 

V:=Aa^, 

where A is a fimctioii of the excess 0 - 0^, Denoting this excess by 17, 
for brevity, we have 

...... ( 1 ) 


In order to determine the constant a it is only necessary to observe 
two rates of cooling, and corresponding to the same excess, 

with difterent values of 0^. In the above table we have for 0q and 

0Q + 20" 

a20 = V,.WVu-l-16. 


Therefore 




Now by the theory of exchanges the velocity of cooling must be 
of ftie form 

v=/(^)-/W» 

or 

V=/(^f<?o) -fW. 

Hence by the above experiments we have, using equation (1) 


/(^ + ^o)-/W = a®V(’7) (2) 

From this we obtain, by writing 0q = O while the excess ?; remains 
the same, 

fM-A0)=^{v) (3) 


Therefore, by subtracting (3) from (2), wo have 

Av \ e,) - fW V(^)+/(0)-^(r7)(«»«- 1). 

Interchanging y and 0^^ the left-hand side of this equation remains 
unaltered. Therefore the right-hand member must also remain un- 
altered in value when y and 6^^ are interchanged, or 


That is 


^(v) ^ _j„ 


or 

where k is the above function of 6^^, 

The general expression for the velocity of cooling becomes therefore 

V = ka^{a^ --\)==k(a^- a^^). 


When the observed values of V were compared with their 
corresponding values calculated by this formula, the close agree- 
ment exhibited showed that the equation is capable of represent- 
ing the facts with considerable accuracy. On the whole, however, 
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it cannot be regarded as having any sound theoretical basis, but 
must be looked upon merely as an empirical formula of wider range 
than Newton’s. Its simplicity might lead us to fancy that it could be 
obtained theoretically, but until we possess more information about 
the mechanism of emission wo have no ground on which to base a 
theory. 

To terminate their vacuum experiments, Dulong and Petit observed 
the effect of varying the surface of the thermometer bulb. They 
found that the rate of cooling when the surface was naked differed 
from that when it was coated with silver-foil or any other substance. 
The quantity a was found, however, to remain unaltered, so that it 
does not depend on the surface emissivity, or on the mass or nature 
of the liquid, and the coefficient k alone was found to vary with the 
nature of the surface. ^ 

257. Experiments in a Closed Chamber containing* a Gas. — A 
series of experiments on the cooling of a thermometer in a vacuum 
having been completed, a further series on the cooling of the same 
thermometer in the same chamber when occupied by a gas will furnish 
the data necessary to the calculation of the cooling influence of the 
gas. In this case we have already written the general expression for 
the velocity of cooling in the form 

V:r.A/(E, 00, 0-0o)-l A0(E, 00, 0-0o,jf>, (>), 
and since the first term of the left-hand member of this equation 
represents the cooling inbi vacuum, it may be replaced by the quantity 
k{a^ - a^o), and if the velocity V be observed wo have then for c/> 

The first point investigated by Dulong and Petit ^ was the influence 
of the nature of the surface of the bulb on the cooling function </> of 
the gas. Having determined the rate of cooling in a vacuum when 
the bulb was naked, and also when it was silvered, they repeated the 
same experiments in air and other gases, and the results showed that 
the cooling power of the gas did not depend on the nature of the 
surface ; or, in other words, the coefficient E of the surface docs not 
enter into the function </». 

This result appears to have been first remarked in a general way 
by Sir J. Leslie, and is a fact of great importance in the study of the 
conductivity of gases. 

The influence of the temperature Oq of the enclosure on the cool- 
ing power of the gas was next examined. The pressure being kept 
constantly at 720 mm., the temperature of the enclosure was brought 
^ ^7171. de Chimie et de Physique, 2° s6r., tom. vii. p. 337, 1817. 
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successively to 20°, 40°, 60°, 80°, with the result that the cooling 
effect of the aii^ for a given excess was found to be the same for all 
valuer of Oq, , 

As a result of these experiments^ it appears that the cooling 
function ^ depends only on the excess of temperature 0 - 6^ = y, 
and in a manner yet to be determined on the pressure p and nature G 
of the gas, so that it may now be written in the form </>(»;, p, G). In 
order to determine the influence of variations of pressure, Dulong and 
Petit experimented in air at a series of pressures, 5r20, 360, 180, 90 
mm., decreasing in a geometrical progression. The results of these 
experiments show that for any given excess the cooling effect of a 
given gas increases in a geometrical pi ogression of ratio 1*366 when 
the pressure increases in a geometrical progression of ratio 2. 

Jt thus appears that when the pressure p is related to the pressure 
j/ by the equation 

p — *2>tp' .. . . . , . ( 1 ) 

the corresponding cooling powers W and of the air are related by 
the equation 

' (2) 

From (1) and (2) it follows at once that 

log (7ff/GT')_log (1-3^) _ . 

Jog (p/p') log 2 

and therefore 

_ ro' 

oT denoting the value of this ratio by p, wo have for the general 
relation between the cooling power of air and the pressure 

The equation connecting the cooling power and pressure of any gas 
may therefore bo written in the form 

where /x is a function of the excess of temperature and of the nature 
of the gas. The index c is different for the different gases examined 
by Dulong and Petit, as follows : — 

Air .... c=0*45 Hydrogen . . . c — 0*38 

Carbonic acid . c=0*.517 Olefiant gas . . . c=0‘501 

The influence of the excess of temperature still remains to bo 
examined. From a comparison of the cooling powers corresponding 
to different values of the excess e-Oo, but the same value of />, it 
appears that as the excess increases in a geometrical progression of 
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ratio 2, the cooling power increases in a geometrical progression of 
ratio 2*33, and hence, if 

we have for a constant pressure 


Therefore 




log (w/w') _ log (2*33) _ 
log(VV)“ " log 2 ' 

and consequently^ 

tn _ Ts' 

Denoting the common value of each of these ratios by m, we have 
for the relation between the cooling power of air and the excess of 
temperature the equation 

CT= //19|1*233. 


The experiments further prove that while the coefficient m is different 
for different gases, the index 1*233 remains the same for all, so that 
the complete expression for the cooling power of any gas may be 
written in the form 

and hence the whole velocity of cooling in a gas is determined by the 
equation 

A' = Jk(a^ - 0 ^) ' 

Such is the general expression to which the experiments of Dulong 
and Petit have led. The first term relates to the radiation alone, 
while the second deals with the cooling effect of the ambient gas. 
The whole, however, must be regarded simply as an empirical formula 
founded on one of the most elaborate series of experiments ever 
conducted. 

268. Experiments of De la Provostaye and Desalns. — The range 
of applicability of the formula of Dulong and Petit has been made 
the subject of a careful investigation by MM. De la Provostaye and 
Desains.^ The result of the new researches proved that the formula 
could be applied only within a limited range, like all other empirical 
formulae, in the neighbourhood of the experiments from which the 
various constants happened to be determined. Thus the quantity k 
was found to be only approximately constant. Its value varied little 
with a naked-bulbed thermometer, but with a silvered bulb it changed 
from 0*0087 at 158^ C. to 0*0109 at 63” C. The constant in was 
also found to depend to some extent on the emissivity E, being 

^ F. De la Provostaye et P. Desains, Ann. de Chimie et de Physique, 3“ ser., 
t. xvi. p. 337, 1846. 
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greater for a metallic surface than for the naked glass. But perhaps 
the most important result of the investigation was that the cooling 
power CT of the gas was found not to be proportional to a jxiwer of the 
pressure {p^) when the pressure was feeble. The experiments appear 
to show that as the pressure diminished from 760 mm., the value of ttt 
decreased at first, and then remained constant from a value to a 
value pressure, after which it augmented with reduction of 

pressure. These limiting pressui'es and p^ were further found to 
be more elevated and more widely separated the smaller the dimen- 
sions of the enclosure. This behaviour is to be attributed to the 
effect of the diminution of pressure and of the smallness of the 
chamber on the convection currents. Under these circumstances the 
cooling effect due to convection will be almost entirely eliminated, 
and the cooling due to the gas takes place entirely by molecular 
convection. 


Emissivity in Absolutk Measurk 

259. M^Farlane’s Experiments. — The first trustworthy experi- 
ments, yielding emissivities in absolute measure, were those made by 
Dr. Donald MTarlane ^ in Glasgow, under the direction of Lord 
Kelvin. The method adopted consisted in observing the cooling of a 
copper sphere about 4 cm. in diameter. This sphere was suspended 
inside a double-walled tin-plate vessel, which had its interior coated 
with lamp-black and the space between its walls filled with water at 
the temperjiturc of the atmosphere. Its temperatui’e was taken by 
means of a thermo-electric couple, one junction of which was situated 
at the centre of the sphere, and the other junction was in metallic 
contact with the outside of the tin-plate vessel, the circuit being 
completed through the coil of a sensitive mirror galvanometer. One 
junction was thus kept at a constant temperature of about 14 0., 
while the other had the gradually-diminishing temperature of the 
centre of the sphere. 

In making an experiment the copper ball was heated in the fiame 
of a spirit-lamp till its temperature was considerably above that 
required to throw the spot of light off the galvanometer scale. It was 
then placed in position within the tin-plate water jacket, and as soon 
as the spot of light came within range, the deflections from the zero 
position were noted at intervals of one minute until the change of 
deflection was reduced to about two scale divisions per minute. 

Two series of experiments were made in this way. In the first the 

^ I). M^Farlaiie, Proc. Roy. Sac. vol. xx. p. 90, 1871. 

2 L 
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surface of the ball was bright, and in the second it was coated with a 
thin covering of soot from a lamp flame, and in both the air was kept 
moist by a saucer of water placed inside the enclosure. The heat 
emitted per second was calculated by the formula Q - a i 
where 6 is the difference of temperature. 

The couple was standardised by tying its ends to the bulbs of two 
previously compared thermometers, placed in two vessels of water, one 
at the temperature of the air and the other heated by small additions 
of hot water. The results show that for all differences of tempera- 
tures the rates of emission of heat in the two cases are nearly in a 
constant ratio. 

260. Bottomley’s Experiments. — The same subject was also 
attacked by Dr. J. T. Bottomley.^ In this investigation the radiating 
body was a platinum wire stretched inside a long copper tube which 
was blackened on the inside and kept cool by a water jacket. The 
wire was heated by an electric current, and its surface might be 
bright and polished or might be coated with lamp-black, platinum- 
black, oxide of copper, or some other material. 

Two methods of estimating the electric energy were employed. 
One consisted in measuring the current and the difference of })otential 
between two chosen points on the radiating wire ; the other consisted 
in measuring the current an<l determining simultaneously the resist- 
ance of the wire by means of a specially designed Wheatstone's bridge. 
The resistance when known gives the temperature of the wire. The 
energy supplied to the wire by the electric current is lost through 
radiation and by conduction at its ends, but the latter source of loss 
is negligible, and when the dimensions of the wire are known the area 
of its surface is known, and the rate of loss of heat per unit area 
becomes determined at any temperature. 

In order to obtain data for the elimination of the cooling effect of 
the air, the copper tube was connected witli a five-fall Sprengel pump, 
so that the air pressure could be reduced, and in the extreme vacuum 
it was measured by a M‘Leod's gauge. 

A long and very complete series of determinations was made in 
this manner at various constant pressures and at different gradually 
increasing temperatures. Several series of observations were also 
taken at constant temperature while the pressure was gradually 
diminished. This mode of procedure proved by far the most ap- 
propriate to the purpose in hand, and required the use of a special 
current-meter. On reducing the pressure it was found that a point 
was reached at which further exhaustion did not affect the emission. 

. ^ J. T. Bottomley, Phil. Trans., 1887, j). 429. 
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In this way a condition seems to be gradually reached in which the 
radiation is independent of everything removable by a Sprcngel pump. 

The temperature of the envelope being 15° C., the value of the 
emission per square centimetre of a bright platinum wire was in 
water-gramme-centigrade units — 

At 408“ C . 378-8x10-*. 

„ 505“ C 7‘2(>-lxlO-V 

Dr. Bottomley considers that these experiments do not support 
the fourth power law of Stefan (Art. 275) and that a similar series 
of experiments by Schlciermacher ^ contradicts this law in the same 
manner. 

Some interesting results obtained by Mr. Evans - as to the energy Evans's ex- 
nccossary to maintain a given candle-power in an incandescent lamp 
were confirmed during this investigation. The object of Evans’s 
experiments was to compare the radiation of the carbon filaments of 
incandescent lamps having a bright polished surface with that from 
those having a dull surface like lamp-black, and he was led to an 
important 2 )ractical conclusion as to the superior light-giving efficiency 
of the bright-looking filaments. If it be allowed that the temperature 
of a carbon filament can bo measured by its resistance (this diminishing 
as the temperature increases), it follows from Evans’s results that the 
temperature to which a filament must be raised, in order that it may 
furnish light of a definite candle-power, is higher when the surface is 
dull than when it is in the brilliant metallic-looking state. This 
result was so unexpected that Bottomley put it to the test of direct 
experiment. The result confirmed the conclusions derived from the 
experiments of Evans, and showed that the temperature which pro- 
duces red-heat (for example) is very much higher when the surface 
of the heated body is dull than when it is bright and polished. Thus 
in the case of two platinum wires contained in vacuum tubes, one wire 
being bright and the other dulled with a thin film of smoke, when at 
the same dull red-heat the glass tube which contained the bright wire 
was not unpleasantly warm to the hand, while that containing the 
other wire was hot enough to blister the skin. The ratio of the 
resistances of the wires in this state was as 130: 9.‘l, so that t.heir 
difference of temperature must have been considerable.'^ 

* Schloiermacher, IV'ied, Ann. vol. xxvi. p. 237, 1885. [Stefan’s law is only 
true for the radiation within a closed space at uniform temperature. These con- 
ditions are not here fulfilled. J 

® M. Evans, Froe. Hoy. Soc. vol. xl. jn 207, 1886. 

** Sir \V. Crookes {Proc. Roy. Soc. vol. xxi. p. 239, 1881) has given a valuable 
comparative determination of the loss of heat from the same surface (the bulb of a 
mercury-in-glass thermometer) at different pressures, varying from one atmosphere 
down to two-millionths of an atmosphere. 
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Diathermancy of Solids and .Liquids 

261 . Mellonl’s Expepiments. — Substances like glass which transmit 
light are said to be transparent, and in a similar manner those 
which permit radiant heat to pass through them are said to be dia- 
thermanous. At first sight it might be surmised that those bodies 
which most freely transmit light also most copiously transmit the non- 
luminous rays, such as the radiation from hot-water pipes, and that 
substances which are opaque to light are also opaque to radiant heat ; 
but a little consideration will prepare any one possessing a knowledge 
of the fundamental principles of the wave theory to expect that 
ditTerent substances may behave very differently in their transmission 
of n on-luminous radiation. The marked difference of behaviour in 
the transmission of light is detected at once by the eye, and may be 
more closely studied by an examination of the spectrum of the trans- 
mitted light. Thus blue glass and sulphate of copper transmit only 
the blue end of the spectrum, and red glass intercepts this end and 
transmits only the red ; and the striking feature of these cases is the 
powerful effect of an almost infinitesimal amount of cplouring matter 
on the transmission of light. 

A solution of permanganate of potash intercepts the middle portion 
of the spectrum and transmits both ends, the mixture of red and blue 
giving rise to the gorgeous colour of the solution. Various substances 
are thus proved to possess what is termed selective absorption as 
regards the waves of light, singling out certain waves for destruction, 
while they permit others to pass. Hence if the non-luminous radia- 
tion, like the luminous, be a wave motion in the ether, we are prepared 
to find that transparency to light does not necessarily imply trans- 
parency to radiant heat, and that a substance which is opaque to light 
may freely transmit non-luminous radiation, and further, that a sub- 
stance which is transparent to the radiation from one source may be 
practically opaque to that of another. 

516 



AHT. 261 


DIATHERMANCY 


517 


When light and' radiant heat were considered to bo essentially 
different, however, this view was not so easily entertained. Those 
who espoused the caloric theory found it very difficult to admit that 
heat could be transmitted through any substance in the same manner 
as they conceived light to be. All cases in which heat appeared to 
be so transmitted were explained by supposing that the heat was first 
absorbed by the substance, and afterwards radiated by it when it 
became hot. That heat can be transmitted almost instantaneously 
like light seems to have been discordant with the ideas of the 
calorists, and the point was combated by them for some time after 
the •conclusive experiments of De la Roche and Melloni. 

The transmission of heat and the property of selective absorption 
by bodies for the dark rays was first established by De la Roche, who 
concluded from this that radiant heat consists of a mixture of different 
rays, or, as we should now say, a multitude of waves of different 
lengths, just as white light is \ mixture of different waves or 
differently coloured rays. 

The work of De la Roche was subsequently confirmed by the 
elaborate researches of Melloni^ with the thermopile. The method 
of analysis adopted may be briefly described as follows. The source 
of heat was placed at one side of a screen provided with an aperture, 
and the thermopile was placed at the other, so that the radiation, 
after passing through the aperture, fell upon it either unobstructed 
or after passing through a thin plate of the material under examina- 
tion. In this manner Melloni found that rock-salt was exceedingly 
diathermanous, transmitting over 90 per cent of the incident radia- 
tion, whereas plates of alum and pure water of the same thickness 
scarcely transmitted the tenth part of the radiation from a lamp flame, 
and an inappreciable amount of the radiation from low temperature 
sources, such as a blackened copper ball heated to 390° C., or a 
Leslie’s cube.*-* 

’ Melloni j Ann. de Chimie et de Physique, 2^*scr., tom. liii. p. 5, 1833, and tom. Iv. 

Rook-salt transmits a very large percentage of the radiation from all the sources, 
whereas ahun transmits, according to Melloni, only the luminous rays (this, how- 
ever, is not quite correct). Hence if, as Melloni supposed, the rock-salt transmits 
all the radiation, the ditferenco between the quantities transmitted by a plate of rock- 
salt an<l a plate of alum sbould give the value of the obscure radiation as compared 
with the luminous. Tested in this way Melloni found the following projjortions for 


the three sources employed : — 




Luminous. 

^ Obscurs. 

Oil ilarne .... 

. ' 10 

00 

Incandescent jdatinum . 

2 

, 98 

Marne of spirit-lamp 

1 

99 



518 


THEORY OF HEAT 


CHAP. VI 


The results of experiments with four diffd'rent sources of heat 
are contained in the following table, which exhibits not only the 
difference of diathermancy of different substances for the radiation 
from the same source, but also the difference of behaviour of the same 
substance towards the radiation from different sources. The numbers 
represent the percentages of the incident radiation transmitted by the 
various substances. Four sources of heat were employed: (1) a 
Locatelli lamp without a glass chimney ; (2) a platinum spiral heated 
to incandescence in the flame of a spirit-lamp; (3) a copper plate 
heated to nearly 400' C. by a spirit-lamp ; (4) a thin copper vessel 
blackened on the outside and filled with boiling water. 


Thickiif'ss ‘J'li iiiin. 


Rock-salt (clear) . 

Filiate of liuic (clear ) 
Rock-salt (dull) . 

Iceland spar. 

»> >> • • 

Mirror glass ... 

fJ n • • 

Rock-crystal (clear) 

„ „ (smoky) . 

Acid chromate of potash 
Sulphate of barytes (pure) 
Sulphate of lime . 

Alum .... 
Ico (very pure) 


Locatelli 

Lamp. 


m 

112 

78 

6.0 

89 

88 

39 

38 

38 

37 

34 

24 

14 

9 

6 


Incaiules- 

Plutiiiiiiii. 

niHCkcnnil i 
Copi)er ! 
Iie.ated 1«> j 
1 3i>0“. i 

! ! 

niticktmud 

I Copper 
lifatwl to 
i 100“. 

■ 

92 

1 

! 92 

92 

69 

1 42 

33 

6r> 

65 

6.5 

28 


0 . 

28 

i ^ i 

0 

24 

6 

0 

26 

r» 1 

0 

28 

1 6 : 

0 

28 

(•> 

0 

28 

15 

0 

18 

: 3 i 

0 

r* 

0 

0 

2 

! 0 i 

0 

0 

; 0 1 

0 


This table shows how different substances differ in diathermancy, 
and it also shows that, with a single exception, the diathermancy of 
each substance varies with the nature of the source of heat. Kock- 
salt alone appears to be equally transparent to the radiation from all 
sources. Mclloni supposed this substance to be perfectly transparent 
to all kinds of radiation, and that the 8 per cent deficit in the fore- 
going table arose from reflection at the surfaces of the plate and not 
from absorption in the interior. More recent experiments, however, 
by MM. Provostaye and Desains have proved that rock-salt does 
exhibit selective absorption, and Balfour Stewart demonstrated that 
it is particularly opaque to the radiation from a heated piece of the 
same substance. 

In the case of liquids the diathermancy was examined by enclosing 
them in a glass cell with parallel faces. The source of heat was an 
Argand lamp furnished with a glass chimney, so that in considering 
the results of the following table it must be remembered that the 
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diathermancy of the liquid is for the radiation of the lamp in question 
after pissing through glass : — 


Liquids, thickness 9*21 nun. Rjiys transmitted. 

No screen . . .* . . . . 100 

Mirror glass (same thickness as liquid) ... 53 

Carburet of sulphur (colourless) .... 63 

Naphtha (rectified, colourless) .... 26 

Sulphuric other (colourless) .... 21 

Ihirc sulphuric acid (colourless) .... 17 

Hydrate of ammonia (colourless) .... 1.5 

Nitric acid (pure and colourless) . . . .15 

Alcohol (absolute and colourless) . . . .15 

Hydrate of potassium (colourle8.M} . . . .13 

Acetic acid (rectified, eolourle.s.s) .... 12 

Alum water (colourless) ..... 12 

Distilled water . . . . .11 


This table shows that pure water is exceedingly opaque to radiant 
heat, and that the solution of A salt in it increases rather thaif 
diminishes its diathermancy. The position of a solution of alum is Alum cell, 
worthy of remark in this respect, for it seems to have been very 
generally supposed that this solution is practically opaque to non- 
luminous heat. The above table shows that Melloni found it more 
diathermanous than pure water, and this conclusion has been verified 
by Mr. Sholford Bidwell.* The ordinary supposition may perhaps 
have arisen from the fact that a plate of alum is highly opaque to 
thermal radiation (but not so much so as sugar-candy or ice), and 
it may have been inferred that its solution would also be highly 
opaque. 

The diathermancy of any body to radiation which has already Sifting. . 
passed through another was also examined by Melloni. Some of the 
results are contained in the following table. It appears that any 
substance is particularly transparent to radiation which has already 
been sifted by a plate of that substance. Thus a plate of alum which 
only transmitted 9 per cent of the heat from a naked lamp transmitted 
90 per cent of that which had already passed a plate of this material. 

The same remark applies to the other substances, so that all are 
capable of sifting heat in such a manner that a second plate will 
transmit a large portion of the heat which has already passed through 
a plate of the same material. This of course is what we should 
expect theoretically, for when the radiation passes through a plate of 
any substance the emergent beam consists chiefly of those waves 
which the substance freely transmits, and this will be almost entirely 
transmitted by a second plate of the same substance. 

^ Brit As8oc. Beport, p. 309^ 1886. 
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Glass. 


Examplos of athermanous combinations are also contained in the 
table, just as red and green glass together make a combination opaque 
to light. Thus rays which have passed through alum are very feebly 
transmitted by black mica or black glass. 



i 


Cm a 

o = 

o 

« 

5? 

Plates not si)ecial]y indicated were 

a 

' a 

: >3 

s 

I” 

O* 'A 

S £ 

a 

II 

Chromate 
2*6 mm. 

43 

5 

I i 

et 

5 

X . 

2*tt riim. 

: & 

■ /■ 

FA W 

a.a 

II 

O f-H 



s 

*5 



w 

(fl 

>» 





a 

1 

(S - 

Rock-salt 

92 

92 

92 

92 

92 

92 

Filiate of lime .... 

78 i 

90 

91 

88 

90 : 

91 

Iceland spar 

39 i 

91 

89 ! 

56 

59 1 

55 

Glass (0*5 nun.) .... 

fA 

90 

8f> ^ 

68 

87 

80 

„ (0-8) 

34 1 

90 

82 : 

47 

56 

45 

Rock-crystal 

.38 

91 1 

85 : 

52 

78 1 

54 

Chromate of potasli 

34 

r»7 ! 

53 

71 

28 1 

24 

Sulphate of barytes 

24 

36 i 

47 

25 

60 

57 

Hlack opaque mica (0*9) 

1 20 

0-4 ; 

12 

16 ' 

38 

43 

Sulphate of lime .... 

1 

f)9 ! 

54 

22 ! 

9 

15 

,, ,, thick (12 mill.) . | 

Alum . . *. 

10 

."*6 

45 ; 

17 i 

5 

0*4 

9 ’ 

90 1 

1 

47 i 

i 

15 1 

1 

0*2 

0-3 


262. Influence of the Temperature of the Source. It was for 
some time supposed that the transmissibility of heat through dia- 
thermanous substances augmented with the temperature of the source. 
Knoblauch ' was the first to prove that this is not the case, but that 
the passage of radiant heat through any substance is determined alone 
by the nature of the substance. He showed in these researches that 
the heat emitted by an alcohol flame was more absorbed by certain 
substances than the heat emitted by a platinum wire placed in the 
flame, and he argued that the temperature of the flame cannot be 
lower than that of the spiral. Thus a plate of transparent glass 
placed between the incandescent platinum spiral and the thermopile 
transmitted a greater percentage of the radiation than when the source 
of heat was the flame alone without the spiral. This showed that 
the heat from the spiral, or source of lower temperature, was best 
transmitted, and this result was afterwards verified by Melloni. * 
Transparent glass allows the luminous or shorter waves to pass 
freely through it, but it is highly opaque to the longer, or ultra red- 
waves, that is to the obscure or non-luminous radiation. Reference 
to the foregoing tables shows that a plate of glass of the kind 
employed by Melloni, and only one-tenth of an inch thick, intercepts 
^ Knoblauch, Pofjg, Amu, 1847 ; and Taylor’s Scie^UiJic Memoirs, 
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all the radiation from a source at 100° C., and transmits only 6 per 
cent of the heat emitted by a source at 400° C. It is for this reason 
that a glass plate is often used as a fire-screen. Now the radiation 
from the flame of a spirit-lamp is nearly all non-luminous, but when 
a platinum spiral is plunged in the fiaine the luminosity is largely 
increased. The spiral becomes incandescent, absorbing the non- 
luminous waves of the flame, and emitting in return a copious supply 
of the shorter luminous waves. In this manner the percentage of 
waves which are easily transmitted by glass, is increased, and the 
presence of the spiral augments the transmissibility of the radiation. 
Thus Melloni found that a glass x>late transmitted 41*2 i)er cent of 
the radiation from the flame alone, and 52*8 per cent of that from 
the flame and spiral. A plate of selenite transmitted in the same 
way 4*4 per cent from the flame, and 19*5 from the spiral. 

In the case of substances which are opaque to the waves of higher 
refrangibility, the presence of the sj^iral would be expected to produce 
an opposite effect and reduce the transmissibility, for in this case the 
action of the spiral is to increase that portion of the radiation which 
is not transmitted by the substance. This was also verified by Melloni. 
Thus for black glass he found a transmission of 52*6 per cent from the 
flame, and only 42*8 from the sx3iral, and for black mica a transmission 
of 62*8 from the flame, and 52*5 from the s{>iral. 

Diathermancy ok (Iasks and Y^apours 

263. Tyndairs Experiments. — The first successful experiments 
on the transmission of radiant heat through gases were made by 
Professor Tyndall at the Royal Institution in 1859. Previous to that 
date no exxierimenter had been able to detect any absorj^tion of radiant 
heat by gaseous matter, and it was generally supposed that matter in 
the gaseous state transmitted perfectly all kinds of radiation. In 
approaching this investigation, either of two distinct methods of attack 
may be adopted: (1) the thermopile and the source of heat may be 
both jilaced in the chamber containing the gas under consideration ; or 
(2) either or both may be situated outside the space enclosing the gas. 
The^first method has been employed by Magnus and others, and will 
be considered later on. It is subject, as TyndalP pointed out, to 

‘ Previous to the work of Tyndall, no doubt, many experimenters had in- 
vestigated the action of air ux)on radiant heat ; otherwise the conviction that air 
perfectly transmitted radiant heat could not have become so universal, but that 
all other gases were supposed to behave in a like manner jirovcs that experiments 
on them could scarcely have been seriously attenqited. 

Dr. Franz of Berlin {Fogg, Ann, vol. xciv. i». 342) with a sensitive thermopile 
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errors arising from convection currents and conduction of heat, and 
for this reason Tyndall adopted the second mode of experiment. 

In making a preliminary experiment by this method, a tube about 
4 feet long and 3 inches in diameter was fitted air-tight with rock-salt 
plates at the ends and furnished with two stopcocks, so that it could 
be exhausted or filled with air or any other gas. The source of heat 
was placed opposite one end, and the thermopile faced the other, so 
that the radiation, after traversing the tube, fell upon it and produced 
a deflection of the galvanometer needle. The tube was first exhausted 
and the deflection of the galvanometer noted when the radiation fell 
upon the pile after traversing the empty space. Pure dry air was 
then admitted, and the deflection was found to remain unaltered, so 
that the radiation seemed to be transmitted as freely through the air 
as through a vacuum. The first inference is that either air does not 
absorb radiant heat at all, or else to such a small extent that this 
mode of experiment fails to detect it. Or it might happen that rock- 
salt and air absorb the same kind of rays, and that the radiation, 
after passing through the first plate of salt, is so sifted that no waves 
of the particular kind absorbed by air remain. 

Rock-salt was chosen to close the ends of the tube, because it 
is by far the most diathermanous substance we know of. It is not 
particularly necessary to have a transparent substance, for gases, 
we know, freely transmit the luminous waves, and if they possess 
any marked absorbing power, it must be for waves below the red or 
beyond the violet. The essential thing then is to stop the ends of 
the tube with plates of some substance which freely transmits the 
longer waves below the red, and rock-salt is the best yet found for 
this purpose. 

Tyndall, however, did not rest satisfied with this negative reply to 
his inquiry. He was fully convinced that air probably did absorb 
some of the radiant heat, but such a small fraction that the apparatus 
failed to detect it. He consequently exercised his ingenuity to render 
the apparatus more and more delicate, so that even the very feeblest 
absorption might be fully placed in evidence. This required a strong 
source of heat, so that a small fraction of it might not be infinitesimal, 

... . . ji. 

had discovered a supposed absorption by dry air in a S-foot tube of 3*54 per cent ; 
but this was attributed by Tyndall to the fact that Franz employed glass plates to 
close the ends of the tube, and as glass largely absorbs the non-luminous radiation, 
the plates soon become, warm and radiate heat to the pile. In this situation of 
affairs, when the cool gas is admitted into the tube it rapidly lowers the temperature 
of the radiating glass plates both by conduction and convection, so that the total 
radiation to the pile is reduced just as if the gas exercised a true absorption of the 
radiant heat. 
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and it also required the galvanometer needle to be kept in the most 
sensitive position. A strong source of heat produces a large deflection 
of the needle, and in this part of the scale the instrument is not very 
sensitive to small changes of heat. The problem to be solved then 
was to work with small deflections and a strong source. 

This difficulty was overcome by Tyndall in the following manner. 
The indications of the thermopile depend not so much on the temperature 
of either face as on their difference of temperature, and when the two 
faces are brought to the same temperature the deflection of the galvano- 
meter is reduced to zero. The solution of the difficulty is now obvious. 
For if a strong beam of radiant heat be employed, which, falling on one 
face of the pile, produces a large deflection of the needle, then by bring- 
ing up a second source of heat opposite the other face of the pile, the 
action of the .first source may be counterbalanced by the second, and 
the galvanometer deficctiou may be reduced to zero if desired. Let us 
now suppose that this has been effected, and that the needle stands at 
zero and in equilibrium under the joint action of the two sources of 
heat ; and let us further suppose that the experimental tube already 
described has been exhausted and placed in the path of one of the 
beams of heat, so that the beam of radiant heat, falling upon one of the 
faces of the pile, passes through the empty tube. N o w let us suppose 
air or any other gas to be introduced into the tube. Then if this gas 
absorbs any small fraction of the heat, the previous equilibrium will be 
broken and the needle will move to a now position of rest. The 
deflection of the needle will bo, within certain limits, proportional to 
the quantity of heat absorbed, and this for a substance of given 
absorbing power will be proportional to the intensity of the beam 
passing through the tube. Hence the stronger the beam of radiant heat 
employed the greater the ultimate indication of the galvanometer, 
and by the foregoing device it is rendered possible to use a beam of 
any strength desired. The preliminary difficulty being thus overcome, 
Tyndall again approached the inquiry, and with marked success, as 
will appear from what follows. 

The typo of apparatus finally adopted is sketched in Fig. 155. The 
experimental tube SS' was a hollow brass cylinder, polished within, and 
closdd air-tight at the ends S and S' with plates of rock-salt. The 
length of this tube was about 4 feet, and the source of heat C was a 
cube of cast copper filled with water, which was kept boiling by a 
lamp. The cube C was not isolated but brazed to a short cylinder 
F of the same diameter as the experimental cylinder, and capable of 
being connected air-tight with the latter at S. Thus between the source 
of heat and the experimental tube there was a front chamber F 
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which could be exhausted, so that the radiation from C might enter the 
experimental tube unsifted by air. In order to avoid conduction of 
heat from C to the rock-salt plate at S, the front chamber F passed 
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through a vessel V, in which a stream of cold water continually cir- 
culated. The experimental tube and the front chamber F wore 
connected, independently, with the air-pump, so that either of them 
might be filled or exhausted without interfering with the other. The 
thermopile P wsis furnished with a conical reflector at each end, and 
the comx^ensating cube G' was used to neutralise the radiation from C. 
An a<lju8ting screen H, capable of a very fine motion to and fro, was 
employed to bring about exact compensation. 

As the very slightest traces of impurity largely affect the diather- 
mancy of air, the strictest precautions were necessary in order to ensure 
that the sample admitted into the experimental tube was perfectly 
pure and dry. For this purpose it was passed through U-tubes filled 
with pure glass broken into small fragments and moistened with pure 
sulphuric acid. It was also found necessary to cover each column of 
the U-tubc with a layer of dry glass fragments ; for the smallest trace 
of dust from the corks, or a fragment of sealing-wax not more than 
the twentieth part of a pin’s head in size, was sufficient to vitiate the 
results if it reached the acid. The drying tubes, besides," required 
frequent renewal, as the organic matter of the atmosphere, though 
exceedingly small, after a time introduced disturbance. The carbonic 
acid was removed by passing the air through another set of U-tubes 
filled with pure broken Carrara marble moistened with caustic potash. 

The front chamber F, and the experimental tube SS', being both 
exhausted, the rays of heat from the source C were allowed to fall 
upon the face of the pile, and the effect of this radiation was com- 
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pensated by the cube C', the needle standing at zero. Pure dry air 
was then allowed to enter the cylinder, but no appreciable motion of 
the needle could be observed. 

The absorption of heat by air is therefore so small that even this 
delicate test fails to detect it. Oxygen, hydrogen, and nitrogen, when 
carefully purified, and treated in the same way, showed, like air, no 
sensible absorption of the radiant heat. Olefiant gas, on the other 
hand, exhibited a very marked effect. The experimental cylinder 
being exhausted, and the needle being brought to zero by the com- 
2 )ensating cube, olefiant gas was allowed to enter. A marked deflectioii 
of the needle, amounting to 70° when the cylinder was filled with gas, 
was the result, showing that this invisible gas absorbs heat like a solid 
or liquid. A metal screen was now interjiosed between the end of the 
experimental tube and the face of the pile, so that the com})ensating 
cube alone might radiate to the pile and produce its full effect. A 
deflection of 75“ was thus obtained, and as, at the commencement of 
the experiment, the radiations from the two cubes were equal, the 
deflection 75° represents the total radiation through the exhausted 
cylinder. Taking as unit the quantity of heat necessary to move the 
needle from 0° to 1°, the number of units rejiresented by a deflection 
of 75° was 276, and the number rej^resenting a deflection of 70° was 
211, so that out of a total of 276 units 211 were absorbed by the gas 
within the cylinder — that is, the absorption of the gas amounted 
to about 80 per cent of the whole. The following table exhibits 
the relative absoriDtion at pressures varying from 1 to 10 inches of 
mercury : — ^ 

Olefiant Gas 


ri'ASsiire 
in Indies. 

Absorption. 


Pressiirn 
in Inclios. 

1 Absorption. 

1 

90 

ii 

6 

1 177 

2 

123 

7 

: 182 

3 

142 


8 

186 

4 

167 

ii 

9 

190 

5 j 

168 


10 

193 


It thus appears that the absorption increases with the pressure, 
but not in simple proportion to it or according to any simple law. 

^ The unit employed in this table is stated by Tyndall to be the amount of heat 
absorbed by ** a whole atnios^diere of dried air." This ap2>ears to be the quantity of 
heat corresponding to a deflection of 1° of the thermopile, as some experiments are 
quoted, in which purified air, oxygen, hydrogen, nitrogen, each gave “a deflection 
of about 1” under atmospheric pressure.'* As tlic absorption of air seems, according 
to Tyndall, to be largely affected by even a small trace of aqueous vapours or other 
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For very small pressures, however, the absorption was found, as we 
should expect, to be very approximately proportional to the pressure. 

Similar experiments with other gases and vapours were conducted 
with like success. The results of these are collected in the following 
table, which shows the exceedingly high absorbing power of ammonia. 
In order to examine the corrosive gases, the brass experimental tube 
was replaced by one of glass. The hot water cube was also dispensed 
with as a source of heat, and replaced by a plate of copper, against which 
a thin steady gas-ilamo from a Bunsen’s burner was caused to play. 


• 

Substance. 

Absorption ; 
at 1 Atm. 

Substance. 

Absorption 
at 1 Atm. 


Air .... 

1 

Carbonic acid . 

90 


Oxygen 

1 ; 

Nitrous oxide 

355 


Nitrogen . 

1 

Sulphide of hydrogen. 

390 


Hydrogen . 

1 1 

Marsli gas . . 

403 


Chlorine . . . 

1 39 J 

Sulphurous acid 

710 ! 


Hydrochloric acid 

62 ii 

Olefiant gas 

970 : 


Carbonic oxide . 

90 

Ammonia . . ' 

1195 1 

1 

Vapours. 

The oxiimi nation of vapours was 

conducted by placing 

some of the 


liquid in a test-tube K fitted with a screw-tap carefully cemented on 
(Fig. 155). By this means it could be attached to a stopcock, and 
thus connected with the experimental tube. The liquid being intro- 
duced, the tube K was connected with an air pump, and the air was 
completely removed, so that nothing but the liquid and its vapour 
remained. The stopcock was then shut, and K was attached to 
the experimental tube. The latter being completely exhausted, and 
the needle of the galvanometer standing at zero, the tap attached 
to K was opened. The vapour was thus allowed to enter the 
experimental tube silently, and without the slightest commotion, while 
the manometer attached to the apparatus was carefully observed. In 
this manner the absorptions of the vapours, mentioned in the following 
table, were examined at pressures of O’l, 0*6, and 1 inch respectively : — 


impurity, the choice of tliis unit appears ill advised. Any one repeating the experi- 
ments would certainly object to having the most doubtful and least marked of all 
tlicse substances set up as the standard of reference. Tyndall himself states that 
the absorption of these substances is exceedingly small — probably even smaller than 
he assUmed it, and he remarks that the more perfectly these gases are purified, the 
more closely does their acition approach that of a vacuum. --Heat a Mode of Motion^ 
p. 346. 
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Hubslttiice. 

I’reSMureH. 

.0-1. 

1 O-.'i. 

10. 

IMsulpliide of carbon 


1.5 

47 

62 

Iodide of methyl 


35 

147 

242 

Benzole 


66 

182 

267 

Chloroform 


86 

182 

236 

Methylic alcohol 


109 

390 

590 

Ainylenc 


182 

535 

823 

Sulphuric ether 


300 

i 710 

870 

Alcohol .... 


325 

622 


Formic ether . 

• • 1 

480 

870 

1075 

Acetic ether . 

- 1 

590 

1. 980 

1195 

l^ropionatc of ethyl 

1 

• • i 

596 

970 


Boracic ether . 

1 

620 




The influence of the temperature of the source on the transmission 
of radiant heat by vapours is shown very decidedly by the following 
table. By raising the radiating spiral from a barely visible heat to 
an intense white heat, the absorption of bisulphide of carbon and 
chloroform is reduced to less than one-half, and corresponding reduc- 
tions take place with the other vapours. In some cases even a reversal 
of the order of their absorbing powers is exhibited. 


Source of Heat, a Platinum Spiral. 


V’upour. 

Uai-ely 

Vi8lbl«3. 

Jbight 

lleil. 

WhiU* 

Hut. 

N«ar 

Fusion. 

Bisulphide of carbon 

6*5 

4-7 

2*9 

2*6 

Chloroform .... 

9-1 

6-3 

5*6 

3*9 1 

Iodide of methyl 

12-5 

9*6 . 

7*8 


Iodide of ethyl . . . j 

21-0 

17-7 j 

12*8 

! 

Benzole | 

26*3 

20-6 ! 

16*5 


Aniyleiie ! 

35-8 

27*5 j 

22*7 


Sulphuric ether 

43*4 

31 *4 i 

25*9 

23-7 

Formic ether .... 

45*2 I 

31*9 i 

25*1 

21*3 

Acetic other .... 

49-6 

34*6 

27*2 



Compared with this the absorption order, when the source of heat is a 
Leslie’s cube coated with lamp-black, shows another case of reversal, 
the iodide of methyl coming above chloroform in the list. 

Tyndall also examined the action of perfumes, such as geranium, 
thyme, and rosemary. Small squares of bibulous paper were rolled 
up so as to form little cylinders, each about 2 inches in length. One 
of these paper cylinders was then moistened by dipping one end of it 
into an aromatic oil, so that the oil crept by capillary action through 
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Effect of 
state of 
aggre- 
gation. 


tho paper until the whole became moist. The roll nf^as then intro- 
duced into a glass tube which it just filled without being squeezed, 
and this tube was placed between the drying apparatus and the experi- 
mental tube, so that by turning a cock dry air could be gently drawn 
through the folds of tho saturated {)aper. This air, laden with per- 
fume, passed into the experimental tube, and the absorption due to 
the perfume could be examined. 

Experiments on ozone showed so marked an absorption of radiant 
heat by this substance that it takes rank with olefiant gas and boracic 
ether as an absorber. 

The diathermancies of several volatile liquids were also examined 
by Tyndall, in order to determine if the state of aggregation is of 
paramount importance, or if the absorption depends chiefly on the 
nature of, the individual molecules, and if their deportment towards 
radiant heat remains characteristic of the molecule throughout all 
states of' aggregation. Melloni, in his experiments on the diather- 
mancy of liquids, employed a lamp-flame covered with a glass chimney 
as source of heat, and the liquid was also enclosed in a glass cell, so 
that tho radiation was sifted by glass before it entered the liquid. 
Tyndall, however, desired to have tho primitive omission interfered 
with as little as possible, and to determine the diathermancy of the 
liquids and their vapours as far as possible under the same conditions. 
For this purpose he employed, as source of heat, a platinum spiral 
raised to incandescence by an electric current, and he enclosed the 
liquid in a rock-salt cell, so that the radiation passed through the 
liquid, sifted only by rock-salt, as in the case of the vapours and gases. 
The platinum spiral was enclosed in a glass globe to prevent the dis- 
turbing influence of air currents, which render a red-hot spiral an 
unsteady source of heat in open air. The front of tho enclosing globe 
was provided with an aperture which could be left open, so that the 
radiation fell directly on the liquid cell, or it could be closed air-tight 
by a plate of rock-salt, so that the globe could be exhausted, and the 
spiral allowed to radiate in vacuo. The radiation, in the first instance, 
was allowed to pass through the empty rock-salt cell, and the galvano- 
meter needle was brought to zero by the compensating cube. The 
liquid was then poured into the cell, and the deflection of tho needle 
noted. From this deflection the quantity of heat absorbed by the 
liquid was immediately calculated,^ and expressed as a percentage of 
the entire radiation. Tho results of the investigation are contained 
in the following table for various thicknesses of the liquid : — 

^ The altered value of the rellectioii at the inner Hurfaccs of the cell plates when 
empty and filled with liquid is neglected, and this quantity may be very appreciable. 
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Liquid. 

Tliickness of Liquid in Parts of an Inch. 

0-02. 

0*04. 

007. 

I i 

j 

0-27. 

Bisulphide of carbon. 

5-5 

8-4 

12T> 

15*2 

17-3 

Chloroform 

16-6 

25-0 

35 0 

40-0 

44*8 

Iodide of methyl 

36-1 

46*5 

53*2 

65*2 

68-6 

Iodide of ethyl . 

38-2 

50-7 

59 0 

i 69*0 

71-5 

Benzole .... 

43-4 

55-7 

62*5 

1 71-5 

73*6 

Amylene .... 

58*3 

66-2 

73-6 

: 77-7 

82-3 

Sulphuric ether 

63*3 

73-6 

76-1 

: 78-6 

85-2 

Acetic ether 


74-0 

78 0 

1 82*0 

86-1 

Formic ether 

65*2 

76-3 

79-0 

' 84*0 

87-0 

Alcohol .... 

67*3 

78-6 

83-6 

; 85-3 

89-1 

Water .... 

80-7 

86-1 

88-8 

! 91-0 

t 

91 -0 


With the same source of heat — namely, a red-hot platinum spiral 
— the absorption of the vapours of these liquids at a pressure of half 
an inch of mercury was found to be as follows : — 


VajKsur. 

AliHorptioii. 

Vapour. 



Almorptioii. 

Bisulphide of carbon 

4*7 ' 

Amylene 

27-5 

Chloroform . . . j 

i 6-5 ; 

Alcohol . . . . ! 

28*1 

Iodide of methyl . . > 

9-6 

Formic ether . 

1 31*4 

Iodide of ethyl 

17-7 

Sulphuric ether 

31 *9 

Benzole . . . . | 

20-6 1 

Acetic ether . 

34-6 


Comparing this table with the preceding one, we see that the order 
of absorption is the same in both as far as amylene. Alcohol and the 
ethers are still characterised by strong absorption in both lists, although 
their order becomes inverted in passing from the liquid to the gaseous 
condition. This inversion, however, arises from the fact that the com- 
parison has been made between liquids taken at a common thickness 
and vapours at a common pressure and volume. Now, if the equal 
layers of the liquids employed were converted into vapour, the volumes 
obtained at a common pressure would not be the same. Hence, in 
the foregoing comparison, the quantities of matter traversed by the 
beam of radiant heat are not in the same proportion in the two cases, 
and to render the comparison strict they ought to be proportional. 
The correction in this respect is easily applied when we know the 
specific gravities of the liquids and their vapour densities, and when 
applied it is found that the order in both lists as regards absorption 
becomes exactly the same, so that the discrepancies appearing in the 
foregoing tables are removed ; or, in other words, it is proved that for 

2 M 
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heat from the same source the order of absorption for liquids and their 
vapours is the same. 

It appears then that in the main the molecules maintain their 
characteristics as absorbers of radiant heat, although the state of 
aggregation changes, and if any inference be allowed we should expect 
that aqueous vapour would be exceedingly opaque to thermal radiation, 
for, as we have already seen, pure water stands at the bottom of the 
list as a transmitter of radiant heat. 

This anticipation as to the opacity of aqueous vapour seems to 
have been fully verified by the experiments of Tyndall, but subsequent 
investigations by Magnus and others by different methods brought 
the matter into warm dispute, for, while Tyndall with one form of 
apparatus found the absorption of aqueous vapour to be enormously 
greater than that of dry air, Magnus with another found no such 
difference of absorbing power. 

In face of these very different results on the absorption of such an 
important vapour as that of water, by men who had already proved 
themselves possessed of the highest experimental skill, it may be 
well to give here a brief account of the methods adopted and of the 
objections raised by each to the apparatus of the other. 

Aqueous Vapour 

264. Tyndall’s Experiments. — The low diathermancy of pure 
water prepared Tyndall to expect that aqueous vapour would also 
prove itself highly opaque to radiant heat, and this expectation was 
surprisingly confirmed. Pure dry air being admitted into the ex- 
perimental cylinder a deflection of scarcely 1° was observed. Making 
a similar experiment with the undried air of the room the needle 
moved through 48°. This corresponded to an absorption of 72 — that 
is to say, the aqueous vapour contained in the air absorbs 72 times 
the quantity of heat absorbed by the air itself. This figure is rendered 
all the more surprising when we remember that the quantity of vapour 
in the air amounts to less than one-half per cent. 

This result, if true, is of such importance in the science of meteor- 
ology that it ought to be subjected to the most careful examination, 
and the closest scrutiny of the whole matter seems to have been carried 
out by Tyndall. Kock-salt is a hygroscopic substance, and it might 
be supposed that, the aqueous vapour condenses on the faces of the 
rock-salt plates which close the ends of the experimental tube, and 
that in this manner a thin film of aqueous salt solution is formed, 
which, as appears from Melloni’s tables, is highly opaque to radiant 
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heat, though not more opaque than pure water. The question, there- 
fore, arises whether in the foregoing experiment the absorption 
observed is not in reality due to thin films of moisture deposited on 
the plates. The aqueous vapour might also become condensed on the 
walls of the cylinder so that the reflection from its sides might become 
seriously diminished, and the apparent absorption might arise from 
this, diminution of the reflecting power of the interior surface of 
the cylinder. So, again, it has been suggested by Magnus that the 
London air is always impure and to some extent misty from suspended 
matter, which, though it be so small as to escape the eye, yet may be 
sufficient to stop by reflection a considerable portion of the radiant 
heat. In order to meet this objection ^ Tyndall examined samples of 
air brought from the Isle of Wight and other localities, but always 
obtained the same result. The other objections are more serious, and 
demand special precautions and modifications of the apparatus. The 
effect of a variation of reflecting power of the inner surface of the tube 
might be determined, at least to some extent, by blackening the inside, 
but this method of experiment does not appear to have been prosecuted 
by Tyndall with sufficient fulness. Some experiments are described in 
which the inside of the cylinder was lined with black for half its length, 
and from these it was concluded that the high absorption obtained 
for aqueous vapour did not arise from this cause. Fuller experiments, 
in which the whole of the interior of the tube was blackened, would 
have been more satisfactory, and it is difficult to understand why 
half-measures were resorted to in this important matter. 

With regard to the first objection — namely, the deposition of 
moisture on the rock-salt plates — th§ precautions taken were as follows. 
In the first place, it was assumed that the plate nearest the source of 
heat always remained free from this source of error on account of its 
proximity to the source of heat. The distant plate was assumed to 
be the only one in danger, and to protect it one of the conical reflectors 
was removed from the pile and placed within the cylinder, with its 
narrow end abutting against the rock-salt plate, while the space 
between it and the metal tube was filled with fragments of fused 
chloride of calcium. The face of the pile from which the reflector was 
removed was then brought close up to the rock-salt plate, and the 
experiments were proceeded with as before. The chloride of calcium 
kept the circumferential portions of the plate perfectly dry, and the 
whole beam of radiant heat was converged by the reflector on the 
central part. With this arrangement it was supposed that the de- 

’ If such an objection were allowed, invisible particles or globules might equally 
be introduced to explain all absorption by gases. 
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position of moisture on the plate \vas impossible. On examining the 
plate, even with a lens, no trace of moisture could be detected on it, 
the polish remaining perfect throughout. 

Further, the plates of rock-salt were dispensed with entirely, and 
the experimental tube was left open at both ends, the arrangement of 
the apparatus being as shown in Fig. 156. In order to avoid agita- 
tion of the surrounding atmosphere while the air was being introduced 
into the open tube, it was arranged that dry air could be allowed to 
enter the tube slowly through the tap C, while D was connected with 



Fig. 15«. 


an air-pumj^ which was slowly worked, so that the dry air was drawn 
from C towards D. Thus throughout the central portion of the tube 
a column of moist air could be displaced by dry air, and vice versa. 

In making an experiment with this apparatus the tube was at first 
filled with the common air of the laboratory, and the needle was 
brought to zero by the compensating cube. Dry air was then allowed 
to enter slowly and disj)lace the moist air which initially occupied the 
tube. As soon as the dry air was allowed to enter, the needle com- 
menced to move and finally stood at a deflection of 45°. When the 
supply of dry air was cut off the deflection commenced to fall, but 
with great slowness, indicating a slow diffusion of the aqueous vapour 
through the dry air of the tube. If the pump was worked the dry 
air was removed more quickly and the needle sank rapidly to zero. 
The result of all these experiments was, therefore, to confirm the con- 
clusion already arrived at by Tyndall as to the high absorptive power 
of aqueous vapour for radiant heat. 

Humid air was also tested at various pressures, and the results 
verified the anticipation that the absorption varies directly as the 
quantity of vapour present. The third column of the following table 
was calculated on this supposition, and it can scarcely be supposed 
that results so regular as these can be due to condensation of the 
vapour on the interior surface. Besides, under the pressure of 5 inches 
the quantity of vapour within the tube is less than one-sixth of the 
quantity necessary to saturate the space — a dryness unapproached by 
our driest days. 
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Humid Air 



Absorption. 


Absorption. | 


ObsHrvoti. 

1 CnlculatfHl. 


Observed. 

1 CaloiilattHl. 

! ti inches 1 

16 

' 16 

20 inches 

64 

1 

' 64 

1 10 „ 

32 

32 

1 525 M 

82 

80 

i ir* „ 

49 

48 

30 „ 

96 

i 96 


In conclusion, it may be remarked that as the air generally operated 


with was that of the laboratoryj there 
appears to be no particular reason 
why the moisture should condense on 
the inside surfaces of the plates more 
than on the outside, and it is well 
known that a plate of rock-salt exposed 
in the open air is highly diathermanous, 
which shows that opacity to radiant 
heat is not introduced in this manner 
in the open air. 

266. Magnus’s Experiments. — 

The experiments of Professor Magnus ' 
on the diathermancy of gases were 
conducted chiefly with the apparatus 
shown in Fig. 157. This consisted of 
two glass vessels having their bottoms 
fused together, one being much larger 
than the other. The smaller one, C, 
stood upright, and acted as the source 
of heat, being partly filled with water 
which was kex)t at the boiling point 
by a current of steam passed through 
the tube pp. The larger vessel BF 
was turned mouth downwards, and 
had its mouth FF ground dowui so 
that it could be placed like an ordinary 
receiver on the plate of an air-pump 
amd exhausted, while, by means of 
the cocks H and K, it could be 
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filled with any gas desired. It was surrounded by a water bath, 
MM, kept at 15"' C. Within this experimental space a thermopile S, 


1 Magnus, Poyg, Ann. vol: cxii. p. 531 ; Phil. May. vol. xxii., 1861. 
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with its axis vertical, was attached to the plate of the air-pump, 
and one face was directed towards the common surface of the two 
vessels which had been fused together. This surface was heated to 
100° C. by the hot water and acted as the radiator. The pile could 
be exposed to the radiation or protected from it at pleasure by means 
of a movable screen, ce^ and the entire space between the pile and 
the radiating surface could be rendered a vacuum or filled with 
a gas. 

Experimenting in this way, Magnus found that air and oxygen 
intercepted over 11 per cent of the heat radiated by the source, while 
hydrogen cut oft* more than 14 per cent. Tyndall, on the other hand, 
after using every precaution, found that these gases were practically 
vacua to radiant heat. With the more powerful compound gases, on 
the other hand, Tyndall found a considerably stronger action than 
Magnus. Thus with olefiant gas Magnus found an absorption of less 
than 54 per cent, whereas Tyndall obtained more than 72. This result; 
however, was to be expected, as the length of gas traversed by the 
radiant heat in the experiments of the former was under 15 inches, 
whereas in those of the latter it was 33. 

Magnus also describes a series of experiments in which the source 
of heat was a powerful gas-fiame, surrounded by a glass chimney, and 
provided with a parabolic mirror to reflect and concentrate the rays. 
In this series the foregoing apparatus was dispensed with, and the gas 
under examination was enclosed in a glass tube 1 metre long and 
35 mm. in diameter, the two ends of which were stopped, not by 
plates of rock-salt, as in Tyndall’s experiments, but by plates of glass 
4 mm. thick. 

Two series of experiments were executed with this tube, one 
in which the interior surface was covered with black paper, and the 
other in which it was uncovered. The former method had been 
previously employed by Dr. Franz, and the results obtained by 
Magnus in the case of air and oxygon agree closely with those of 
Franz, the former obtaining an absorption of about 2^ per cent 
for these gases in the blackened tube, while Franz obtained about 
3 per cent. 

In the case of the unblackened tube, however, the absorption was 
found to be much more considerable. Here air and oxygen cut off 
14‘75 per cent, while hydrogen intercepted 16’23 per cent. TBis 
great difference between the actions in the unblackened and the 
blackened tubes is ascribed by Magnus to a change of quality 
of the heat produced by its reflection at the interior surface of 
the glass. 



ART. 266 


DIATHERMANCY 


535 


We now come to the case of aqueous vapour. With both the gas- Aqueous 
flame and the boiling water as sources of heat, Magnus found the effect 
of dry air to be precisely the same as that of moist air saturated with 
vapour. He concluded from his experiments “ that the water present 
in the atmosphere at IG"" C. exercises no perceptible influence on the 
radiation.” The vast difference obtained by t'yndall in the behaviour 
of moist and dry air to radiant heat has been already noticed, and as 
these discrepancies were attributed by Magnus bo condensation on the 
interior surface of Tyndall’s experimental tube and on the rock-salt 
plates, so Tyndall in turn attributed them to sources of error inherent 
in Magnus’s method of experiment. Thus Magnus in his first 
apparatus (Fig. 157) avoided the use of plates of any kind; but in 
order to do this he was compelled to bring his gas into direct contact 
with his source of heat. Convection currents may in this manner be 
set up within the experimental chamber, and Tyndall held that the 
results obtained by Magnus were largely affected by this source of 
error, the greater convection of hydrogen also accounting for the differ- 
ence obtained by Magnus between this gas and air. So also Magnus 
used glass plates to close his experimental tube, and these, according 
to Tyndall, become heated and radiate to the pile as secondary sources. 

On the introduction of a gas, however, the plates become cooled by 
convection and conduction, and the effect of this cooling on the pile is 
the same as if a true absorption took place within the gas. 

266. Experiments of Lecher and Pernter. — More recently a 
series of experiments on the absorption of radiant heat by gases and 
vapours was published by Ernst Lecher and Joseph Pernter;^ bift 
these new investigations, instead of settling the question in dispute 
between Tyndall and Magnus as to the comparative absorptions of dry 
and moist air, placed the whole matter in a state of greater uncertainty. 

For whereas Tyndall found an exceedingly low absorption for dry, and 
a high absorption for moist air, while Magnus found the same absorp- 
tion for both, and that tolerably high, the results of the experiments 
of Lecher and Pernter show practically no absorption for either ; or, in 
other words, both dry and moist air act as a vacuum towards radiant 
heat. 

The method adopted in these investigations was similar to that 
employed by Magnus, the source of heat and the thermopile being in 
the^ same chamber as the gas under examination. In order to avoid 
convection currents, however, a special heating arrangement was 
adopted; whereby the radiating surface was suddenly brought to 

^ Lecher and Pernter, Sit^, der A?. Akad. der Wissensch, in Wien, July 1880 ; 

Phil, Mag,, January 1881. 
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lOO"" C. by directing a jet of steam against it. The apparatus was for 
this reason a considerably modified form of that of Magnus. 

It was found, as has been already mentioned, in opposition to the 
results of Tyndall, that the absorption of aqueous vapour is ex- 
cessively small, and, as in the case of air, jiractically imperceptible. 
They thus confirm the view of Magnus with regard to aqueous 
vapour, but they contradict his result for air. The numbers obtained 
for other gases agree fairly well with those given by Tyndall, but in 
the case of vapours considerable differences exist. 

267. Comparison of Results. — These contradictory results, 
obtained by most careful and experienced experimenters, arise un- 
doubtedly from the great difficulties attending observations in this 
department. No method seems to have been yet employed which is 
perfectly free from objection. These differences are strikingly illus- 
trated in the case of air. Thus Tyndall obtained no appreciable 
absorption for a layer of air 1*22 metres thick, and this result is sup- 
ported by the work of Lecher and Pernter. Magnus, on the other 
hand, found that a layer of air 275 mm. thick absorbed 11 per cent of 
the radiation, and Buff ^ believed that he observed an absorption of 40 
per cent by a layer of air only 45 mm. thick ! 

The method of experiment in which the thermopile and source 
of heat were both in the experimental chamber containing the gas 
has been employed by Magnus, and then by Garibaldi and Buff. 
Tyndall justly objects to this method on account of the convection 
currents, and this source of error appears to have been recognised by 
Magnus, as he did not return to the question. Buff endeavoured to 
avoid it by rapidly heating the radiating surface, and the same plan, 
we have seen, was adopted by Lecher and Pernter, Garibaldi employed 
a concave mirror to concentrate the heat rays, and obtained the 
enormous absorption of 92 per cent for aqueous vapour ! 

Tyndall, on the other hand, chiefly employed the method in 
which both the source of heat and the thermo]3ile are outside the 
experimental space. This necessitates the use of diathermanous plates 
to close the ends of the experimental tube. For this purpose glass 
plates were employed by Franz and Magnus, and the objections to 
glass for this purpose have been considered. Tyndall employed rock- 
salt, which is much more highly diathermanous, but according to 
Tyndall’s own Experiments this substance is not perfectly diather- 
manous, and it is just possible that it may absorb the same rays as 
those intercepted by air. This objection has been raised by Buff, 

^ Bufr, Pogg, Amu vol. clviii. p. 177, 187(5 ; Phil, Mag, (6) vol. iv. i), 401, 1877. 

- II Muovo Civiento, 2nd Series, vol. iii., 1871. 
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and, if true, the radiation would be sifted before entering the air 
in the tube, and the low absorption obtained by Tyndall for air 
would be accounted for. This objection does not appear, however, to 
have been confirmed, and Tyndall ^ seems to have completely refuted 
it. The employment of rock-salt seems, therefore, to be permissible in 
experiments with dry gases, since the percentage of rays absorbed does 
not appear to be materially influenced by its imperfect diathermancy. 
The case is different, however, with vapours, for these may condense 
on the plates and on the walls of the experimental tube, and thus form 
an important source of error. 

[It is now fully established that pure air is highly diathermanous, 
but that the aqueous vapour and carbon dioxide present in ordinary 
air possess a well-marked absorbing power. The whole subject of 
absorption is best studied as a branch of physical optics, being closely 
connected with dispersion and selective reflection. In the experi- 
ments above described, no attempt was made to employ radiation of 
a definite wave-length, hence the existence of absorption bands or 
lines characteristic of each substance could not reveal themselves.] 

’ Tyndall, Proc. Roy. Roc. vol. xxx. i\ 19, 1879. 
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RADIOMETERS 

268 . The DifTerential Thermometer. — In the preceding investiga- 
tions on the * laws of cooling, the temperatures were registered by 
ordinary liquid-in-glass thermometers. The general study of radia- 
tion, however, required some much more sensitive temperature- 
registering apparatus, and the great advances in this subject followed 
the invention of more and more delicate instruments for the detection 
of feeble radiation. All the most valuable of these instruments 
depend in principle on the thermo-electric properties of matter. 

The first instrument specially invented for the study of radiant 



Fig. 158. Fig. 159. 


heat was a species of air thermometer designed by Sir J. Leslie, and 
in his hands this instrument (which is now of little more than historic 
interest) rendered important service. In Leslie’s form of the apparatus 
(Fig. 158) two equal bulbs, C and D, filled with air are connected, as 
shown in the diagram, by a narrow bent tube which contains some 
non-volatile liquid, such as sulphuric acid. When the two bulbs are 
at the same temperature, the liquid stands at the same level in the 
two arms of the tube ; but if one of the bulbs is heated, the pressure 
of the air within it increases, and the liquid is forced towards the 
cooler bulb by the expanding air in the warmer. The level of the 
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liquid in the arm to which the warmer bulb is attached will thus be 
lower than the level in the other arm, and from the difference of level 
the difference of temperature may be estimated. 

Thus since the bulbs are equal, and the liquid stands at the same level in the 
arms when the temperature is the same, it follows that the mass of air iii one bulb 
is. the same as that in the other. If the zero mark of the scale be the point at 
which the level of the liquid stands when the two bulbs have the same temperature, 
and if v denotes the volume of each scale division of the tube, then when the surface 
of the liquid stands n divisions below the zero mark in one arm, and n divisions 
above it in the other, the volumes occupied by the air in these arms will bo V and 
V + 2 ?i« 7 respectively, and the corresponding temperatures of the bulbs will be G( and 
6 + A0. In addition, tlie pressure in the colder bulb will be P, and if the pressure 
due to the weight of each scale division of the liquid bo p, the pressure in the 
warmer bulb will be P + 2/qo, and consequently applying the equation PV = R9 
to each arm wc have 

P V _ (P -f- 2np) (V + 2nv) _ 2aPV f p v 

since pjV and v/V arc both small, the linal member being obtained by subtracting 
the numerator and denominator of the first from the corresponding terms of the 
second. The equality of the first and third members gives at once 

If the colder bulb be at zero centigrade, then 0 = ^, and further, if the volume V 

be replaced by Vo. the volume of either bulb uji to the zero mark, and P by Po. the 
pressure when the liquid stands at the same level in the two arms, we have the 
approximate equation 



A modified form of Leslie’s apparatus was designed by Count 
Rumford, which possesses much greater delicacy than the original. In 
Rumford’s form (Fig. 159) the liquid column is reduced to a simple 
index moving along the horizontal part of the tube which joins the 
bulbs, so that the pressure in one bulb is always equal to that in the 
other. 

If the index be displaced n divisions from the zero mark, we liave in this case 

V _ V + 2nv _ 2nv 
e~ 0 + A^‘"" A(^' 

where Y is the volume, and 0 
Hence 


or approximately 


A modified form of the differential thermometer has also been 


the temperature of air in the colder arm. 


A^=2n0^, 


a Vo 
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devised by Matthiessen, which can be used conveniently with liquids. 
For this object the arms to which the bulbs are attached are bent 
round twice at right angles, so that the bulbs hang downwards, and can 
be easily dipped into liquids, and the difference of temperature of two 
liquids can thus be registered. The differential thermometer, when 
employed as a radiometer, is less sensitive than a simple air ther- 
mometer, for when the index moves under the expansion of the air in 
one of the bulbs an increase of pressure is set up in the other, and 
this reduces the displacement of the index which would otherwise 
occur. 


269. The Thermopile. — The thermopile is probably the most 
celebrated instrument ever designed for the study of radiant heat, for 
although it has been surpassed in delicacy and quickness of action by 
more recent forms of apparatus, yet it is to the services of the thermo- 
pile that we owe the researches of Melloni and Tyndall, as well as 
nearly all the advances that have since been made in the study of radia- 
tion. This instrument was invented by Nobili, and in its action is 
based on a discovery made by Seebeck about 1820, that when two wires 
of different metals are joined end to end so as to form a closed circuit, 
then when one of the junctions is heated, or cooled, an electric 
current passes round the circuit, and this current continues to flow 
as long as any difference of temperature exists between the two 
junctions. 

The most elementary form of such an apparatus is shown in Fig. 

160, where A and 11 are 

A<C![r7 junctions of two dis- 

^ ( Q j — — ^ similar wires, the wires being ‘ 

^ soldered together at these 

points, and one of them being 
in circuit with a galvanometer G. As long as A and 11 are at 
different temperatures, a current passes round the circuit and deflects 
the needle of the galvanometer. When the two junctions are at the 
same temperature, as when they are both immersed in the same 
bath, > there is no current, and the galvanometer needle remains 
steady, but as the difference of temperature increases the current 
strength increases, and the deflection of the needle augments 
accordingly. 

We have here, therefore, a means of estimating differences of 
temperature, and on this property a scale of temperature might 
be founded by saying arbitrarily that the current strength in the 
circuit is proportional to the difierence of the temperatures of the 
two junctions just as legitimately as on the expansion of mercury 
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or any other liquid. We have, however, already chosen the air, 
or perfect gas thermometer as our standard of reference, and, under- 
standing temperature to be measured in this way, it is found that 
the current strength in a thermo-electric circuit is not exactly pro- 
portional to the difference of the temperatures of the two junctions, 
but for small differences it is nearly so. The electromotive force 
gradually increases with the difference of temperature; but, as 
Gumming discovered, if one junction is kept at a constant tem])era- 
ture, while the temperature of the other is gradually raised, the 
current strength does not go on continually increasing, but ultimately 
reaches a maximum, after which it decreases and ultimately falls to 
zero again, and becomes reversed, so that the deflection of the 
galvanometer vanishes, not only when the two junctions have the 
same temperature, but also again when they are at very different 
temperatures. The mean of the temperatures of the two junctions 
when the latter occurs is found to be always the same for the same 
pair of metals, and is called their neutral ^ temperature. The 
existence of this phenomenon utterly disqualifies the thermo-electric 
couple as a standard of measurement of temperature, and for all 
purposes of measurement the instrument must bo empirically graduated 
by a direct comparison of its indications with those of some standard 
instrument. 

The thermopile, as usually constructed, consists not of a single 
pair of wires, but of several pairs arranged in such a way that a 
given difference of temperature produces a much more marked 
deflection of the galvanometer than that which would bo caused by 
a single pair. This arrangement is indicated in Fig. 161 , which shows 
a system of pairs of little bars of two different metals soldered 
together, and arranged so that the alternate bars are of the same 
metal, and thus at each junction two dissimilar metals are soldered 
together. If the system is in circuit with a galvanometer G, and if 
all the lower junctions are at one temperature, while all the upper 
junctions are at another, then the electromotive force of the system 
will bo equal to that of a single pair multiplied by the number of 
pairs. 

In practice about twenty-five pairs, each consisting of a small 

^ Since the electromotive force vanishes when the temperatures 0 ^ and 6 ,^ of the 
two junctions are equal, it follows that 6 ^ - $2 n^ust be a factor of the expression for 
the electromotive force. In the same way, if the neutral temperature be ^o» then tlic 
electromotive force vanishes when J(^j + — ^o» and, therefore, 0 ^ - i(^i + 62 ) must 

also be a factor. The expression for the electromotive force must therefore be of 
the form 
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bar of antimony soldered to a similar bar of bismuth, are arrange^, 
as shown in Fig. 162, in the form of a rectangular parallelepiped, ■ 
the pieces being carefully insulated from each other by some insulating 
material, such as thin paraffined paper. 

In conjunction with a thermopile it is necessary to use a galvaih 
ometer, and in constructing a delicate instrument it is necessary to 
pay due attention to the proper construction of the latter. With a 
given pile the best galvanometer to work with is one whose resistance 
is equal to that of the pile, and in constructing a galvanometer of 
some predetermined resistance, what is required is to wind it with 
as many turns of wire as possible, especially near the inside, where 
each turn produces the greatest effect. The question also arises as 
to what number of couples will bo most advantageous in a thermopile. 
Now it is clear that the face of the pile need not exceed the area^on 
which the radiation can bo concentrated, and if the number of bars 



in a given area bo doubled the electromotive force will be doubled, 
but the resistance of the pile will be increased four times, for not 
only are there twice the number of bars, but the cross-section of each 
is halved, so that if the resistance of the galvanometer be made four 
times as great by winding twice the number of turns of wire in the 
same space, the resistance of the whole circuit will be four times as 
great, and, consequently, the current will be half as great ; but as it 
circulates round the needle twice as often, the deflection will be the 
same as before. Hence the deflection will be the same with dne 
pair and a corresponding galvanometer as with many pairs filling the 
same space. This is true only so long as the resistances of the 
connecting wires can be neglected, and as it is often necessary to 
work with the pile at some distance from the galvanometer, the 
number of pairs in the pile should be considerable, for, as they are 
increased, the effect of the connecting wires becomes less and less. 
Another point of practical importance in favour of a large number of 
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]j||airs is, that in this case the electromotive force is largo, and the 
disturbing effects of accidental electromotive forces are of smaller 
consequence— such, for example, as the thermo-electric effects which 
may occur at binding screws subject to accidental changes of tem- 
perature by handling, etc., or by connecting wires moving in the 
earth’s magnetic field. 

The difficulties attending the use of the thermopile as a sensitive 
and accurate radiometer arise from the comparative slowness of its 
indications and the length of time required for it to return to zero. 
These defects unfit it for many delicate experiments. 

270. The Bolometer.— An instrument depending on the change 
of electric resistance with temperature, and surpassing the thermo- 
pile in delicacy and merit as a radiometer, was brought out in 1881 
by Professor Langley,^ and named the bolometer or actinic balance. 
Ttfis instrument was designed for the study of the distribution of heat 
in the solar spectrum, and in the hands of the inventor it has proved 
itself a fruitful means of investigation in this department, not merely 
detecting the presence of very feeble radiation, but also, as its name 
indicates, furnishing a measure of its amount (Fig. 163). 

The working part of the instrument consists of a thin strip of 
steel, platinum, or palladium foil, resembling a grating or system of 
parallel elements of the same metal joined so as to form a continuous 
circuit. This system of strips, or grating as we shall call it, is 
punched from a thin sheet of the foil, giving strips about 1 cm. long, 
J mm. wide, and j to mm. thick, this process being preferable 
to that of soldering the ends of the strips together. /The grating is 
exposed to the radiation, and is placed in one of the arms of a 
Wheatstone’s bridge, and a similar grating, screened from all radiation, 
is placed in another arm of the bridge, and used as a counterbalancing 
resistance. This arm also includes a resistance which can be varied, 
so that exact balance may be obtained in the galvanometer circuit. 
A current from a battery of one or more Danicll’s cells divides 
itself between the two systems, one-half passing through each. When 

^ Jjangley, Proc, American Acad, of Arts and Sciences, vol. xvi. p. 342, 1881. 

Tho earliest account of an instrument, depending on change of electrical 
resistance, for measuring or detecting heat appears to bo that of Svanberg {Pogg. 
Ann, vol. xxiv. p. 416, 185)), who, for this purpose, introduced a flat spiral of 
blackened copper wire into one of the arms of a Wheatstone's bridge. Dr. Baur has 
published two papers on the Bolometer {Proc, Berlin Phys, Soe,, March 3, 1882 ; 
Awn, der Ph, uvd Ch, vol. xix. p. 12, 1883). Ho constructed his gratings of tinfoil, 
blackened with pftitinic chloride, and this sensitive surface acquires its final tem-> 
perature almost instantaneously. The two resistances are placed side by side, so 
that, by the movement of a shutter, the radiation may be allowed to fall on one or 
the other alternately, and thus double the effect. 
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the two currents are equal, the needle of the galvanometer remains 
motionless, but when heat falls upon the exposed system, the resist- 
ance of that set increases, and the current passing through it is 
diminished, with a consequent deflection of the galvanometer. By 
this means a change of temperature of so little as of a degree 

centigrade or less may be measured ; and from the excessive thinness 
of the strips, they take up and part with heat almost instantaneously, 
so that this instrument is much more prompt in its action than the 
thermopile. It is also much more accurate, for Professor Langley 
estimates the error of a single measure with it at less than 1 per cent. 



Fig. 103. 


To protect the grating from air currents and sudden changes of 
temperature it is enclosed in a chamber lined with copper to secure 
an equable distribution of temperature. This chamber is contained in 
a long cylinder of wood or ebonite, which is also furnished with four 
or more coaxial cardboard diaphragms pierced with apertures 6 mm. 
in diameter, and separated by ebonite rings, which form a succession 
of drum-like chambers through which the radiation passes, and which 
effectually stop air currents from without. The mouth of this cylinder 
IS furnished with a revolving cardboard disc with suitsible stops which 
admit or shut out the radiation at pleasure. At the back of the 
copper-lined chamber containing the strips is a layer of solid non- 
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conducting material through which the connecting wires pass to 
binding screws, and behind this is a chamber containing the adjust- 
able resistance by which the two arms of the bridge may be counter- 
balanced to perfect equality. It is advisable to have the two arms as 
equal as possible at first, since, if^unequal, the increment of resistance 
of the larger caused by a general rise of temperature exceeds that’ of 
the smaller, necessitating a frequent readjustment of the variable 
resistance, and producing a “ drift ” of the galvanometer needle which 
slowly changes its direction according as the temperature of the room 
rises or falls. A similar drift due to different causes also affects the 
thermopile when the galvanometer is very delicate. 

The requirements of the instrument necessitate in the construction 
of the grating the use of a metal of high electrical resistance, and the 
resistance of which changes considerably with change of temperature. 
At the same time the metal requires to be tenacious as well as ductile, 
and not liable to become oxidised or changed by exposure to the air 
The metals which seem to best meet these requirements are steel, 
platinum, and palladium. 

The bolometer has been applied by Tschqliecfl* ^ in the measure- 
ment of dielectric constants, and in the detection of Hertzian 
waves. 

It seems difficult to believe that an instrument such as the l)olo- 
meter, which depends in its action on the change of resistance of a 
wire with temperature, a variation which is always comparatively 
small, could be made to surpass or even approach in delicacy as a 
radiometer a properly-designed and carefully-constructed instrument 
such as the thermopile, which depends on the thermo-electromotive 
force developed by difference of temi)eraturc at the junctions of two 
dissimilar metals. If an instrument of the latter class could be 
constructed as delicately as Langley's bolometer, a better result ought 
to be obtained. The one point, however, in which the bolometer has 
a great advantage is the smallness of the mass of the jiart to be 
heated, whereas in the thermopile, however delicate the bars may be, 
the mass is so large that the rate of heating and the ultimate rise of 
temperature must be comparatively small. A thermopile cannot be 
made with bars of antimony and bismuth as thin as the wires of the 
bolometer, and such a construction would be necessary in order to use 
the thermo-electromotive force with the same advantage as the varia-' 
tion of resistance is in the bolometer. If the connecting wires had no 
resistance no advantage would bo gained by having more than a single 
pair of bars in the pile, provided the galvanometer were properly 

^ Tschqlieeff, Journal de la }:ioei4U Physieo-Chimique Jlusse, 1890, p. 115. 

2 N 
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proportioned, and the mass of the instrument would be greatly 
diminished. The problem on hand is then reduced to the ‘ invention 
of some delicate method of detecting the current in a single coupIe,^ 
and the solution of this problem has been given by Professor C. V. 
Boys in the beautiful instrument named the radio-micrometer. 

271. The Radio-Micrometer. — The active part of the instrument 
devised by Professor Boys ^ (the radio-micrometer) consists of a very 
light circuit (Fig. 164) composed of a single loop of fine bare copper 
wire, to the lower ends of which a pair of very light bars of antimony 
and bismuth - are soldered. These bars form a thermo-electric couple, 
and the circuit is completed by soldering them side by side at their 
lower ends to a very small disc of thin copper, or (if the instrument 
is intended for spectrum analysis) to a very narrow strip of copper 
foil on which the radiation is received. When radiation falls on 
this disc the lower junction of the couple becomes heated and a 
current traverses the circuit, and in order to detect this the circuit 
is suspended in a strong magnetic field (Fig. 165), in which it is 
deflected, as in the case of Thomson's siphon recorder, or the moving 
coil galvanometer.-* It thus possesses all the advantages of an ideal 
thermopile of exceedingly small mass, while the current is detected 
without the aid of a separate galvanometer. 

The circuit is suspended by being attached to the lower end of a 
very thi?i capillary glass tube, 5 cm. long, which is suspended by a 
({uartz fibre made by the bow-and-arrow process.'^ Close to the top 
of the tube a very light galvanometer mirror is fastened, so that any 
heat which may fall upon it has no influence on the circuit below. 
The circuit of copper wire hangs in a narrow hole within a mass of 

* C. V. Hoys, Vhil. Trans, vol. cLxxx., A, p. ]59, 1888-89 ; Joiirn, Hoc. Arts^ 
nth October 1889. 

2 Alloys of these iiietiUs arc preferable. Thus, as Professor Boys points out, 
32 Bi-J' 1 Sb is better than Bi in the ratio 10 : 9, and 12 Bi+ 1 Sn is better than Sb, 
or attain 10 Bi + 1 Sb and Sb and Cd in equivalent proportions are still better, but 
the latter alloy is troublesoiiie to work. The dimensions of the circuit employed 
were : Thermo-electric bars ^ x ^ hicli ; No. 36 copper wire made into a circuit 
1 inch long and about Vn inch wide ; a copper heat-receiving surface about xV h^ch 
diameter, and blackened on the side exposed to the radiation ; mirror xV inch square 
and inch thick. The quartz fibre was 4 inches long and inch thick, and 
the weight of the complete circuit was half a grain. 

^ This principle of fixed magnet and movable coil appears to have been employed 
by Sturgeon as early as 1836, and M. D’Arsonval, on 5th February 1886, exhibited, 
at a meeting of the Physical Society of France, an instrument called by him the 
thermo-galvanometer, with which the radio-micrometer of Boys was identical in all 
essential respects. In detail, however, the two instruments differ essentially ; but 
when Professor Boys became acquainted with the work of D'Arsonval, he at once 
fully admitted the claim of the latter to priority. 

See Phil. Maff., June 1887. , 
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brass situated between the pole-pieces, NS, of a powerful permanent 
steel magnet, and the little bars of antimony and bismuth (or alloy) 
hang below within a cavity drilled out of a mass of soft iron, where 
the radiation falls upon the junction through a transverse aperture 
(Fig. 165). Thus, while the circuit hangs in a strong magiujtic field, 
the central mass of soft iron (shaded dai’k in Fig. 165) screens the 
antimony and. bismuth, and prevents any trouble arising from dia- 
magnetism. Such disturbances have been so completely overcome 
that a strong magnet may be moved about close to the instrument 
without affecting it. 



Fik'. 104. Pig. 16ft. 


Fig. 166 shows the whole instrument enclosed within a thick 
wooden cover (dotted outline), which prevents external radiation and 
draughts from falling upon and unequally warming the metal cavity. 
Attached to this wooden cover is a paper tube, which projects in front 
of the chamber containing the thermo-electric pair. The radiation 
enters through this tube, and it is fitted •Avith a series of diaphragms 
such as Langley used with his bolometer. A glass window closes the 
back of the chamber, so that it is possible to see whether the radiation 
falls upon the copper disc as intended, while the glass protects the 
junction from the dark heat of the eye. 
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Besides its extreme quickness of action and delicacy, the advan- 
tages claimed for this instrument are its freedom from extraneous 
thermal and magnetic influences, the circuit being suspended in a 
cavity within a mass of metal. It has also a constant and deflnite 
zero, given by the control of the suspending fibre, and this being 
of quartz, the difficulties caused by the uncertain behaviour of 
silk under varying conditions of temperature and humidity are 
obviated. The sensibility of the apparatus may also be varied at 
pleasure, and it may be rendered “dead beat,” or its logarithmic 
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decrement may be varied at will. A further advantage is that in 
spectroscopic work the radiation may be limited by a narrow slit 
without seriously reducing the sensibility of the instrument. On 
the other hand, it must, like the galvanometer, be kept in a fixed 
position, and cannot be handled or iiointed in other than a horizontal 
direction, so that in this respect it is less convenient than thermopile 
or bolometer. 

The radio-micrometer may be used diflTerentially by placing a 
second couple in the upper end of the circuit, and this may be 
furnished with a separate window, so that the radiation from one 
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^source may fall on one couple, and the other may be exposed at the 
same time to the radiation from any other source. 

Besides being vastly more sensitive than the thermopile, the radio- 
micrometer has a further advantage, which is most important in 
astronomical work, for a measure can be effected with it in a 
few seconds instead of the several minutes necessary to the older 
apparatus. So great was the delicacy of the apparatus constructed 
by Boys that the radiation received by the mirror of a telescope 
of 16 inches aperture from a candle situated at a distance of 
between 2 and 3 miles was distinctly observable, and an amount 
of heat of about ^ s oVo^r received from the full moon could 

be detected with certainty. It was, therefore, legitimately hoped 
that this instrument would settle the question as to whether or 
not any radiation from the fixed stars had yet been perceived. 
Experiments in this direction had been made in 18(59 by Huggins ‘ 
with the thermopile; but although the results did not prove con- 
clusively that the thermopile was capable of detecting such feeble 
radiation, yet they made it exceedingly probable that the effects 
observed were really due to stellar radiation. A year later Mr. 
Stone,*^ using the great equatorial at Greenwich and a single couple, 
found that at night every slight change in the sky, even though 
invisible to the eye, so disturbed the galvanometer that it was 
impossible to distinguish between effects due to the stars and those 
caused by the varying clearness of the sky. This difficulty was largely 
obviated by placing in the focal plane of the object-glass two thermo- 
oleetric pairs so connected that the heating of the exposed face of one 
would produce an effect opposite in kind to that produced by the 
heating of the exposed face of the other. Under these conditions a 
change in the sky affected the two faces equally or nearly so, and the 
galvanometer was not disturbed by variations of the sky ; but if a star 
were allowed to shine first on one face and then on the other, cor- 
responding deflections in opposite directions ought to be obtained. 
This arrangement had been employed previously by Lord Kosse ^ in 
his experiments on the heat of the moon. Mr. Stone concluded from 
his experiments that the radiation from Arcturus heated the face of the 
pile through about of a degree Fahrenheit, a quantity which might 
be registered by any well-constructed liquid-in-glass thermometer 1 

With the radio-micrometer, however, which is vastly more sensitive 
than the thermopile, and which would detect with certainty a radiation 

^ Wni. Huggins, Proc, Roy. vol. xvii. p. 309, 1869. 

E. J. Stone, Proc, Roy. Soc., vol. xviii. p. 159, 1869. 

Lord Rossc, Proc, Roy. Soc., vol. xvii. p. 436, 1869. 
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enormously less than that of the full moon, Boys ^ could find no 
radiation effect from Arcturus or any other star or planet, and he 
has consequently proved that no heating effect from the stars has 
yet been observed. 

272. [Lummer and Kurlbaum’s Bolometer. — An improved form . 
of bolometer has been constructed and used by Profs. Lummer and 
Kurlbaum for the purpose of studying the laws of radiation. As in 
Langley’s instrument, the conductor exposed to the radiation consists 
of a zig-zag strip of platinum cut from a single thin sheet of metal, 
but instead of one such grating, four are used, all prepared in exactly 
the same way ; these form the four branches of the Wheatstone’s 
bridge. The advantage of this arrangement is that, all four branches 
being exactly similar, a slight change in the temperature of the 
apparatus produces an equal effect on all the branches, so that the 
balance is not disturbeil, and the troublesome drift of the zero point 
is avoided. Besides, two gratings belonging to opposite arms of the 
bridge are placed one immediately behind the other, so that the strips 
of the one cover the gaps of the other, and both being exposed to the 
same radiation, the effect is doubled. 

In order to obtain four gratings of exactly the same character, 
neither gold-leaf nor tin-foil nor platinum-foil could be used. Tin- 
foil or platinum-foil would be too thick for a very delicate instrument, 
and gold-leaf is not sufficiently uniform in thickness. The gratings 
were constructed of platinum in the following way, 

A sheet of platinum was attacheil by heat to a sheet of silver ten 



Fig. 167. Fig. 168. 


times as thick, and the whole rolled out till the thickness of the 
platinum was reduced to 0*0005 of a millimetre or less. Four similar 
gratings of the shape shown in Fig 167 were cut frqm the composite 
sheet and fastened, by means of a solution of colophonium in ether, 
to square frames of slate, as exhibited in Fig. 168. When the grating 
had been adjusted in a symmetrical position, the ether was driven off 
by heat. The ends a, h of the strip were soldered to copper contact 

' C. V. Boys, Proc. Roy. Soc,, vol. xlvii. p. 480, 1890. 

~ Ann. der Physik, Bd. 46, p. 204, 1892. 
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j)ieces w and w\ and these, as well as the broad elbows of the strip 
m m', covered with japan lacquer. The silver was dissolved off the 
parts not protected by the lacquer by means of nitric acid. After 
careful washing and drying, the platinum strips were blackened on 
' one side by the smoke of a specially constructed lamp. In the later 
forms platinum black was used. Fig. 169 shows the appearance of the 
reverse side of the frame, which is exposed to the radiation. The slate 
is bevelled along the edges to which the grating is fastened. 

Fig. 170 gives a diagrammatic representation of the connections. 
B is the battery, W an adjustable resistance, r/ a sliding* contact 
resistance or rheochord for obtaining an exact balance, and Kj, Kg, etc., 
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the copper contact pieces of the gratings. The gratings are numbered 
1, 2, 3, 4, and it will be noticed that the opposite arms of the bridge 
are arranged together. Each bolometer grating has a resistance of 
about 60 ohnis. 

The complete instrument is represented in Fig. 171. The frames 
are fixed in pairs in india-rubber casings, A, 1i, which have openings 
$s to allow free passage of air between the frames. Part of one of 
the casings is removed in the figure, as well as a portion of each 
grating, so as to show the arrangement. The points Kj, Kg, K.^^ are 
the same as in Fig. 170. A blackened metal plate g between the 
stands h and h' prevents any rays which penetrate between the strips 
of both gratings being reflected or allowed to fall on the other pair. 

The platinum strips, being very thin, have a large surface compared 
to their mass, and hence, when exposed to radiation, equilibrium is 
attained in less than 4 seconds. Their relatively large cooling 
surface also admits of the use of a current-<lensity 40 times as great 
as is usual with thick resistances. The silver not being removed from 
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the angles of the gratings, these have a small resistance, and the 
resistance of the exposed parts constitutes nearly the whole resistance 
of the arm of the bridge. The inventors claim that an accuracy of 
about 0*01 per cent can be attained with this instrument. 
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This bolometer is designed for the purpose of measuring the total 
radiation from a source. In order to measure the distribution of 
energy in a spectrum, a Ihie bolometer must be used. In such an 
instrument, instead of a grating a single narrow strip of jilatinum is 
used. This should be made as thin as possible, if the delicacy of the 
instrument is to be preserved.] 

273. Other Sensitive Radiometers .--A iiiodincation of the din'erential ther- 
iiiometer lias been devised by Professor H. F. AVeber,^ of Zaricli, wbicdi be calls a 
iiii(!ro-radioiiieter, and for which he claims a delicacy that will detect one hundred- 
millionth ofa decree. In this in.struiiient the two bulbs of the differential thermom- 
eter are reidaced by two thin boxes of brass, one en<l of each of which consists of 
a j)late of rock-salt. Tlieso boxes are attached to the two ends of a narrow glass 
tube, the bore of which is about 1 sq. mm. in area. Near each end of this tube a 
small bulb is blown, and the.se bulbs and aliout 5 min. of the tube at each end are 
filled with a solution of suli>bate of zinc, which is prevent<jd by eajnllary action from 
entering the boxes at the ends, and the middle of the tube (between the bulbs) is 
filled with iiKjrcury. Now if one box is warmed the liquid in the tube is driven 
towards the other, and this displacement is detected electrically by causing the 6 
mm. or .so of zinc sulphate at each end, between the small bulks and the mercury, 
to form the two arms of a Wheatstone’s bridge, the other two arms consisting of a 
pair of resistances, which are put into connection with the .sulphate of zinc solution 
by wires sealed into the bulb.s. Thus when any displacement occurs one column of 
the zinc sulphate is lengthened while the other is shortened, .so that the resistance 
of one arm is increased while that of the other is diminished, and both causes con- 
spire to disturb the equilibrium of the bridge. With this complex apparatus Weber 
states that the heat of the moon produced an oscillation of 100 scale divisions of the 
galvanometer. 

* Weber, Archives de Ge'ntve^ 1887, p. 347. See Professor Boys’s ‘Cantor 
Lectures ” Journal of the Society of Arts^ 20th September 1889. 
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A dclioato instrument for detectiiij; tlioriiial imlintion has homi construetod by Tnsimeter. 
Edison, and is named the Tasimeter. In this instrument the part of the apparatus 
exposed to radiation is a thin strij> of vulcanite, which is supported between a screw 
at one end and a carbon resistance at the other, so that when it expands it ]uesscs 
against the carbon, and so diminishes the electrical resistance of the circuit. In 
describing this aj)paratus Professor Barrett* says: “The heat radiated from one 
finger licld near the cone is more than sufficient to drive tlie galvanometer index 
right across and off the scale. In a letter relating to this tasimeter Mr. Edison 
writes to me as follows : ‘ By holding a lighted cigar several feet away 1 have 
thrown the light right off the scale, and by increasing the delicacy of the galvan- 
ometer the tasimeter may he made so sensitive that the heat from your body, while 
standing 8 feet from it and in a line with the cone, will throw tlie light off the ^ 

scale, and the radiation from a gas-jet, 100 feet away, gives a sensible dellection.’ ” 

It thus ajipears tliat this instrument compares favourably in delicacy with the 
thermopile, but that it is far behind the radio-micrometer, either as a detector or a 
trustworthy meter. 

. Professor A. A. Michelsoii'*^ has al.so employed the large coellicicnt of exjtansion Michelson, 
of vulcanite in tlm construction of a sensitive thermometer. In this instrument a 
very thin plate of vulcanite is gummed to an eipial plate of copper, about hO mm. 
long, 1 mm. broad, and 0*1 mm. thick. The lower extremity of this plate is 
fixed while the upper is gunimcd to a thin glass index, the end of which is bent at 
a right angle, and [)res.scN against a mirror siis}>cnded by a thread. Wlien the 
temiierature rises the double plate of copper and vulcanite curves, owing to the 
unequal dilatations of the tw^o substances, and this motion is transmittitd by the 
glass thread to the mirror whose deflection is noted by the motion of a spot of 
light oil a scale. The form of the compound strit> rectangular, so that the 
instrument may be used in st)Octrum analysis ; but if it is to be innployed merely as 
a thcrmoscope, the stri[i.s may he rolled in the form of a helix after the manner of 
Breguet’s metallic thermometer, and the sensitiveness is thereby greatly increased. 

Besides its simplicity (a galvanometer not being required), the a«l vantages claimed 
for this instrument arc quick action, facility of regulation, and extreme sensitiveness. 

A sensitive thermoscope, depending in its indications on the air currents set iij) Joule, 
in an unequally heated compartment, was devised by Joule.’’ A glass tube, 2 feet 
long and 4 inches in diameter, is divided longitudinally into two conqiartments by 
a blackened pasteboard diajihragm, leaving stiaces at the to]) and bottom about 1 
inch wide, the diaphragm being about 2 inches shorter than tlie tube. In the space 
at the up])er end a small magnetised sewing-needle, furnished with a glass index, 
i.s sus})ended by a silk thread. The tube is thus divided into two compartments by 
a plane through its axis, and if the temperature in one of these chambers is higher 
than in the other a flow of air takes place from the warmer to the colder above, and 
from the colder to the warmer below. The su.spendod needle is deflected by this 
current, and the sensitivene8.s of the ajiparatus becomes greater as the directive force 
of the needle is diminished. The heat of the moon’s light was easily detected by 
means of this instrument. 

[Among other instruments may be mentioned the radiotnetiii* (Art. 190), which 
is a delicate mcasunng apparatus ; but the glass vessel in which the radiometer is 
enclosed is sometimes an objection to the use of the instrument. An improved form 
of thermopile has been designed by Professor Rubens,^ which is very sensitive.] 


* W. F. Barrett, Telegrajjhic Journal^ 15th November 1878. 

* Albert A. Michelson, Journal de Physique^ tom. i. p. 183, 1882. 
® Joule, Proe. Manchester Lit. and Phil, Soc., vol. iii. f). 73. 
ZcUschr, filr Instr^iincntenkunde^ Bd. vi. j). 66, 1898. 


SECTION V 


DISTRIBUTION OF ENKRGY IN THE SPECTRUM OF A BLACK BODY 

274. [Radiation in an Enclosure at Uniform Temperature. — 

Let us now consider the nature of the radiation within an enclosure, 
the walls of which are maintained at a uniform temperature. For con- 
venience, we may suppose the temperature to be a red or white heat, 
and that there is a small opening in the heated vessel through 
which we can introduce various bodies and watch what is going on 
inside. 

If wo introduce pieces of different coloured substances, such as red 
or green glass, polished platinum or gold, etc., we shall find that these 
bodies lose their distinctive appearance as soon as they have attained 
the temperature of their surroundings ; in fact, they will be indis- 
tinguishable from the w^ills of the enclosure. In the same way, it is 
not easy to see bodies placed in the middle of a good fire, where the 
above conditions are approximately realised. 

This phenomenon is due to the equality of the radiation and 
absorption of a body at a uniform temperature. The green glass, for 
instance, powerfully absorbs the red rays coming from the back of the 
enclosure, but it emits an equal quantity of red rays on its own 
account, owing to its high tcmiierature. This could bo proved by 
rapidly taking it out of the white hot vessel and examining it in the 
dark, when it would be seen to glow with a red light. A piece of red 
glass under similar circumstances would glow with a greenish light. 
A piece of polished metal placed in the enclosure would stop the rays 
coming from the back of the enclosure, but would reflect those falling 
on its surface, so that in this case also it would appear of exactly the 
same colour as its surroundings. Common salt, being highly dia- 
thermanous, emits very little radiation when heated. If melted in a 
crucible at a bright red heat it appears as bright as the crucible, but 
when poured out, it looks almost like water, though there is a faint 
red glow on solidification. Thus we see that, within a vessel at a 
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uniform temperature, all bodies radiate in a similar way, if we include 
in their radiations the rays which they transmit, reflect, or scatter. 

If we assume the principle that the radiations given out by a body 
depend only on its temperature and the nature of its substance, and 
not at all on the radiations which it receives,^ we can show that the 
radiation within an enclosure at uniform temperature is independent, 
both as regards its character and intensity, of the nature of the 
material of which the walls of the vessel are made. Suppose that we 
• have within the enclosure two plates of the same material A and 
(Fig. 172), and that A is receiving radiations from the external envelope 
E. If A and B are at the same constant tempera- 
ture, equal amounts of energy will be radiated from i 

A to B and from B to A. A is therefore neither ^ 

.A 

gaining nor losing energy on the side towards B ; 

and as its temperature is not changing, it must be ~ ;; 

radiating towards E an amount of energy equal to 
that which it receives. As, by the above principle, the radiation of 
A is the same on both sides, it must bo sending to B the same 
quantity of energy which it receives from K. And the (lualiiy as 
well as the qtumtity of the radiation which B receives from A must be 
similar to that of the radiation which A receives from E ; for since 
the coefficient of absorption of a material depends on the (juality 
(wave-length, etc.) of the incident radiation, B would not. absorb the 
same proportion of the incident rays as A if the two radiations diflered 
in character, which it must do, as it is at the same constant tempera- 
ture. 

We conclude, therefore, that a body in temperature equilibrium 
with its surroundings emits radiations precisely similar to those which 
it receives. The radiations withiri an enclosure at uniform tempera- 
ture will accordingly not be changed in character by altering the 
material of the walls either in part or in whole. 

It ought to be borne in mind that such bodies as glass lose their 
characteristic radiating peculiarities only while they remain in such an 
enclosure, for when taken out of it and viewed in the dark, they 
resume those peculiarities ; thus colourless glass gives out very little 
light, coal and black porcelain a great deal. Indeed, it is only the 
light from a black body that represents by itself the brightness of the 
enclosure, and such a body when taken out and hastily examined in 
the dark, without allowing it time to cool, will be found to give out 

^ The rays given out by fluorescent and 2)hosphorc.scont bodies depend on the 
radiations which they receive. All such bodies are therefore to be excluded from the 
present discussion. 
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rays havin'g a brightness in all respects the same as that of the en- 
closure in which it was placed, because, being opaque and non-reflective, 
all the light which it gave out in the enclosure was proper to itself, 
none having passed through its substance or been reflected from its 
surface ; it therefore retains this light when taken into the dark, pro- 
vided its temi^crature is not in the meantime allowed to fall. 

13y considerations of this kind Kirchhofi* was led to form the con- 
ception of a perfectljf black body, i.e, a body which absorbs all the 
radiations which fall upon it, of whatever wave-length they may be. 
The radiation given out by such a body would possess a character 
independent of the i)ropcrty of any particular substance, for it would 
be the same as the radiation within an enclosure at uniform tempera- 
ture. We know of no substance which is perfectly black in this sense, 
but wo can study the radiation within a uniformly heated enclosure, 
and thus investigate the jwoperties of a perfectly black body. 

The important fundamental principle, proved above, and upon 
which the conception of a perfectly black body is based, — namely, that 
the radiation within a uniformly heated enclosure depends on the 
temperature of the enclosure and on nothing else, — was arrived at in- 
dependently by Balfour Stewart and Kirchhofi’ about the year 1 858. In 
the discussion here given Balfour S to war t^s line of reasoning is followed.^ 
Kirchhoff* expressed the conviction that the laws governing the 
radiations within an enclosure at uniform temperature would be found 
to be of a simple character, like all known relations which do not 
depend on the specific properties of bodies.- 

275. Emissive and Absorptive Powers — Kirchhoifs Law. — If 
radiations of a given wave-length A fall on the surface of any body, 
then the absorptive power of the body for that wave-length, which we 
may denote by a^, is defined by Kirchhoff to be the ratio of the radiant 
energy absorbed to the total incident radiant energy. Since a perfectly 
black body absorbs all the radiations which fall upon it, the value of aA 
for such a body is unity, whatever the wave-length may be ; but for 
all actual substances the absorptive power is a proper fraction, the 
value of which depends on the nature of the body, on its temperature, 
and on the wave-lengths of the incident radiation. The more closely 
a body realises the conditions of a black body, the more nearly will 
the value of a^ approach unity for all values of A. 

If e^fik is the radiant energy comprised between wave-lengths A 
and A + dk which is given out per second by unit surface of any body, 

^ See Edin. Phil, Trans., March ISfiS ; also Balfour Stewart’s Lessons in 
Elementary Physics. 

“ Pogg, Ann. Bd. cix. p. 292, 1860. 
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then, when dX. is made infinitely small, the quantity is called the 
emissive power of the body for the wave-length A. The emissive 
power of a body is also a function of the wave-length, temperature, 
and the nature of the body. The ahsolnte emissive power of a body 
is the emissive power of the body at a temperature of 1“ absolute, i.e. 
the energy of wave-length A radiated per second by unit surface to a 
surrounding enclosure at absolute zero. 

Suppose that wo have a heated chamber at uniform temperature, 
within which are pieces of different substances. As has been shown 
in the preceding article, the radiation within the chamber will be 
uniform and independent of the nature of the walls or enclosed bodies. 

Thus if JQ is the quantity of energy between wave-lengths A and 
A + rfA received in one second by unit surface of any of the bodies, 

<iQ will bo the same for all bodies. Of this energy any body 
whose absorptive power is fu will absorb a fraction a/,dQ, while the 
remainder (1 -</aVjJQ will \m reflected or transmitted. If is the 
emissive power of the body for wave-length A, the energy emitted 
will be <?a^ZA, if wo consider only the emission proper to the body in 
virtue of its temperature. The total energy sent out by unit surface 
of the body is then (1 - (u)^Q, + is equal to the enei’gy 

•received, so that 

(1 

In the case of a jjerfectly black body, aA= 1, so that if is its 
emissive ])ower we have 

therefore 

(1 -<'x)Ka (1) 

or 

SO for radiations of the same wave-length ami the same temperature, the Kirchhoff s 
emissive power divided hy the absorptive power is the same for all bodies 
and is egual to the emissive power of a perfectly black body. This is 
known as Kirchhoff’^s law. 

In the case of bodies like metals, which transmit none of the 
radiations, the energy which is not absorbed is reflected, so that we 

K, = l-a„ 

where Rx is the rejlecting power for wav§-length A. Equation (1) of 

1 See an article by 0. Lnmmer in the Rapports prt'senUs an Oongros International 
de Physique, Paris, 1900. The definitions of absorptive and ciiiissivo lowers hero 
given are not those usually followed. 
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this article may then be written 

which expresses the fact that if we restore to any body the radiations 
which escape it by reason of its reflecting power, it will radiate as a 
black body. 

In what precedes the radiation spoken of must bo understood to 
be completely diffused, that is, the rays are travelling equally in all 
directions. 

If we consider a small element of area ds of a radiating surfaqe, and 
confine our attention to rays of wave-lengths included within the 
limits A. and X + dX^ we see that the quantity of energy radiated per 
second within a sn^all solid angle dm in a direction perpendicular to 
ds may be expressed in the form ijjdsdbudX^ where is a constant 
for each wave-length A, and depends only on the nature of the body 
and its temperature. 

The energy emitted per second in a direction OA (Fig. 173), making 
an angle 0 with the normal to ds^ and comprised 
within a small solid angle rfo), is, by the law of 
cosines, equal to cos 6 ds dio dX. To find the 

total energy per second, draw a hemisphere of 
radius r round 0 as centre ; then the area of the • 
ring-element of area ABB' A' is 27rr^ sin 0 dO, 
and the solid angle which it subtends at 0 is 27r sin ^/^, so that the 
energy per second emitted within this solid angle is 

2Tri^ sin 0 cos 0 ds d\ dO .... (2), 
and we have, by integration, since the total energy emitted dn all 
directions is exfisdX^ 





mSi 


O 

Fig. 173. 


J o 


sill 0 cos 0 d0^ 


or 


«A-’»-^A (3). 

We can also express the density of the energy in a space uniformly 
filled with radiations in terms of the emissive power. For if we draw 
a plane AB (Fig. 174) parallel to a radiating plane XY at a distance h 
from it ; then the energy radiated per second 
by an clement of surface ds is, for the same 
solid angle, sin d cos 6 ds dX dO by (2), 

Now the distance OA is h sec therefore if 
c is the velocity of light, thet time) taken to 
reach A is h sec Bje, and the energy sent 
out in this time, that is, the energy which 

fills the small space described by the revolution of OAA' round 
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OM, is 



If we suppose h very small, then we may integrate for 6 from 0 to 
therefore the energy between the planes due to ds is 


2iri: 


!^dsd\ f-si 

<= Jo 


sin 0 dO = 2iru dsd\. 


But if dxj/ is the energy per unit volume, the space between the planes, 
at a distance from their edges, contains for every element ds a quantity 
of energy dxphds, therefore 

= . . . (4), 


where the expression is doubled, so as to include the equal number of 
rays which are travelling towards XY. 


4 Ex 

For a perfectly black body d\p - -- dX. We shall call the quantity Intensity. 

c 

iEx/c the intensitf/ of black-body radiation for the wave-length A. 

The total emission S from unit surface for all radiations is given 
by the equation 


rj: lUi ^ 

./ 0 J n 


d\ 




where ^ is the density for all radiations in an enclosed si)ace at 
uniform temperature. 

If for any body the value of the absorptive power were a con- 
stant for all values of A, we should have 


A body of this nature would be called a 'perfecibj grey hofly, and its 
radiation would be, for all wave-lengths, proportional to that of a 
•perfectly black body. No systematic search has been made for such a 
substance.] 

276. Stefan’s Law. — In 1879 J. Stefan ‘ suggested the law that 
the total radiation of any body is proportional to the fourth power of 
its absolute temperature. He was led to this conclusion by the result 
of an experiment of Tyndall’s in which the radiations of a platinum 
wire at a white heat (1200'’ C.) and at a red heat (525° C.) were in the 

ratio 11 ‘7. Stefan noticed that the ratio is equal to 

ir6. On testing the law by the results of Dulong and Petit’s 
' fVieii. Akcui. SUz. Bd. Ixxix. p. ^91, 1879. 
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experiments, he found that it was well satisfied. Other observers 
have found considerable deviations from this law. We shall see 
presently (Art. 278) that for the radiation of a black body Stefan’s 
law has been verified by Lummer and Pringsheim. It is not strictly 
true for other bodies. In using this law we must take account of 
the radiation received by the black body. Thus if its absolute 
temperature is 0, and it radiates to surroundings at 0° C., the energy 
lost per second by unit area is 

S = <r(e*-‘273^), 

where cr is a constant. 

This law has been theoretically deduced by L. Boltzmann ^ from 
the principles of thermodynamics and the electromagnetic theory of 
light, and hence is often referred to as the Stefan-Boltzmann law (see 
Art. 280). 

277. [Distribution of Energy in the Spectrum. — The earlier 
experiments on the distribution of energy in the spectrum were made 
on the spectrum of the sun. In 1800 Herschel discovered the existence 
of the invisible infra-red rays by observing the heating effect on a ther- 
mometer placed beyond the red end of the solar spectrum. Herschel 
found the maximum of energy to be situated in the infra-red. Before 
Him Landriani, Kochon, and Sonnebier had found the maximum energy 
in the yellow or red. Tjater still Seebeck, employing prisms of 
different materials to produce the spectrum, found that with flint 
glass the maximum calorific effect was in the infra-red ; with crown 
glass, in the red ; and with water and other substances, in the yellow. 
Mellon! showed that these difterences could be accounted for by the 
absorption of the rays by the material of the prism. Using the most 
diathermanous substance, rock-salt, he found the maximum energy to 
be in the infra-red. 

It is obvious that the distribution of energy will depend on the 
dispersion of the prism as well as on its selective absorption. The 
normal spectrum obtained by the use of a diffraction grating was first 
employed by Draper. His experiments indicated that the maximum 
heating effect in the solar spectrum was situated in the yellow. The 
diffraction grating does not appear, however, to give very satisfactory 
results. The spectra overlap, the dark part of the first spectrum being 
superposed on the visible part of the second, and so on. 

The best way to determine the law of distribution in the normal 
spectrum is to find the distribution in an ordinary refraction spectrum 
and calculate the corresponding distribution in the normal spectrum, 

fVied, Ann, Bd. xxii. pp. 31 and 291, 1884. 


1 
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knowing the relative dispersion. Lnndquist, employing Cauchy’s 
formula of dispersion, first adopted this method. He also made 
allowance for the width of the thermopile. 

The results so far obtained were not of a high order of precision, 
as the thermopile, which was the instrument used for measuring the 
energy of the radiations, is not, in its ordinary form, capable of very 
great accuracy. But after the invention* of the bolometer by Langley, 
great progress began to be made in these measurements. 

278. Experiments of Lummer and Pringrsheim.^ — The laws* 
governing the radiations within an enclosed space at uniform tempera- 
ture have been experimentally studied by a number of physicists, 
amongst whom Professors Lummer and Pringsheim hold an important 
place. We shall describe hero the method of investigation pursued by 





them in studying the variation with temperature of the total radiation 
from such an enclosure, and the distribution of energy in its spectrum. 
In future it will bo generally convenient, when speaking of the'radia- 
tion within a uniformly heated enclosure, to refer to such an enclosure 
as a “black body.” 

The experiments on the total radiation from a black body were 
carried out for a range of temperature between 100° and 1300° C. 
The apparatus is shown in Fig. 175. 

A is a double-walled vessel of sheet copper blackened inside. The 
space between the walls contains water which is kept boiling. A 
condenser b prevents the escape of steam into the room. The tempera- 
ture of the water is given by the thermometer a. The vessel A is 
used to standardise the instrument which measures the radiation. 

‘ Ann. der Physilc, Bil. Ixiil, p. 395, 1897. 

2 O 




562 


THEORY OF HEAT 


CHAl*. VI 


Between the temperatures 200° and 600° C. a copper sphere B, 
coated inside with platinum black, was used. It was enclosed in an 
iron vessel cc filled with a mixture of sodium and potassium nitrates 
which melts at 219° C. It was heated by a burner /, which was 
supplied with a regulated supply of gas and air, so that the tempera- 
ture could be kept constant. To secure uniformity in heating, the 
gases of combustion passed all round cc, and a stirrer ii was used to 
equalise the temperature of the nitre bath. The temperature was 
-measured by a high-pressure mercury thermometer and by a thermo- 
element. The opening of B was surrounded by a vessel vv through 
which a current of water at atmospheric temperature flowed. At each 
end of the bench mvn was fixed a diaphragm q 'with a movable shutter 
r, through both which a curilant of water at atmospheric temperature 
also flowed. The temperature of the water could be accurately 



Fig. 176. 


regulated. The water-filled vessels vv and q protected the bolometer 
from radiation from the outside of the heated chamber. 

The radiant energy was measured by means of a Lummer-Kurlbaum 
bolometer G, represented on a larger scale in Fig. 176. Its distance 
from the black body could be varied by running it along the bench 
mm (Fig. 175). The two pairs of gratings of the bolometer (see Art. 
272) are shown at p and u. The radiation reaches p through a number 
of stops, the narrowest one, ww^ being just in front of the grating. 
The inside of the casing and the surfaces of the stops were covered, 
partly with felt and partly with black velvet. The other pair of 
gratings u were further protected from extraneous radiation by being 
enclosed in a cardboard box xx, in which a thermometer s is placed. 
The door y is for the purpose of putting the instrument in alignment 
with the direction of the radiation. 

For temperatures between 600° and 1 300° C. an iron cylinder (Fig. 
177) was substituted for the copper sphere B. It was coated within with 
platinum black. A porcelain tube containing a Le Chatelier thermo- 
element passed through from side to side, '[f'he cylinder was enclosed 
in a double-walled gas-furnaee. The temperatures were reduced to 
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the scale of the nitrogen thermometer from the results of Holborn and 
Day’s comparisons.^ 

In making an observation, the shutter r was raised, allowing the 
radiation to fall on the surface of the bolometer. As soon as the 
galvanometer needle had reached the end of its swing the shutter was 
closed, the point reached by the spot of light on the galvanometer 
scale being noted. In some experiments at high temperatures, the 
needle did not completely return to its original position ; the mean of 
the initial and final positions was then taken as the zero. 

In order to show that the deflection of the spot of light was 
proportional to the energy of the incident radiation, the bolometer G 
was placed facing the black body A, and the deflection at various 
distances along the bench was noted. It was found that the law of 
inverse squares was satisfied, i,e, that the deflection was inversely 



Ki«;. 177. 


proportional to the square of the distance of the bolometer grating 
from the diaphragm aperture of the black body. 

It was arranged that the deflection of the spot of light should be 
about 300 mm. for all temperatures. This was managed in any one 
of three ways : (1) by altering the sensitiveness of the instrument by 
means of a variable resistance which regulated the current from the 
battery through the Wheatstone’s bridge ; (2) by altering the distance 
of the bolometer from the black body ; and (3) by varying the size of 
the aperture of the stop ww. The last method was, however, not 
adopted finally. 

In using the boiling-water vessel as a standard of reference, its 
temperature was taken to be 100° C. and that of the shutter as 17° C., 
or 373° and 290° absolute respectively. The small variations in these 
temperatures were corrected for by assuming Stefan’s law (see Art. 276); 
thus, to take a particular case, the swing of the galvanometer needle 
was 336*9 scale divisions when the absolute temperatures of the 
boiling water and shutter Were 373*1° and 287'!° respectively. The 

^ L. Holborn and A-. Day, Ann. der Physik^ Bd. ii. p. 505, 1900. 
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corrected awing z was then calculated from the formula 

as ^373 0^ 290*0^ 

333-9 373-1^ 287-1^* 

whence 

35=328-9. 


All the observations were reduced to a standard condition in 
which the distance was 633 mm., the shutter temperature 17"" C., and 
the variable resistance 100 ohms. The diameter of the stop ww was 
16 mm. in all experiments. * 

Assuming Stefan's law, that the total radiation of a black body 
is proportional to the fourth power of the absolute temperature, we 
have the equation 

5 = (T(e-‘-290^) (1) 

when 6 is the deviation of the needle, and ir a constant. In the 
following table given by Lummer and Pringsheim the temperatures 
calculateid in the fourth column are got by putting for rr in the above 
equation its mean value 123*8 and computing the values of 0. 


T«mperattir»* 

(sibsolntt*)* 

! 

Devitilion , 

(reduced). 

<rxi0“». 

0 

(calculated). 

HuliR. — 0cal(;. 

o 



u 

O 

373 •! 

156 

127 

371-6 

-1-5 

492 -fi 

638 

124 

492*0 

+ 0-5 

723 

3320 

124*8 

724 *3 

-1-3 

745 

3810 

126*6 

749-1 

4-1 

810 

6150 

121*6 1 

806-5 

+ 3-5 

868 

6910 

123-3 

867-1 

+ 0-9 

1378 

44700 

124-2 

1379 

I -1 

1470 

57400 

123*1 i 

1468 

+ 2 

1497 

60600 

120-9 

1488 

+ 9 

1535 i 

67800 

122*3 i 

1531 

+ 4 


In this table three results have been omitted which showed a 
discrepancy of more than 10 These were all performed with the 
iron cylinder at temperatures better suited for the nitre bath. When 
the combustion in the furnace was not sufficiently rapid, equilibrium 
of temperature was only imperfectly realised. 

It will be seen that the value of cr shows no systematic variation, 
and consequently the truth of Stefan's law may be regarded as 
established. 

If in equation (1) we put S for 8 where S is the total loss of 
energy of unit surface (see Art. 276), then cr is the absolute emission 
of a black body. Kurlbaum has found the value of o- to be 
5*32 X 10'^^ watts. 

279. Distribution of Energy in the Spectrum of a Black Body. — 
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Experiments were also made by Lummer and Pringsheim ' to determine 
the distribution of energy in the spectrum of a black body. For this 
purpose the spectrum was produced by refraction through a prism of 
fluor-spar, which is very transparent to infra-red radiations. It has 
indeed two strong absorption bands in the extreme infrfi-red (see Art. 
283 ), but these are beyond the range of Lummer and Pringshcim’s 
experiments, which extended from wave-lengths of 6/4 up to about 
the beginning of the visible spectrum.- As the use of lenses would 
be inadmissible, the image of the slit was formed by means of a 
concave mirror. The extent of the part of the spectrum used was 
55 times the width of the image of 
the slit. The radiations were pro- 
duced by means of an electrically 
heatechcylindrical chamber, the tern- . 130 
perature of which was measured by 
a thermo-element. A Lummcr-Kurl- 
baum linear bolometer was employed no 
to measure the radiant energy, the 
width being *6 mm. and the thick- 
ness O’OOl mm. ; its resistance for 90 
a length of 10 mm. was 16 ohms. 

The results were reduced to those 
for the normal spectrum by em- 7© 
ploying the Ketteler - Helmholtz 
formula of dispersion, the constants °° 
of which for fluor-spat have been 50 
determined by Paschen.-^ 

As the platinum strip of the 
bolometer has a certain width, it 
will measure the energy of the 
radiation for a finite, though small, 
range comprised between certain 
wave-lengths A and A + SA. It does 
not therefore strictly measure the 
intensity of emission for a definite 
wave-length, but its mean value over 
a small range. Also as the image of the slit has a finite width, the 

* Verh, der Deutsch. Phys, Gea., Feb. 1899; Ann, dcr Physik, Hd. vi. p. 192, 
1901. 

*-* A micTon or *001 mni. is generally denoted by ft. The range of the visible 
spectrum is from about 0*7ft (red) to O'lft (violet). 

® Wied, Ann, Bd. liii. p. 301, 1894. 
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spectrum is not quite pure. A method of correcting for the width 
of the slit and of the bolometer is given in Art. 286. 

The results of Lummer and Pringsheim’s observations are ex- 
hibited in Fig. 178, where the ordinates are intensities or emissive 
, powers (which are proportional), and the abscissas are wave-lengths. 

The total energy of radiation for a given temperature is represented 
by the area between the curve and the horizontal axis. This area 
increases according to the fourth power of the absolute temperature, 
according to Stefan’s law. 

Experiments have also been carried out by several observers on 
the visible part of the spectrum, using a photometer instead of a 
bolonieter, as the energy is very small. These, as well as the curves 
of Fig. 178, will be discussed subsequently. 

^essureof 280. Boltzmann’s Proof of. Stefan’s Law. — According to the 
radiation, electromagnetic theory of light, when light is incident perpendicukrly 
on a plane surface which is perfectly reflecting, it exerts a pressure 
on the surface equal to the density of the energy of the radiation.' 
If, instead of a parallel beam, the light is incident in all directions, 
then the pressure is equal to one-third of the density of the energy 
(compare the case of the pressure of a gas. Art. 55). If then a reflect- 
ing surface be moved against incident radiation, work must be done. 
The demonstration of Stefaii’s law depends on the application of this 
principle to an imaginary process suggested by Bartoli. 

Let AC (Fig. 179) be a cylinder of unit section and of length a, 
whose sides are perfectly reflecting, but the end AB is a perfectly 
black body at absolute temperature 0. The 
cylinder is closed by a perfectly reflecting 
piston P. Let P bo at any distance x from 
AB. Then the space between P and AB, 
Fig. 179 . whoso volume is a;, is filled with diffused 

radiations of a density if/ corresponding to 
the temperature 0 of AB. When equilibrium is established, let the 
temperature of AB be changed to 0 + d0, and let the piston bo 
drawn out a distance dx and equilibrium restored ; then writing down 
the thermodynamic equation of work (see Art. 319) 

which expresses the fact that the total energy f/Q supplied is ex- 
pended partly in increasing the internal energy of radiation by an 
amount dU^ and partly in doing external work dW, we have, since 
JJ = x\f/ and dW = pdx = lif^dx, 

^ Sco Clerk Maxwell’s KlectricUy and Magnetism^ vol. it. p. 440. 
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* =xdyf/ + ^\pdx. 

If <f> is the entropy (Art 330) of the radiation, 




and, as d<l> is a perfect differential, we have 


Comparing this equation with the previous one, we get 

c<P>_x <30 _ 4 ^ 

f)0 B’ aiB“ae» 

whence 

d ^ x\ 4 0 /0\ 

000* " 0.C \ B / “ 3 <30 \ B / ’ 

and as 0 is independent of x, being a function of ^ only, the last 
equation becomes 

B 3VB“e^<i0;’ 
or 

dxf/^Ajm 
0 ^ B ' 

the integral of which is 

0-riB* 

where h is a constant. This proves Stefan's law. 

281. Permanence of Black-body Radiation durinsr Adiabatic 
Expansion — Change of Wave-length. — If a chamber whose walls are 
perfect reflectors is filled with radiations, then the wave-length of 
any ray is not altered by reflection at the boundary as long as the 
reflecting surface is at rest. If, however, the volume is increased, as 
in the case considered in the last article, then, by Doppler's principle, 
the wave-length is increased when reflection takes place at the moving 
surface. Similarly, the wave-length would be diminished if reflection 
‘took place at a surface which was moving towards the incident beam. 
The density of the energy of the radiation also changes on expansion, 
partly because it is distributed over a larger volume and partly 
because some of the energy is expended in doing work. The question 
then arises whether, if the vessel were originally filled with black- 
body radiation, it would still be black -body radiation after the 
expansion. Let us suppose, if possible, that after expansion or 
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compression, .the radiation does not correspond to that of a black 
body. Let a cylinder whose sides are perfectly reflecting be divided 

into two parts D, E by a piston 
(Fig. 180), and let one end of the 
cylinder be in communication with 
a black-body reservoir at temperature 
Tg, while the other end is in com- 
munication with a black body at a 
lower temperature T,. We shall suppose that the piston is perfectly 
reflecting and has a hole in it which can be left open, or closed by a 
perfectly reflecting shutter, or covered by a diaphragm of selectively 
transmitting material, also that can be shut off at will by a 
perfectly reflecting shutter. At starting, let the piston be at A and 
reflect perfectly and let Tj be uncovered. Then D and E are filled 
with radiations corresponding to the temperatures Tg and Tj re- 
spectively. Then the following cycle of operations can be performed. 

(1) T^ is shut off and the piston allowed to advance to H, till the 
pressure is the same on both sides. E is now filled with radiations 
which have the same density of energy as those in D but are, by 
hypothesis, differently distributed, some kinds of radiation being in 
excess and some in defect. Let the material of the diaphragm in 
the piston be so chosen that it will transmit those radiations which 
are in excess and not those which are in defect. 

(2) The diaphragm in the piston is exposed, so that some radiations 
pass back into D. The piston is advanced to 0 till the pressures are 
again equalised. 

(3) The hole in the piston is opened, and the radiations allowed 
to mix. The piston is drawn back to B. No work is done, since 
the pressure is the same on both sides. 

(4) The piston is made perfectly reflecting once more, and drawn 
back to A. Since the pressure depends on the density of the energy 
only, and not on its distribution, the work done on the system in this 
stage is equal to the work done by it in (1). T^ is uncovered again, 
and the radiation in E recovers its original distribution. 

When T^ is uncovered at the end of the cycle the density of 
energy in E is the same as it was at the first (though its distribution 
is not), it therefore neither receives energy from nor gives energy to 
T^. In this cycle we have obtained useful work in (2) at the expense 
of the black body^ Tg only. As this is contrary to the second law 
of thermodynamics, we infer that the original assumption was false, 
and that if an enclosure, bounded by perfectly reflecting walls, is 
filled with black radiation, i.e. with radiation corresponding to that 
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of a black body at a definite temperature, and if the volume is 
changed adiabatically, then the radiation will still be black radiation 
corresponding to some new definite temperature.' 

To find the change in wave-length suffered by a ray refiected at 
a moving surface, suppose the mirror AX (Fig. 181) to bo moving 
with a velocity u in the direction 
AA' perpendicular to itself, and let 
the ray OA be incident at an angle 
0. Draw AC in the direction of the 
reflected ray, and equal to the wave- 
length A. When any wave-crest has 
reached C after reflection at A, the 
succeeding one will be at A, but 
instead of being reflected at A it 
will, since the mirror has moved, go 
on in the direction OA, and overtake 
the mirror at some point D, being then reflected along BD parallel 
to AC. The distance of the second wave-crest behind the first is 
thus increased from AC to AB + BD, and the increase S\ in the 
wave-length is consequently AB -i- BN, where AN is perpendicular to 
BD. If A' is the image of A in the second position of the mirror, 
AB + BN = A'N = AA' cos 0, The time taken by the ray to travel 
over AC and the mirror to recede from A to M is the samc,**^ therefore 
AM/u - Xjc^ when c is the velocity of light, so that we get 

5\ — 2AMcos^— ^ . . . . (1) 

^’The mode of presenting the argument i.s that given in O. W. Richardson’s 
Electron Theory of Matter, p. 337. It may he instructive to compare tlie 
process Avith the following, which does not contradict the second law of thermo- 
dynamics. Replace the black bodies T] and To by reservoirs containing mixtures 
of hydrogen and nitrogen at temperatures T, and T.^ respectively, the reservoir 
at the lower temperature containing a larger proportion of hydrogen. Let the 
pressures be such that cither can be reduced to the temperature and pressure of 
the other by adiabatic compression or expansion. For the selectively transmitting 
diaphragm substitute a sheet of [»alladium which transmits hydrogen but not 
nitrogen. For perfectly reileciing read non-conducting. The process above 
described can then be imitated, work being obtained <*'1' expense of 

Ta, rsinco neither the energy nor the amount of gas in T, is altered. But the 
process is not a true cycle, because the hydrogen in T, is being exchanged for 
nitrogen from Tg. In the radiation process the black body T, need not bo a 
reservoir, it may be supposed as small as we please. We assume, of course, that 
by the theory of exchanges a black body ])laced in contact witli radiations of an 
energy-density corresponding to its own temperature will adjust the distribution 
also to correspond. 

^ Neglecting the time taken by the second ray to traverse AB, i,e, neglecting 
the square and higher powers of uje, which is always a very small quantity. 
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282. Wlen*s General Formula for the Distribution of Energy.^ 
— Let us consider now the case of a perfectly reflecting chamber 
which is filled with black -body radiation and is expanding. 
The change in wave-length of any ray in a given time depends on 
the number of reflections and the angle of incidence ^t each reflec- 
tion. Thus, if the chamber is a cylinder with a moving piston, it is 
clear that of all rays having a wave-length A., the wave-length will 
increase more rapidly for those which strike the piston at a small 
rather than at a large angle of incidence, for the change will not 
only be greater at each reflection, but also the reflections will occur 
at shorter intervals. It will be more convenient for our purpose to 
suppose that the shape of the chamber is irregular, and that it 
expands in such a way that if we trace the path of any particular 
ray we shall find that the angle of incidence is sometimes small and 
sometimes large, and that the path between two successive reflec- 
tions is sometimes long and sometimes short, and in fact that the 
average history of any ray during a definite period is the same, 
whatever ray we take. 

By formulae (2) and (3), Art. 275, the energy emitted in time 
dt by an element of surface ds of a black body is, for radiation of 
wave-length between A and A dX, whose angle of emission lies 
between 0 and 6 + dO, 

2E;^ sin 6 cos 6 ds d\ d$ dly 

and this is therefore the amount of energy of the same angle of 

incidence, and the same wave-length incident in time dt on an element 

of surface ds of the chamber. But by formula (4) of the same article, 

if V is the volume of the chamber, the whole energy for which the 

wave-length lies between A and A + <^A is 

4E.V 
—^d\, 
c * 

therefore the fraction of this energy which suffers a change of wave- 
length in time dt is 

csin Scoaff^dSdl 
2V ~ • 

Multiplying by the value of 8X given in (1) of the last article, we 
see that the average change of wave-length is 

\u sin 6 cos'** ^ dO ds dt 

v"" 

Now, if 8Y is the total change in volume, SV = dtjuds, therefore, 

^ W. Wien, liapports pHscntis au Oongres International de Physique^ Paris, 
1900, vol. i. ; Ann, der Physik, Bd. Iviii. p. 662, 1896. As Wien’s demonstration 
is open to objection, a modified form of the proof of his theorem, due to Professor 
W. M‘F. Orr, is hero given. 
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summing the changes due to every element of surface and every angle 
of incidence, we get for the average change of wave-length 8A. 


or 


whence 

or 


d\ 




5V 

sill 0 cos^ Odd = 1 \ 


‘5\_i 5V 
X V’ 


\V ?‘= const. 


_ \' 


where and are the original and A and V the final values. Wo 
may express this result by saying that when the chamber expands 
without altering its shape the change in wave-length is proportional 
to the linear dimension. Thus, if is the original value of any 
linear dimension and r its final value. 


\ _/• 


0 ) 


To find the change in the energy-density }//, we observe that the 
loss of energy is equal to the work done, or, since is the total 
energy, 

d{\yp) - h yj/dx . . . (Art. 280) 

whence 

I xf/dV - 0 , 


which on integration gives 


But, by Stefan’s law, 





therefore 


Bo \* 


(2) 


or 

X0= const (3) 

This important equation expresses the fact that if radiation of a Wien’s dis- 
particular wave-length whose intensity corresponds to a definite 
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temperature is adiabatically altered to another wave-length, then the 
temperature changes in the inverse ratio. This is known as Wien’s 
displacement law. 

We should arrive also at the same result if wo supposed the 
enclosure to be of such a shape and to expand in such a manner that 
the greater change in wave-length of a ray incident at a small angle 
is exactly compensated for by the length of path described between 
successive reflections. Thus if the enclosure is a sphere which expands 
uniformly, then a ray whose angle of incidence is d has travelled a 
distance 2rco^0 since its last reflection, where r is the radius of the 
sphere. If t is the time taken to describe this ^mth, i — 2r cos 0/c, 
therefore since the wave-length changes by 2kn cos Ofe in time t, the 
change per second is SX. ku/r. But if 8r is the increase of radius 
per second, ^r -=n, therefore Sk/k — Sr/r — fV as before. This is 
the case considered by Wien. 

Again, we may take the chamber to be a rectangular box which 
expands so as always to be similar to itself. Let three sides be kept 
fixed in position, and let ^.r, S//, (supposed small) be the increments 
per second of the dimensions y, z of the box. Then if a, fS, y are 
the direction angles of any ray, the number of reflections per second 
on the moving face perpendicular to the axis of x is c cos a/2x and 
the increase of k at each is 2 A cos aSx/c, therefore the increase of 
wave-length per second is 

~ CGS^ a — coH- ~ cos*** 7 V~ 

\ a? y z / X 

since = 5///y ^ ^zjz by hypothesis. But V = xyz^ therefore 
6V/V = + ^yjy + ^zjz == Mxj-x, so that ^kjk'= J^V/V as before. , 

In the chamber which we have been considering there exist radia- 
tions of all wave-lengths. These arc perfectly independent of each 
other, and all have their wave-lengths altered in the same ratio by 
equation (1). The intensity L and emissive power E;^ vary as the 
fifth power of the absolute temperature. For let then if we 

confine our attention to radiations of wave-lengths comprised between 
the values A^ and Aq i- dk^y these limits become altered to A and A + dky 
and as A = kk^y and A + f/A = ^'(Aq + d\^) by (1) we have dk ^ kdk^. If 
dxp^ is the original density of these radiations, this changes to dxj/y 
where dif/^ = by (2). But dxf/ is proportional to Ea<^A (Art. 275), 
therefore 

dyj/ 1 


therefore 


Ex _ 1 _ 


( 4 ) 
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Combining (3) and (4), we obtain 


= const. = C/(X0), 


or 


K;^-=(:jx-y(xo) 


(•"») 


where C is an absolute constant. 

Equation (5) is a general formula for the distribution of energy in 
the spectrum. It contains, however, an unknown function of A0. In 
the next article we shall discuss the various forms which have been 
suggested for this function. But whatever the form given to the 
function, the equation satisfies Wien’s displacement law and Stefan’s 

law, provided that j z~'*f{z)dz is finite. For the total energy S, which 

is equal to must be finite, and putting AO = we have 

dz = OdX, and therefore 

s^c/‘x-y(xe>^x 

J « 



Wien’s displacement law has been verified by Lummer and Prings- 
heim and others. If we suppose the change from one temperature to 
a higher one to take place by means of an adiabatic compression, then,, 
by Wien’s law, the new curve of distribution (Fig. 178) is got from 
the first one by shifting each ordinate towards the origin in the ratio 
of distances : O, and increasing its height in the ratio O'^^ : 
Thus to a maximum ordinate E„^J in the first curve corresponds the 
maximum ordinate of the second ; and therefore if A^^^ is the 
abscissa of a maximum ordinate. 


X,„B = const. = A (say), 
const. = B. 


The following table exhibits the results of Lummer and Pringsheim’s 
experiments. The temperatures given in the sixth column we^e 
calculated by putting the mean value of B ( = 2188 x 10"*^) in the 
formula. 


[Table 
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Wien’s 

formula.^ 


Ahs. Teni]). 
(obaerved). 

Awi. 

' 

Em. 

A=Am0. 

B = Km0"® 
(XlOU). 


Diff. 

..... 

621*2 

4*53 

2-026 

2814 

2190 

621*3 

+ 0*1 

726 

4*08 

4*28 

2950 

2166 

721-6 

-1;6 

908*6 ; 

3*28 : 

13*66 

2980 ; 

2208 

1 910*1 

+ 1*6 

998*5 1 

2*96 : 

21*60 ; 

2956 

2166 

' 996*5 

-20 

1094*5 

2*71 j 

34*0 

2966 

2164 

1092*3 

- 2*2 

1259*0 ■ 

2*35 : 

68*8 i 

2959 

2176 • 

1257*5 

-- 1*5 

1460*4 

2*04 ! 

145*0 i 

2979 j 

2184 

1460*0 

-0*4 

1646 1 

1*78 : 

i 

270*6 

i 

2928 1 

! 

2246 

1653*5 

+ 7*5 


Since the wave-length is measured in microns (see footnote, p. 565) 
the mean value of A„i0 is 0*2940 in C.G.S. units. 

283. Formulse for the Law of Distribution. — We shall now give 
the principal formulas which have been proposed for the law .of dis- 
tribution of energy in the spectrum of a black body. All such 
formulae must conform to Wien’s general law expressed by equation (5), 
p. 573, which we shall now write ^ . 

E=cx-y(\e) (1) 

where E may be taken to be either the emissive power or the intensity 
of black radiation, the difference consisting only in the factor 4/c, which 
may be included under C (see Art. 275). 

In 1887 Michelson deduced a formula from certain assumptions 
based on Maxwell’s 'law of distribution of velocities amongst the 
molecules of a gas. As Michelson’s formula does not satisfy equation 
(1) we shall not further consider it; his idea of making use of 
Maxwell’s law was, however, adopted by Wien,^ who imagines the 
radiation to be produced in the following way : — 

Let A be a chamber whose internal surface is perfectly reflecting, 
and B a perfectly transparent vessel within A. Suppose the space 
between these filled with a gas capable of absorbing and emitting 
radiations. If the temperature of the gas is uniform the space 
within B, which we may take as vacuous, will be filled with black 
radiation. Wien makes the following assumptions : — 

. (1) Each molecule sends out rays whose wave-length depends 
only on the velocity of the molecule, and of which the intensity is a 
function of this velocity. Since the wave-length is a function of the 
velocity, the velocity may bo regarded as a function of the wave- 
length. . 

(2) The energy of radiation of wave-length between limits A and 
' Anti, der Physikf Bd. Iviii. p. 662, 1896. 
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A + (^A. is proportional to tho number of molecules sending out waves 
of this period and to a function of the molecular velocity v. 

Now on the kinetic theory the number of molecules whose velocities 
lie between the limits v and v-\- dv is 

_ 

where a is a constant given by the equation 



being the mean square of velocity of all molecules. Therefore, ex- 
pressing V as a. function of A, and remembering that is proportional 
to the absolute temperature, wo may write the number of molecules as 

c'/(\)e ® d\ 

and as the energy is proportional to this expression and to some other 
function of A, we get 

_/(H 

E = F(\)« ® 

A comparison of this equation with the general form (1) gives Wien’s 
formula 

E==C\-®J^» W 

where a and C are constants. 

This equation makes E vanish for A = 0, or A = oo , as it should do. 
If 0 = 00 E is finite. 

Wien’s assumptions are by no means obviously true, and tho 
experiments of Lummer and Pringsheim described in Art. 279 show 
that the formula does not accord well with the facts. Equation (2) 
gives for a constant wave-length A 

logE = 7i-72^, 

where y, and yg are independent of 0. If then curves are plotted for 
given wave-lengths, taking log E as ordinate and .0“^ as abscissa, these 
ebrves (isochromatics of Nichols) should be straight lines. They 
exhibited, however, a distinct curvature near the axis of ordinates, 
that is for high temperatures. 

Paschen and Wanner found that Wien’s formula was wol^ satisfied 
by the results of their experiments, which were made on the visible 
rays, using a photometer instead of a bolometer. We shall see 
presently how these divergent results can be reconciled. 
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Lord 

Rayleigh's 

formula. 


Planck’s 

formula. 


Lord Rayleigh ' has argued that it is unlikely that E should tend 
to a finite value for infinite values of 0, and also that as, according to the 
Maxwoll-Boltzmann law of partition of energy, the energy of a system 
which can vibrate in several modes is equally divided amongst the 
modes, and as this law is probably true for the graver modes at least, 
there should, for waves of low frequencies, be equable partition of 
energy between temperature heat and radiation ; and as temperature 
energy is proportional to the temperature, the radiation for long waves 
should vary ultimately as the temperature. He proposed the formula 

a 

(;}) 

which satisfies equation (1). It docs not, however, agree well with 
experimental results except for long waves and high temperatures. 

Thiesen suggested the formula 

n 

E = CX-^(\B)*c (4) 

which agrees better with experiment, and also makes E become infinite 
with 0. But it has no theoretical justification. 

The three formulai (2), (3), and (4) can all be included under the 
more general form 

Lprd Rayleigh’s, Thiesen’s, and Wien’s equations being obtained by 
giving fi the values 4, 4*5, and 5 respectively. 

Jahnke ^ proposed the empirical formula 

a 

E:=CX'^0«‘(^»)" (5) 

which agrees well with experiment on putting v - 1 *3. 

The most satisfactory formula on theoretical as well as experimental 
grounds is one given by Planck ‘ — 

( 6 ) 

This equation is in close accord with the results of the experiments 

^ Phil. MvLij.f «lune 1900. “ V^arh. d. Deutsch, Phys. Ges.y Feb. 1900. 

Luininer and Jahnke, Ann. dev Physik^ Bd. iii. p. 283, 1900. 

* Ann. der Physik, Bd. iv. p. 653, 1901. The outline.s of Planck’s method are 
as follows. He imagines a space bounded by perfectly rellecting surfaces and which 
contains a number of tuned Hertzian resonator.s, to be filled with monochromatic 
waves of the same period. These arc being continually absorbed and emitted by 
the resonators. Borro\^ing from the kinetic theory of gases the definition of entropy 
as the logarithm of the probability of the existing distribution of energy, and 
making use of {a) Wien’s law given by equation (1) above, (6) an expression for the 
intensity of radiation of a Hertzian resonator obtained by means of the electro- 
magnetic theory, and (c) the thennodynamic relation between temperature, entropy. 
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of Lummer and Pringsheim, and also agrees with those of Paschen. 
For small values of A, and 0 it approximates to Wien's formula (2), 
and for large values of A and 0, in which the higher terms in the 

a 

expansion of may be neglected, it approximates to Lord Rayleigh's 
formula (3). This explains how Paschen, experimenting with short 
waves, verified Wien's formula, while Lummer and Pringsheim, 
working with long waves and high temperatures, found deviations 
from that formula. Lummer and Pringsheim subsequently carried 
out a series of experiments on the visible spectrum, using a Lummer- 
Brodhun photometer, and confirmecl the lesults of Paschen and 
Wanner, as well as Planck's equation. 

Planck's formula makes K infinite when 0 is infinite, and also 
fulfils Lord Rayleigh’s condition that for long waves and high 


D^. 



Ki«. 182, 


temperatures E should vary ultimately as 0. This condition has been 
experimentally verified by Rubens and Kurlbaum,' using a method 
duo to Beckmann. There are many substances which possess the 
property of selective rfjlection (commonly associated with anomalous 
dispersion), that is, that they ix)werfully reflect rays of a particular 
wave-length. The rays which are most strongly reflected for incident 
light are those which are most strongly absorbed for transmitted light, 
that is, they are rays for which the substance has a very large 
coefficient of absorption.- It has been mentioned that fluor-spar 
freely transmits infra-red rays, but there are two bands in the infra- 
red spectrum produced by refraction through fluor-spar ; these corre- 
spond to wave-lengths of 24/a and 31-6/a respectively. Rays of these 
wave-lengths are strongly reflected by fluor-spar. By means of four 

and energy, he calculates an expression for the entropy of the system in terms of 
the energy and frequency of a single resonator, and hence obtains tiio formula given 
above. 

' Sitz\ der Preuss. Akiul. der Wiss. Berlin, p. *929 ; Oct. 1900. Ann. der Physik, 
Bd. iv. p. 649 ; 1901. 

The coolHcient of absorption of a substance must not be confounded with its 
absorptive power. Polished metals have a small absorptive power, but a very large 
coefficient of absorption, i.e. they are highly opaque to transmitted light. • 

2 P 


Rubens 
and Kurl< 
bauin’s 
experi- 
ments. 
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success! VO rcHectioiis from fluor-spar surfaces Beckmann succeeded in 
obtaining these rays of considerable purity. The experiments of 
Rubens and Kurlbaum were made with black bodies ranging in 
temperature from - IBS'" 0. to 1500"^^. The apparatus is reiwcsented 
in Fig. 182. K is the black body, of which four kinds were used, one 
of which could be surrounded with liquid air, another with a mixture 
of solid carbon dioxide and ether, and the third with steam, while the 
fourth could be heated electrically. E is the thermo-element giving 
the temperature. and are screens with small apertures, and S 
the shutter of the measuring apparatus, all these three being filled 
with water at air temperature. 1 \, P 3 , and are four reflecting 

surfaces of fluor-s])ar ; M is an adjustable mirror, and T a thermopile. 
It is obvious that this instrument furnishes a method of measuring 
the intensity of radiation of a given wave-length for various tempera- 
tures. The results obtained agreed well both with Jahnke^s and 
Planck’s formula, but showed considerable deviation from Wien’s. 

Other substances possessing the same property of selective reflec- 
tion for infra-red radiation are sylviiie (A = ( 50 / 4 ), rock-salt (A = 51 * 2 / 4 ), 
and quartz (A =8 ‘85/4). Rubens and Kurlbaum also experimented 
with the two latter and confirmed their previous results. 

284. The Quantum Theory.' — We shall begin the consideration 
of this theory by an illustration from the kinetic theory of gases. 
Suppose we have a gas containing two kinds of molecule, viz. a 
relatively small number of massive molecules and a very largo 
number of very small molecules. In this case, by the doctrine of 
equipartition of energy, the average kinetic energy of a molecule of 
either kind is the same (assuming that each molecule has the same 
number of degrees of freedom). It follows that the energy of the 
system is nearly all resident in the small molecules, simply because 
they arc relatively much more numerous. If, again, we replace the 
small molecules by a continuous medium capable of exchanging energy 
with the first set of molecules, this medium consequently possessing 
an infinite number of degrees of freedom, then, when equilibrium is 
attained, all the energy will have passed into the medium. Now, if 
we suppose a hot body to be placed in a perfectly reflecting enclosure, 
we know that when equilibrium is attained, most of the energy will 
remain in the body and only a small pirt will exist in the form of 
those ethcrial waves which constitute radiant energy. In the electro- 
magnetic theory the ether is treated as a continuous medium, and 
even if we assume that this is not strictly true, we must still regard 
it as extremely fine-grained when compared to the atoms of matter or 
^ See J. H. Jeans* Iteport on Radiation and the Quantum Theory, 
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even to the constituent electrons of such matter. Thus, if we admit 
the law of equipartition of energy, we are led to expect that all or 
very nearly all the energy will pass out of the body into the ether, 
which is directly contrary to experience. 

Again, let us imagine a rectangular box with perfectly reflecting 
walls to be filled with black-body radiation corresponding to some 
definite temperature, and let us calculate the distribution of energy 
according to the ordinary mechanics. In Art. 163 we have calculated 
the nuhiber of possible modes of vibration, of frequency lying between 
the limits v and v + Sv, of unit mass of an elastic solid in the form of 
a rectangular block. The number of possible modes of vibration for 
the ether in the rectangular box comprised between the same limits 
of frequency is calculated in exactly the same way, but we must omit 
V, since we are dealing with unit vohune, and we also omit the first 
term, because there arc no compressional waves. Putting c for the 
velocity of light, the number of vibrations is Now, if A. is 

the wave-length, Ar = r, therefore r = r/A, Sr- therefore, 

omitting the negative sign, which merely means that and SA are of 
opposite sign, we see that the number of possible modes of vibration 
whose wave-length lies between A and A + <iA is 

S7r\-*5\ ( 1 ) 

By the kinetic theory of gases (see Art. 374) the average energy 
for each degree of freedom of the molecule is JRqB, when is the 
universal gas-constant ; therefore, by the law of equi])artition of 
energy, if the radiation is at a temperature 0, i,e, is in temperature 
equilibrium with a gas at that temperature, this will be the kinetic 
energy corresponding to each mode of vibration of the ether. And 
the energy is half kinetic and half potential, therefore the total 
energy between wave-lengths A and A + 6A is 

...... ( 2 ) 

This formula was given by Lord Rayleigh and by J. H. Jeans in 
1900 as being the formula which ought, on the Newtonian mechanics, 
to govern the partition of energy in the spectrum. It cannot be the 
true law, for the total energy obtained by integrating from A = 0 to 
A = GO would be infinite for any finite value of f). And if the 
total energy were finite the only possible value for 0 would be O = 0. 

This, in fact, is the prediction of the classical mechanics as to the 
final steady state. We are led to expect that all the energy of the 
matter will be dissipated away into radiation in the ether, as in the 
analogy given above. 
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It was in the effort to devise a radiating system which would 
accord with the known facts that Planck originated the conception 
that changes of energy may take place, not continuously, but by 
multiples of a certain unit or quantum. Perhaps, the simplest way 
of introducing the idea of quanta is that given by Jeans ^ in the 
following manner. In the kinetic theory of gases the probability 
that a system shall have its co-ordinates (pj, . . .) and momenta 
(^ 1 * ? 2 > • • •) within a range dp^dp^ . . . dq^dq^ ... is found to be 
of the form 

. . . dq^ilq» . . . 

when E is the energy of the system in this configuration, A is a 
constant, and h is given by 2/iR^0= 1. Hence if € is any amount 
of energy, the probabilities of the system having energies (?, c, 2€, 
. . . will stand in the ratios 

Strictly speaking, the probabilities we are discussing are not those 
of the system having energies o, €, 26, . . . but of its co-ordinates 
lying within equal infinitesimal ranges of values dp^dp.^, . . . dq^dq^ 
. . . surrounding these energies, but this complication is immaterial 
for our present purpose. 

Suppose that we are considering a very great number, M, of 
vibrations, and suppose that of these N have zero energy. Then the 
number which may be expected to have energy c will be the 

number which may be expected to have energy 2c will be Ne and 
so on. If we suppose that all of the M vibrations have their energies 
equal to one or other of the values o, c, 2c, . . . then we must have 

N 

M-N + 1 . . 0 = j • • (3). 

The total energy of all these vibrations must be 

= Ncf5-2** + . .) 

Nee 

'(l-e-2)rey^ 

= , by the relation (3). 

e-"* - 1 

If the particular vibrations are those of wave-length between A and 

1 In Planck’s line of reasoning, which is different from .leans’, the quanta occur 
in the distribution of energy between his resonators. It is impossible to arrive at 
Planck's law of radiation without the introduction of a discontinuity somewhere in 
the emission or absorption of energy. 
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A + SA. in a unit volume of ether, then, by formula (1) the value of ' 
M must be taken to bp SttA'^SA, and the total energy is 


8irX 



or, putting for h its value 1/2 Rq(>, the expression for the energy 
corresponding to wave-lengths between A and A + SA is 


c 


(4) 


which may also be written in the form 

SirKnUX-** 

where x is put for ^/RqO. 

This expression becomes identical with Planck's formula for E8A 
if we put 

f — /tv (5) 

where is the number of vibrations per second and h is a uni- 
versal physical constant now generally known as Planck's constant. 
Writing hv or ho/k for t, we got 

• — 


where a = /w;/K,^. By comparing this with eipiation (6) Art. 28.*1, we 
see that C = Sirhc. The meaning attached to h by Planck in this 
formula requires that E should be the intensity of black radiation, 
not the emissive power of a black body. The latter is obtained by 
multiplying by \ c. 

It will be seen that, according to this theory, exchanges of energy 
take place by integral multiples of hv, as if, in some transformations 
at any rate, light-energy were atomic in character. The size of the 
quantum ‘depends, however, on the frequency v. The dimensions of 
Planck’s constant h are not those of energy but of action or angular 
momentum (energy x time). In Bohr’s theory of the structure of 
the atom (Art. 58) the angular momentum of the electron round the 
centre of its orbit (assuming the latter to be circular) is an integral 
multiple of A/2?r. In the innermost, most stable, orbit the angular 
momentum is A/27r. 

The great objection to Planck’s theory is that it is impossible, as 
far as we can see, to reconcile it with the classical mechanics and 
with the undulatory theory of light. Any attempt to explain such 



582 


THEORY OF HEAT 


OUAl*. VI 


phenomena as interference and diffraction seems to demand that light- 
energy is infinitely divisible. On the other hand, the phenomena of 
radiation, of the line-spectra of the elements, the photo-electric effect 
and the specific heats of metals at low temperatures seem to require 
that interchanges of energy take place by quanta. 

A further objection is in the mode in which the theory is put for- 
ward. Planck does not propound a new system of mechanics, but 
makes use of the ordinary mechanics, superposing the quantum hypo- 
thesis on it, although the two are apparently inconsistent. Similarly 
in Bohr’s constitution of the atom, the electron in the steady state is 
supposed to describe its orbit according to the Newtonian laws, while 
the quantum theory is brought in to account for the emission of 
energy in passing from one orbit to another. 

In spite of these serious difficulties, the fact that the quantum 
theory is most successful just where the ordinary dynamics fail must 
be regarded as a strong argument in its favour. The surprisingly 
accurate quantitative results that have Keen obtained by its means 
seem to indicate that though it may need modification, it will, in its 
essential features, survive all the criticism that has been directed 
against it. 

285. Constants of Radiation. — The constants occurring in the 
various radiation formulae are not only connected with each other 
but also with the other universal physical constants. Thus we have 
seen that Planck’s formula (6, Art. 284) involves the velocity of light 
and the gas-constant, the only new constant introduced being Planck’s 
constant h. A very careful determination of the charge e of an elec- 
tron has been made by K. A. Millikan,^ from which he has deduced 
the values of a number of other physical constants including the 
radiation constants, which agree very closely with recent determina- 
tions by more direct methods. The following are Millikan’s values 
for some of these constants : — 


Charge of an electron ....... , c — 4*77A x 10“*® 

Number of molecules in 1 c.c. of a gas at 0“ 0. and 760 mm. 

l»rf.sa A^-^2‘70.5x 10*® 

Mass of an atom of hydrogen in grammes . . 7w = l‘662x 10”*^ 

The gas-constant ........ yto= x 10“*‘* 

Stefaifs constant of total radiation . . . 0’~5'72 

Wien’s constant \»„0 = 0*2883 

Planck’s constant ........ 7i = 6'547 x 10“’“*^ 


The only one of these which differs very considerably from the 
earlier accepted values is Stefan’s constant, which is about 7^ per 
cent greater than Kurlbaum’s value. The earlier direct determina- 

' Phil, Man,, ‘Iwly 1917, p. 1. 
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tions of (T agree well with the latter, but later measurements have 
tended to higher values, and Millikan’s figure has been experimentally 
obtained by Coblentz. In the examples given below, some of the 
other physical constants are calculated from the experimental values of 
the radiation constants of Stefan and Wien as given in Arts. 278, 282. 

286. Correction for width of Bolometer and Slit. ^ -Let XPY (Fig. 183) be a 
portion of the true curve connecting intensity anil wave-length in the spectrum of a 
black body, and suppose that a correction is to be applied for the width of the bolo- 
meter only. If AB is the width of the bolometer on the spectrum, then the instru- 
ment, instead of giving the true intensity MP for the middle ])oiiit M of AB, gives 
the mean intensity MP' between A and B ; in other words, it tneasuros the energy 
represented by the area AXPYB, which, divided by AB, gives MP'. The curve 
thus obtained will be the dotted curve X'P'Y' ; the problem is then how to obtain 
the true curve from the jjlottcd curve X'P'Y'. 

We may, with close approximation, sup{>osc the true curve XPY to bo coincident 
with a parabola drawn through X and Y witli its axis vertical, and having its 
tangents at X and Y coincident with those of XPY. By the geometry of the 
parabola, the area of XPYX is if NP x AB ; but this area is NP' x AB by dehnition, 
therefore NP' = |5 NP. Now, for a very short distance along 
the curve, we may assume that the difference of the ordinates 
of the two curves is changing at a uniform rate, that is, that PP' 
is a mean between XX' and YY'. But NN' is the mean of 
XX' and YY', therefore NN'r^PP', therefore = h 
Thus we obtain the following rule — Draw a chord X'Y', the 
difference of who.se absci.ssic AB represents the width of the 
bolometer. Erect the middle ordinate MP', and add to it one- 
third of the Icngtii P'N' intercepted between the curve and the 
chord. This gives the point 1* on the true curve. 

A second application of the .same process would furnish a 
correction for the width of the slit, taking AB as the width of 
the image of the slit. 

If the curvature is a maximum at P, the dilTercnce of ordinates PP' is also a 
maximum, so that in this case I’l^' would be greater than either XX' or YY' ; thus 
with very peaked curves there is a tendency for the corrected curve to be still a little 
too flat at the peak, unless the deviation from the parabolic form happens to bo 
such as to correct for this. In any case, the error in practice would be negligible. 



Examples 

1. Find a relation between the constants of Planck’s equation and that of 
Stefan’s. 

{Taking the total radiation to surroundings at ab.solute xero, 

S=<rO<= jf * j!W\ = Cj " 

On putting for X, tliis transforms to 

rao 



’ This methotl is ailajititd from a iiajM^r by Tjord Usyleijjli (/’/n7. Mwj. vol. 
xlii. i>. 441, 1871). \ 
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Expanding by the binomial theorem, and integrating term by term, we obtain 


therefore 


. _T* Cl 


2. Find the values of the constants a and G in Planck’s ec^uation, assuming 
that XmO= -294 in centimetre-degrees, and that <r = 5’32x 10”® in ergs per sq. cm. 
])er sec. per (degree)*. 

{If E is a maximum for a given temperature, dl&/d\ = 0 ; therefore, differentiating 
Planck’s expression, regarding O as constant, we get 


As a first approximation, put «/X,„0 ~ .5, and then substitute ; the second approxima- 
tion gives 4*966, and a third gives 4*965, therefore 

«^4*96.5x *294 = 1*46. 


Making use of the result of the preceding example, 


O 


15 X 



X 5*32 X 10-°.v=3*72 x 10 *' 


^n ergs x cm.*** per sec.} 

3. Taking c the velocity of light as 3x10*® cms. i)or sec., calculate Planck’s 
constant h and the gas-coiistant K(,. 

{Since a=/(K;/Roand C = 2ir/ic® when Planck’s formula refers to emissive i)Ower, 
solving for h and Kq, we get 

A = 6*58x 10--'7, Ro=l *35 x 10-*«.} 

4. Calculate the number of molecules in a cubic centimetre of gas at standard 
temperature and pressure. 

{Here pi7=-NR„0 (see Art, 374) and ^ = 76 x 13*6 x 981, v-: 1, 0 = 273, therefore 

N = 2*748 xl0*».} 

5. Calculate the charge of an electron, given that the quantity of electricity 
required to liberate lialf a cubic centimetre of hydrogen in electrolysis is 0*433 in 
absolute electromagnetic units. 

^Nc = 0*433, therefore c = l*58 x 10“***® in electromagnetic units, or, dividing by c, 
4*73 X 10-*® in electrostatic units.}] 
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MEASUREMENT OF TEMPERATURE BY RADIATION 

287. [Radiation Scale of Temperature. — It follows from the 
principles explained in the preceding section that the radiation within 
an enclosure whose walls arc at a uniform temperature is unique in 
character, and that the density of energy is uniform. If then we 
define the temperature of such an enclosure by means of the formula 

when k is some constant, and \p the density of radiant energy, we are 
furnished with a new scale of temperature, which does not depend on* 
the specific properties of any body, and which is therefore an absolute 
scale in the same sense as Lord Kelvin’s thermodynamic scale. If we 
assume that a body at the absolute zero of Lord Kelvin’s scale does 
not emit any radiations, then the zeros of the two scales are identical. 
By giving a suitable value to k we may make the two scales coincide 
at one other given temperature, e,ij. at O'’ C. The scales will then 
coincide at all other temperatures if Stefan’s law is rigidly true. 

It will be noticed that this method of defining temperature 
enables us to speak of the temperature of a vacuum, by which we 
mean the temperature characteristic of the radiation which fills it. 
If the density of the energy is given, then its temperature is given 
uniquely, provided that the radiation is completely diffused. If the 
radiation is not diffused, then its temperature will not be the same as 
that of diffused radiation of the same density. Thus the temperature 
of the sun’s rays as they reach the earth’s atmosphere is effectively 
that of the sun himself. The earth’s surface is not, however, raised 
to a high temperature by these rays ; this is because the earth is 
receiving energy from the direction of the sun only and radiating it 
to all parts of the heavens. We can, by means either of a lens or 
parabolic mirror, increase the solid angle virtually subtended by the 
sun at an absorbing surface without increasing the emitting surface, 
and in this way very high temperatures may bo attained. A small 
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body placed at the focus of a parabolic mirror whose aperture, as 
viewed from the focus, is less than the sun’s angular diameter, would 
be raised to the temperature of the sun, if no absorption took place 
in the atmosphere or at the surface of the mirror. Any directed 
quality in radiation increases its temperature and thermodynamic 
availability. Thus polarised light is of a higher order of availability 
than ordinary light of the same intensity. 

The application of the laws of radiation to the practical measure- 
ment of temperature is especially suited to the determination of high 
temperatures, since there is no limit to the temperature which the 
instruments are capable of measuring, and there is no objection to the 
use of the method beyond the limits of the gas-thermometer, since 
the laws on which it is based are themselves founded on theoretic 
principles and not on empirical results. We may find the temperature 
of a chamber which radiates as a black body by means of a 
standardised bolometer, using any one of the three formulae — 

( 1 ) 

const. (2) 

— const. (3) 

the first being Stefan’s law, and the two others contained in Wien’s 
law. Of these, Stefan’s law is the simplest to use in practice, as the 
spectroscope is not required. The second formula does not lend itself 
to accurate work, as the wave-length A.,„, for which E is a maximum 
cannot bo fixed precisely. The maximum value E,„ can, however, 
bo accurately estimated, and as it increases enormously with the 
temperature, the third formula, like the first, is especially suited for 
measuring high temperatures. 

The only serious objection to the use of the radiation method is that 
it is only strictly applicable to the measurement of the temperature of 
a black body. Thus it would be the appropriate method to use in 
finding the temperature of the interior of a Bessemer converter after 
the blow, or of any other chamber at a fairly uniform temperature 
and with a small aperture. But for measuring the temperature of an 
incandescent burner or of the electric arc it is not so suitable. It 
will, however, enable us to assign a lower limit to such temperatures. 

Another method may be employed, which is applicable to high 
temperatures only. This consists in comparing the brightness of the 
heated body with that of a source at known temperature by means 
of a photometer. 'This method, on account of the selective emission 
of bodies, is also only strictly applicable to black bodies. Melted 
platinum reflects light well, which shows that it cannot be a perfect 
radiator, and the same is true of other substances. 
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288. Lummer and Pringsbelm’s Experiments.^ — In order to prove 
the efficiency of the radiation laws for the measurement of temperature, 
Professors Lummer and Pringsheim made a series of determinations 
of the temperature of a specially constructed black body, using three 
different methods — formulae (1) and (3) above, and the photometer 
method — and thus tested the agreement between them. 

The radiating chamber was represented by a carbon tube R 
(Fig. 184) with a wall 1*2 mm. thick, 34 cm. long, and an internal 
diameter of 1 cm. In the manufacture of this tube, care was taken to 
secure an accurate cylindrical form and even thickness of wall. The 



ends were slightly conical and covered with copper by electro- 
deposition. Over these conical ends thicker carbon cylinders A Avere 
fitted ; these were copper-plated within and without, and rested in 
strong metallic clamps B which conveyed the current. The back 
wall of the radiating cavity was formed by the plug Pj, fitted in the 
centre of the carbon tube and closing as air-tight as possible. The 
form of plug shown was chosen so as to reduce as far as possible the 
unavoidable inequality of electrical heating produced l>y it. Behind 
Pj was placed a second plug P.^, which diminished the harmful effect 
of any gap between the first plug and the wall of the tube. A third 
plug P 3 closed the end of the tube hermetically, in order to cut oft* the 
oxygen of the atmosphere. To protect the carbon from burning, the 

^ SUz, der Deatsch, Fhys, Gesell,, Jan. 1903. KUciricimi^ Aug. 7, 1903. 





588 


THEORY OF HEAT 


CHAP. VI 


hot tube was surrounded by a system of enclosures, whose mounting 
may hi seen from the figure. Since the porcelain carriers T were 
firmly mounted on the thick carbon cylindei's A, and were pressed tight 
against the projecting noses of the carbon cylinders by means of the 
copper rings C, the air could not directly reach the outside of the 
heating tube. The innermost protecting tube U was of carbon, which 
had the double advantage of being capable of withstanding the high 
temperature and of freeing any air from oxygen. The other tubes were 
partly of porcelain and partly of asbestos, and one tube Q of nickel. 
At the high temperature used, even the thick metallic clamps became 
red-hot. To prevent this, large copper discs D were fitted on. They 
fitted tight on the copper rings 0, and conducted the heat outwards. 

With a current of 160 amperes a temperature of about 2300° 
absolute was reached, and this could be maintained fairly constant for 
some hours. The tube was gradually destroyed by oxidation at the 
open end, but it was found that the combustion could be considerably 
retarded by allowing a current of nitrogen to pass slowly through the 
cap F mounted in front of the opening. 

In order to determine the temperature by various methods in 
quick succession; the carbon body was mounted on a carriage rolling 
on iron rails. Along the railway the various measuring instruments 
were so mounted and adjusted that by a simple displacement of the 
carriage the black body could be brought into the right position in 
front of each. 

For the determinatioii of the total radiation a Lummer-Kurlbaum 
surface bolometer was used. Of the two gratings exposed to the 
radiation the slits of the first were exactly covered by the strips of 
the second, so that it formed a bolometer wall which stopped all the 
radiation. The instrument could be displaced along a scale, and 
measurements were made at distances of 90 cm., 60 cm., and 40 cm. 
from the measuring diaphragm. These showed that the law of 
distance was fulfilled. 

For the determination of the energy curves a linear Lummer- 
Kurlbaum spectrum bolometer was used, which was built into a case 
of metal and glass nearly air-tight. To get rid of the absorption lines 
of steam and carbon dioxide, the air in the case was freed from these 
as carefully as possible. The adjustment and reading of the angles 
could be done from outside. The slit projecting from the case was 
closed by a fluor-spar plate and was protected by water-bathed 
diaphragms. The refracting prism was also of fluor-spar. 

The measures of brightness were made with a Lummer-Brodhun 
spectrum photometer, and were made on diflerent portions of the 
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luminous spectrum, that part being chosen for which the observation 
plates used were least selective. Five absorption plates were necessary 
to reduce the light, and together they reduced it to the eight- 
thousandth part. 

The different measuring instruments were calibrated with the helj) 
of an electrically heated black porcelain body, the temperature of 
which was measured with a Le Chatelier thermo-element. 

The carbon body was used in various states of incandescence, and 
in all cases the differences between the measurements made by the 
various methods remained within the limits of errors of observation. 
The following table gives the results* for the highest temperature in 
the order in which they were obtained : — 


' No. 

MftlKXl. 

Abso- 
1 ut»^ 

00 ciri. 

60 cnii. 1 0‘62 ti. 

! i 

o*:jo u. ' /X. i O'/ii u. o-4!» u. 

1 

.... 

Hri^itncss . 

Temp. 

2310 

— 


2294 

! 

' 2315 1 2300 1 2312 ! 2320 

2 

Total radiation . 

2325 

2317 

2335 


: i ; 

3 

Brightness . 

2320 


i 

*2307 

1 2307 1 2315 1 2331 ! 2339 

4 

Total radiation . 

2330 

2330 

2330 



5 

Maximum energy 

2330 

j 



i 1 ' 

6 

Brightness . 

^ Total radiation . 

2330 



2325 

1 2327 ! 2325 2339 | 2333 

i 7 1 

2345 

; 2348 

; 2339 


• 1 ' 

: 8 

Maximum energy 

: 2320 

1 



1 


The agreement between results obtained by methods so different is 
a strong conhrmation of the laws made use of. 

289. Other Temperature Measurements. — Experiments have also 
been made by several observers in order to determine the laws of 
radiation in the case of bodies which do not fiillil the condition of being 
black radiators. Paschen studied the radiation of polished platinum 
and of lamp-black, and stated as the result of his experiments that it 
could be represented by the formula 

where a is a constant depending on the nature of the substance. Ho 
gave the values a = 6*42 and a ~ 5*53 for polished platinum and lamp- 
black respectively. If the above formula is true, then Paschen ’s results 
imply that the total radiation from these substances is proportional to 
0®“^, the value of the exponent being 5*42 for platinum and 4*53 for 
lamp-black. 

Lummer and Kurlbaum surrounded the heated body with a box of 
polished platinum having a small aperture opposite which the bolo- 
meter was placed. This constitutes an approximation to the condition 
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of a black body. They found that the total radiation varied as the 
following powers of the temperature — 5 for polished platinum, 4*5 
for oxide of iron, and nearly 4 for lamp-black and for platinum-black. 
This shows that the two latter substances in a reflecting enclosure 
radiate approximately as black bodies. 

Lummer and Pringsheim investigated the distribution of energy 
in the spectrum of heated platinum, and using the platinum box 
mentioned above, found that the maximum emissive power varied 
as the sixth power of the temperature. This accords with the results 
of Lummer and Kurlbaum for the total radiation, assuming Paschen’s 
equation. Paschen found that A„i0 is constant for polished platinum, 
and this result was confirmed by Lummer and Pringsheim, who gave 
the value 26.30 for this constant, being measured in microns. 

Assuming that the radiation from the following sources is inter- 
mediate between that of platinum and that of a black body, Lummer 
and Pringsheim gave the limits of their temperatures as in the table. 




^umx. 

^miu. 

El oc trie arc 

0-7 

1200^ abs. 

ii750^ abs 

Ncrijst lam]) . 

1-2 

2450 

2200 

Aiier lamp 

1*2 

2450 

2200 

Incandescent lamp 

1*1 

2100 

1875 

Candle. 

1%5 

1960 

1750 

Argand lamp . 

1 *5.5 

1900 

1700 


Violle, by a calorimetric method, evaluated the temperature of the 
electric arc at 3900° abs. ; Wilson and Gray, by extrapolating the 
curve of emission of copper oxide, found the value 3600° ; Abney and 
Festing gave, for the electric arc, A„i = 0*73/x, which, by the method 
given above, corresponds to the limits 4000° and 3600° ; Wanner, by 
prolonging the isochromatic lines for the incandescent lamp, obtained 
the values 3700° for the negative and 3850° for the positive carbon 
of the electric arc. As carbon appears to radiate approximately as a 
black body, and as the crater-like form of the positive carbon is a step 
towards the form of a radiating enclosure, it seems probable that most 
of these values are too low, and that the temperature of the electric 
arc may be taken to be somewhat over 4000° absolute, probably as 
much as 3800° C. 

We have seen that the value of the constant A„i0'is 2940 for black 
bodies and 2630 for platinum. This indicates that the maximum E„| 
of the emissive power is nearer the luminous part of the spectrum in 
the case of platinum than of a black body, so that the radiation of 
heated platinum appears to be less deficient in short than in long 
waves. This seems to be the case with other substances, for Becquerel 
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found that the light-intensity of glowing bodies does not depend much 
on their nature. This is an argument in favour of the use of the 
photometric method for the measurement of temperature, when the 
conditions of a black body cannot be realised. 

290. Fury’s Radiation Pyrometer. — The first practical form of 
pyrometer making use of total radiation was invented by Peiy.^ 
The instrument is shown in section in Fig. 185. The radiation 
from the hot body is focussed by means of the concave mirror on 
to a sensitive thermo-cou])le mounted at D ; the electromotive force 



generated by the couple is indicated on a galvanometer connected to 
the terminals BB. 

In a second and later form of the instrument FtVy has replaced 
the thermo-couple and galvanometer by a bi-metallic (nickel-steel 
and brass) spiral placed in the focus of the mirror. When heated, 
the spiral uncoils and carries an aluminium pointer over a dial 



Fig. 180. 


divided in degrees of temperature, thus dispensing with the 
galvanometer. 

Mr. E. S. Whipple,- in conjunction with Professor Fery, has 
introduced a modification of the radiation pyrometer, in which the 
mirror is focussed on to the inside end of a long closed tube. Fig. 186, 

^ “La mesure des tem})(‘.rature.s «levi*es ct la loi de Stefan,” C. F^ry, Comptes 
Rendus de V Acadimie des Scietices, vol. 134, p. 977 ; 1902. 

“Modern Methods of Measuring Toniiierature,'’ Robert S. Wliipplo, Proceed- 
ings of the Institution of Mechanical Engineers in Cambridge, 29th July 1913. 
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thus rendering the instruments* readings independent of the nature 
of the furnace or material into which the tube is placed. This pyro 
meter is particularly suitable for determining the temperature of 
molten metal in a crucible, the tube being plunged directly into the 
metal. 

291. The Solar Constant.^ — The quantity of heat received in one 
minute from the sun at his mean distance from the earth, by one 
square centimetre of a perfectly absorbing surface presented normally 
towards the sun, and supposed to be situated just outside our atmo- 
sphere, is known as the solar constant. It is very probable that this 
quantity is not in reality constant, for it cannot bo assumed that the 
successive portions of the sun*s surface which are presented to us have 
all the same radiating power ; and further, there is reason to believe 
that the heating effect of the sun undergoes a periodical variation 
corresponding to the variation in the area of sun-spots, the yieriod 
being roughly about 35 years. 

The method usually adopted for finding the value of the solar 
constant is to find the rate at which heat is received at the earth’s 
surface during successive y^eriods of the same day. The thickness of 
atmosphere traversed may be then taken to be proportional to the 
secant of the sun’s zenith distance. Applying then Biot’s formula for 
the intensity I' of radiation transmitted through a thickness / of a 
medium whose coefficient of absorption is we have 

where I is the intensity of the incident beam. As we do not know A:, 
and as t refers to thicknesses of varying density, it will be convenient 
to write this equation 

( 1 ) 

where S is the solar constant and S' the fraction transmitted by the 
atmosphere, a a constant called the transmission coefficient^ not yet 
determined, and z the sun’s zenith distance, t being proportional to 
sec z. If now we give to a such a value as will make S constant for 
all the observations, then wo may take this as the true value of a. 
The formula then gives S. 

There are many objections to this method. In the first place, a 
large number of rays of very short wave-length are probably completely 
absorbed by the upper layers of the air, and no allowance for these is 
possible. Again, the rays have to pass through a proportionately 

^ See tlio Report by M. A. Crova, Rapports prisenUs au Congrhs International de 
Physique, vol. iii. p. 463 ; 1900. 
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greater thickness of the lower layers when the incidence is very oblique, 
owing to the earth’s curvature ; also, the varying amount of reflection 
from the different layers is unknown. To eliminate as far as possible the 
errors due to atmospheric absorption, it is advisable (a) to select those 
series of experiments which have been performed on the most favourable 
days, and (b) to carry out the observations at as high an altitude as pos- 
sible. The best days for experiment are not always those which appear 
best to the eye. Generally speaking, the days on which the sky is bluest 
and scatters the greatest amount of polarised light are the most favour- 
able. On this account the cyanometer and polarimeter are of great use in 
forming an opinion. M. Crova found that, at Montpellier, only four or 
five days in the year were fully satisfactory. If the ground is at all 
moist, the best time for observing is before noon. Towards noon the 
observed radiation falls off, owing to the airJ)ecoming charged with 
moisture by evaporation. If the soil is very dry the observations are 
liable to be affected by hot currents arising from the heated ground. It 
is obviously difficult to carry out an experiment at a high altitude and 
at the same time to secure a favourable day. M. Crova performed a 
number of experiments on Mont Ventoux and some on Mont Blanc. 

Besides the formula above given, many others have been suggested ; 
some of these are based on a calculation of the mass of air traversed, 
and when applied to the observations obtained on those days on which 
the observed heating-effect is a maximum, give very consistent values 
for the solar constant at various hours of the day. 

The instruments used to measure the rate at which heat is received 
at the earth’s surface are called actinometers or pyroheliomcters. 
These are small calorimetric apparatus, blackened externally, and ex- 
posed alternately in the sunshine and in shade. If the air is not 
perfectly calm, it is necessary to enclose them in a sheltering envelope. 
The temperature is measured by a thermo-electric junction. It is 
advisable to allow the temperature to rise only a little above that of 
the surrounding air, as Newton’s law can then be used for the cooling 
correction. Since only small differences of temperature are observed, 
these can be estimated to nearly O'^’OOI C. The heat-capacity of the 
blackened body being known, the heat received per minute is deter- 
mined from the rate of rise of temperature. One of the best forms 
of instruments of this type is the Angstrom pyroheliometer.' The 
principle employed is simple. Two thin metal strips ^ (20 mm. long, 

^ R. S. Whipple, “ IiistTuments for the Measurement of Solar Radiation," Trans- 
actions of the Optical Society, London, 1915. A full description of the various 
iiistruinents used in measuring solar radiation will be found in this paper. 

As originally constructed by Angstrom the strips wore of platinum, but 

2 Q 
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1‘5 mm. wide, and *P2 mm. thick) are alternately exposed to the 
radiation to be measured. When one strip is being heated by the 
radiation falling upon it, the other strip, which although shielded is 
close to the exposed strip, is heated to the same temperature by an 
electric current passing through it. Equality of temperature is 
indicated by a sensitive galvanometer connected to a pair of copper- 
constantan thermo-junctions, attached to the back of the receiving 
strips, but insulated from them by thin silk paper and shellac varnish. 

It is then assumed that the energy expended in the electrically 
heated strip is equal to the radiant energy absorbed by the exposed 
strip. 

The amount of energy absorbed by each particular instrument 
depends on three factors, which must be accurately known, viz. the 
width and resistance of the strips and the coefficient of absorption of 
the smoke-black film on the strips.^ 

Knowing these values, the absolute value of the radiation may be 
determined. 

The radiated energy absorbed by unit length of tlie strips = qab, 
where 

q ■- the radiation in C.G.S. units, 
f« = tlie coefiicient of absorption, 0*98, 
h the width of the strip in. centimetres. 

Again, if i be the intensity of the current and r the resistance of 
unit length, then the electrical power used to balance the radiated 
energy is watts. 

Accordingly 

qnh -- W- and q ~ • 

This formula gives the strength of the radiation in watts per 
sq. cm. 

Fig. 187^ shows a section of Abbott and Fowle’s absolute 
pyrheliometer, which is composed of a black-body receiver combined 
with a flow calorimeter, the chief innovation being the adoption of a 
hollow absorbing chamber to receive the solar rays. Such a chamber 
has approximately the properties of a perfect black body, and is 
almost a perfect absorber.** Consequently no eorrection is needed 
for the reflection of rays from the receiving surface. 

Callendar having shown that the temperature coellicicnt of this metal was a serious 
source of error, strips of maiiganin are now emidoyed. 

' The absorptio'ii coeflicient is generally given at 98 per cent in a new instr li- 
me iit — the evidence seems to show that the black deteriorates in time, the absorp-. 
tion coeflicieiit becoming smaller. 

'■* Awiials of the Astrophys, Obs. of the Smithsonian Institution, vol. ii. p. 40. 

R. S. Whipple, loc. cit. p. 
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AA is a chamber of about 3-5 cm. inside diameter, whose walls 
are hollow, and adapted for the circulation of a stream of water. 
The stream enters at E and bathes the walls and rear of the chamber 
and the cone-shaped receiver of rays H, and passes off at F, carrying 
away the heat developed by the solar rays which entered the chamber 
by the measured orifice C. At and D.^ are platinum coils adapted 
to measure the rise of temj^erature of the water due to the heating. 
The vestibule BB through which the rays pass is bathed by the 
outflowing water which escapes at F. The water flows in a spiral 



Fij?. — Wat»n*-flow pyrlifliometer. 


channel round and round the vestibule B, so that it is effectually 
kept at a constant temperature. The circulation of the inflowing 
water in the walls of the chamber AA is also eftcctcd by moans of 
a spiral channel cut from the front to the back, thence by a spiral of 
decreasing radius down to the centre of the back of the chamber, 
then by a spiral on the cone-shaped piece H until it emerges into 
the tube which leads to Djj. In order to prevent outside temperature 
influences from vitiating the observation, the whole apparatus is 
enclosed in the Dewar vacuum flask KK, and to prevent the breakage 
of the flask it is enclosed in a brass tubular receptacle. Reference 
should be made to the original paper for information as to the con- 
struction of the resistance thermometer coils, the method of maintain- 
ing the water flow constant, etc. On the back of the receiving-cone 
H, a coil of manganin wire is wound, forming a heating coil by means of 
which a definite quantity of electrical energy can be dissipated in 
the instrument. In this way a direct comparison may be made be- 
tween the temperature rise in the outflowing water caused by solar 
radiation and that caused by a known quantity of electrical energy. 

Besides those, recording actinometers are also used. In these the 
blackened thermo-electric junction is continuously exposed to the sun 
and has a very small heat-capacity, so that it can take up a tempera- 
ture of equilibrium very rapidly. A continuous record of the change 
of temperature is given by allowing the spot of light from the galvano- 
meter mirror to fall on a uniformly moving strip of photographic 
paper or similar device. These instruments must be standardised by 
comparison with one of the former kind. 


596 


THEORY OF HEAT 


CHAP. VI 


The results of observation vary a good deal. Violle obtained 
2*5 calories on Mont Blanc ; Langley 3 calories on Mount Whitney ; 
Sav61ief 2*81 and 3*4 calories at Kief. The latter figure was got under 
especially favourable circumstances, the ground being covered thickly 
with snow, while the maximum temperature during the day was 
- 18® C. ; the air was consequently very clear and free from moisture. 
Angstrom, introducing into his calculation a term to correct for 
absorption of carbon dioxide, obtained 4 calories at Ixelo ; Houdaille 
2*9 calories on Mont Ventoux; and Hansky 3*0 and 3*4 calories on 
Mont Blanc. Several of these observers used a form of instrument 
designed by M. Crova. The latter physicist obtained values as high 
as 1*6 and 1*7 calories at Montpellier, without allowing for atmo- 
spheric absorption ; the solar constant must be greater than this, and 
he was of opinion that it is not less than 3 calories per square centi- 
metre per minute. This estimate is now regarded as much too high, 
the most approved value being that obtained for the period 1904-9 
by C. G. Abbott,^ Director of the Astrophysical Observatory, 
Smithsonian Institution, Washington, viz. 1*925 calories per square 
centimetre per minute. 

A solar calorimeter in the form of ati approximately parabolic 
bowl-shaped reflector was used in Egypt in 1882 by Mr. J. Y. 
Buchanan. ’ A blackened silver tube containing water was fixed in 
the position of the axis of the concave reflector, and within this was 
another tube projecting about 1 6 inches from the reflector ; this was 
surrounded by a condenser, and the rate of distillation was measured. 
The result obtained on a hot calm day was only 0*89 calorie. This 
number is ii^tcresting as representing an amount of heat which is 
practically available for boiling water, but it is obviously too low for a 
theoretical result. No correction was made for the heat required to 
raise the water to the boiling-point, as the water was supplied from the 
top of the condenser which was at the boiling-point. An appreciable 
fraction of the radiation must have been lost owing to imperfect 
reflection, and this does not appear to have been allowed for. There 
was also a considerable amount of fine dust in the atmosphere, although 
the air appeared clear. 

292. Effective Temperature of the Sun.*^ — The temperature which 

* Annals of the Astrophys. Obs. of the Smithsonian Institution^ vol. iii. p. 166, 
1910 ; Nature, June 1911. 

Camb. PhiL Soc. Proc. vol. xi. part 1, p. 38, 1900 ; Nature, vol. Ixiii. 
p. 648, 1901. 

® See a pa})eT by J. H. Poyiitiiig, Phil. Trans, vol. ccii. A, p. 525, 1903. Prof. 
Poynting prefers to use the term “full radiator*’ instead of “black body,” owing 
to the incongruity in applying the latter expression to luminous bodies. 
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must be assigned to the sun in order that his total radiation should 
have its actual value, on the assumption that he radiates as a black 
body, is called the effective temperature of the sun. If we know the 
value of the solar constant 8, we can calculate his temperature. Let 
K be the radiation per square centimetre at the sun’s surface, s his 
radius, and r the distance of the earth, then the total radiation over 
the sun’s surface is 47rs^R, and this must be equal to the radiation 
47rr2S over a sphere of radius r with the sun as centre ; therefore 

K = ''!s= ^^^°/yS=46,000 S. 

Prof. Poynting considers, for a reason that will be explained presently, 
that the best of the various values given for S is 2*5 calories, as de- 
duced by Wilson and Gray from Rosetti’s calculations. This gives 

R-=4ri,000 X 0*17.5 X 107 = 0-805 x 10". 

On putting, in accordance witli Stefan’s law, 

R = <rB^ 

and adopting Kurlbaum’s value for cr, namely, 5*32 x 10 we get 

0 = 6200'’ absolute 

as a probable value for the sun’s temperature. 

Wilson compared the radiation from the sun with that from a 
black body, and assuming the same percentage absorption in the 
atmosphere, deduced as the result of his experiments, 

e = .5773'’ al>s. 

Somewhat higher values have been obtained by other observers. 
C. G. Abbott estimates the temperature at 5840'" absolute. 

Prof. Poynting calculates the temperature of a planet in tempera- 
ture equilibrium at the distance of the earth from the sun, and, 
comparing the result with the actual mean temperature of the earth, 
uses it to discriminate between the various numbers given for the solar 
constant. As, according to Langley, the moon reflects about ^ of the 
radiation received, it is not likely that the earth reflects more than iVf 
as the atmosphere increases the absorbing power. If the earth reflects 
less than this, it will not make much difference in the result of the 
calculation, as the value arrived at for the temperature depends on 
the fourth root of the absorptive power, and V0*9 0*974, which is not 

much less than unity. 

The following assumptions are made to simplify the calculation. 
The planet is supposed to be rotating about an axis perpendicular to 
the plane of its orbit. This will make the temperature of the poles 
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too low and that of the equator too high, and thus give a mean 
temperature which is a little too low, but the difference may be 
neglected for our purpose. It is also assumed that the effect of the 
atmosphere is to keep the temperature- constant day and night in any 
given latitude, which is approximately true for the earth. It is 
further assumed that no conduction of heat takes place from one 
latitude to another, and that the surface and the atmosphere over it 
at any point have one effective temperature as a full radiator. Making 

these suppositions, let us consider a band of 
the surface between latitudes A and A + d\. 
The area receiving heat from the sun at any 
instant, if projected normally to the stream 
of solar radiation, is (Fig. 188) 

2'/* cos \ . rd\ cos X - 2r^ cos^ \d\, 

where r is the radius of the planet. The 
amount of energy absorbed per second by this 
band is, if S is the solar constant, and a the 
absorptive power, 
cos**^ \d\. 

But the band all round the globe is radiating equally, so that the 
radiating area is 

2irr cos X . ril\ = 27rr^ cos Xc^X ; 

and as, on the assumption of temperature equilibrium, all the heat 
received by this area is radiated by it again, wo have, as the radiation 
per square centimetre, 

fiS . 2r- cos*'* XrfX _ «S cos X 
27rr'^ cos XrfX ”” tt 

If the effective temperature for this latitude is 0;^, then, applying 
Stefan’s law, 

^4 _ aS cos X 

7 r<r 

and the average temperature over the globe, being the same as for 
one hemisphere, is 

1 

® 2irr * J 

0 

r(«) /oSvf 

2 " m) ■ \ir<r; 

Evaluating this expression, we get 

l) =c:290” absolute. 



Fij?. 188 . 
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This is about the mean temperature of the earth’s surface, and Tempera- 
hence Prof. Poyiiting adopts the value of S which leads to this result, 
in preference to other values which give higher temperatures. It 
should be remembered, however, that we have assumed Stefan’s law 
for the earth’s radiation. We have also further assumed that the 
earth is radiating energy at the same rate as it receives it, i.e, that 
its surface is in temperature equilibrium with the sun’s radiation. 

The surface of the earth must be at a somewhat higher temperature 
than this, since it is continually receiving heat from the interior. 

Prof. Joly ^ calculates that the amount of heat coming to the surface 
is about 0 000075 of a calorie per sq. cm. per minute. 

However, if we regard the assumptions as approximately true, 
and if we suppose the planets to be in a state of similar temperature 
equilibrium, then we may calculate their mean temperatures by the 
simple formula 



where Op is the temperature of the planet, and Vp its distance from the 
sun, 00 and being corresponding quantities for the earth. For the 
temperature is proportional to the fourth root of the radiation, and 
the radiation is inversely proportional to the square of the distance 
from the sun. Prof. Poynting gives 69 ° C. as the mean temperature of 
Venus determined in this way, and the temperature of Mars as being 
near the freezing-point of mercury. The corresponding figure for 
Neptune is about 200” C, Langley calculated that the surface of 
the full moon is only a few degrees above the f! eczing-[)oint of water ; 
Poynting, however, gives a higher estimate. 


Exumple 

1. Find the temperature of equilibrium of a perfectly black disc exposed 
normally to the sun’s rays at the distance of the earth ; supposing that it has a 
non-conducting backing, so that it can radiate only. to a hemisphere of space. 

{Let and ypr, be the densities of the sun’s radiant energy at his surface and at 
the distance of the earth, r the radius of the sun, R the distance of the earth, and 
B* the elfectivo temperature of the sun, then 

For equilibrium, the disc must be emitting energy at the same rate as it receives it, 
therefore the density of the emitted energy in the immediate neighbourhood of the 
disc is (neglecting the falling-off at the edges of the disc). This shows that the 


^ Radioactivity mid Geology ^ p. Itt. 
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temperature of tlic disc does not depend 04 whether the incident radiation is directed 
or diffused. We may therefore apply Stefan's law, and jmt, if Be is the required 
temjierature, 


G, V 


7 * 

R* 


If we assume B,=6200", r -430,000 miles, R= 93,000,000 miles, this gives 

ee --.. 422^abs.=149" C. 

If we supposed tlie disc to radiate on both sides, we should have to put for 
so that the result would be divided by V2, or B,. — ST C.}] 



CHAPTER VII 

CONDUCTION 

SECTION I 

ON THE CONDUCTIVITY OF SOLIDS 

293. Preliminary Considerations. — One of the three processes by 
which heat is transferred from one body to another, or from one part 
of a body to another, is termed conduction ; the other two have been 
considered already, and are known as convection and radiation. In 
the case of radiation the propagation takes place with the velocity 
of light, and, except in the case of absorbing media, when radiant 
energy is transmitted through any body, it leaves the intermediate 
parts apparently unaffected. 

The propagation of heat by conduction, on the other hand, is 
comparatively a very slow process, and the heat, in travelling through 
a body by this method, increases the temperature of the intermediate 
parts, and remains partly lodged in them, at least until a stationary 
condition is attained. When one end of a metal rod is placed in a 
lamp-flame, a gradual rise of temperature is noticed along the bar, 
the parts nearest the flame being Avarmer than those more remote. 
For some time the temperature at each point of the bar gradually 
increases, but ultimately a stationary condition is reached, and the 
temperature at each point remains permanently the same. In this 
stationary state, however, there is still a flow of heat along the rod, 
and the temperature has become steady, merely because the heat is 
radiated from the surface of the rod as fast as it is supplied at the end. 

The process of conduction is usually regarded as essentially different 
from that of radiation, and it is sometimes described as the passage of 
heat from one body to another, or from one part of a body to another, 
“by contact,” so that the heat passes from one layer to another while 
the matter remains at rest. This mode of passage might be intelligible 
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if heat were regarded as a fluid, but from any other point of view it 
is without meaning. In the process of radiation heat is propagated 
as a free-wave motion in the ether, but in the process of conduction 
the action of the matter through which the heat travels becomes of 
prime importance. Each molecule as it becomes heated may affect 
those around it, either by direct radiation or by forcing into vibra- 
tion those with which it may come into contact. On consideration, 
therefore, it will appear that no entirely new process is essentially 
involved in the conduction of heat, but that all equalisation of tem- 
perature may be effected either by convection or by a process of 
intermolecular radiation and absorption. 

Let us return to the molecular theory, and assimilate the molecules 
of a body to tuning-forks, or other vibrating systems, each having one 
or more definite periods of vibration, and, bearing in mind what has 
been already stated in Art. 250, lot us consider the propagation of 
heat along a bar heated at one end. For greater clearness let us 
suppose that the end of the bar is heated by being placed very close 
to a hot radiating surface, such as a white hot metal ball, and let the 
molecules of the bar be supposed free to vibrate independently — 
that is, spaced in the ether so that they may vibrate freely. The 
ball is then to be regarded merely as a source of waves in the ether, 
which, when emitted, fall upon the end of the bar. These waves are 
at first chiefly used ujj in sotting in vibration a thin layer of molecules 
at the end of the bar. This layer (which we may say is a few millions 
of molecules deep) absorbs the waves at first almost completely, and 
protects those behind from disturbance. Very soon, however, the 
front molecules are sot in active vibration, and become sources of 
disturbance themselves, radiating waves in the ether, so that new 
molecules in the rear begin to be set in motion, and the disturbance 
is thus gradually propagated along the bar by a process of absorption 
and subsequent radiation (by the molecules) of the waves from the 
source of heat.^ 

So far we have no contact considerations whatever, the whole 
process is simply the propagation of wave motion through an absorb- 
ing system. Of course the molecules may be in contact, at least 
some of them may, and jangling may take place, so that when one 
molecule is disturbed it forces the vibrations of others close to it. 
The supposition of actual contact is, however, not absolutely necessary 
to the intelligible explanation of the phenomenon, as will perhaps be 
more clear from the following illustration. 

Let us suppose that a vast number of boats are moored in a 
' See Art. 304 for Driide’s theory of heat conduction. 
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large harbour, and let each boat floating on the water correspond to 
a molecule of matter in the ether. Now let a storm arise at some 
distance out at sea, and let the waves travelling to shore approach 
the harbour, and be of such a period that the boats absorb them and 
are thus sot vibrating. The first waves which arrive will be almost 
entirely absorbed by the front row of boats, so that those nearer land 
are quite protected from disturbance. After a little, however, the 
front ranks are in violent oscillation, and cease to absorb any sensible 
fraction of the waves which fall upon them ; or, regarded from the 
other point of view, they radiate as much as they absorb. The 
waves are now able to penetrate farther, and gradually reach the 
boats in the rear, so that the disturbance is thus gradually conducted 
through the whole system. 

The propagation of a disturbance in this manner would be expected 
to be a fairly slow process, such as we actually observe in nature, 
the rate of propagation being determined by the rate at which the 
waves are absorbed by the molecules and by the molecular capacities 
— that is, by the whole period of absorption of any molecule, or 
the interval of time between the commencement of absorption by a 
molecule, and the stage at which it radiates as much as it absorbs. 
This interval will, of course, depend on the nature of the molecules, 
and the conductivity may be expected to vary considerably in different 
substances.^ The simplest experiments show us that different bodies 
vary enormously in conducting powers. For example, a silver spoon 
placed in a cup of hot tea soon becomes heated throughout its length, 
while a glass rod placed in the same cup will scarcely ever show any 
perceptible increase of temperature at its farther end ; but although 
we have substances like glass which are bad conductors of heat, yet 
we have no non-conductors of heat as we have non-conductors of 
electricity. This is a serious disadvantage, and is much felt in almost 
every department of practical life. 

Comparison of Conductivities 

294. Ingen-Hausz’s Experiment. — One of the earliest methods of 
comparing the conductivities of different bodies for heat was suggested 
by Franklin, and the comparison was carried out by Ingen-Hausz.- 

^ Pictet supposed that heat ascends in a solid more rapidly than it descends, but 
the observations which led him to this opinion were probably influenced in a con- 
siderable degree by upward air currents. For even in the so-called vacuum of an 
air-pump sufficient air remains to explain his experiments. Ascending currents are 
produced in the neighbourhood of the hot body, and for this reason cold air con- 
tinually approaches its lower parts, so that the heat is. carried upwards. 

^ Ingen-Hausz (Jean): ‘*Sur les metaux coinme conducteurs de la chaleur,’* 
Journ, de Phys, tom. xxxiv. pp. 68, 380 ; 1789. 
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Bars of the various substances were prepared and coated with bees< 
wax. Their ends were then immersed in a bath A of hot oil 
(Fig. 189), and after standing some time it was observed that the 
wax was melted off the different bars to different lengths. On some 
of the bars the wax is melted off more rapidly, and on some to 
greater distances, than on others, but it does not hold that those 

from which the wax is melted most 
rapidly at first are those from which 
it will be furthest melted on prolonged 
immersion. If all the bars had the 
same conducting power — that is, allowed 
the same flow of heat per unit time — 
then when the wax is molting the 
temperature at any point of the bar 
KiK.i8».-in«en.Hau./v. Experiment, be less the greater the specific 

heat, so that on those of the lowest 
specific heat the wax will melt most rapidly ; but on prolonged im- 
mersion the temperature of the bar reaches a permanent state, and all 
the heat which enters it by conduction leaves it by radiation. 

It has been demonstrated by Professor Tyndall that the tempera- 
ture wave travels faster in bismuth than in iron, though the conductivity 
of bismuth is much loss than that of iron. The specific heat becomes 
of no account when the stationary state is attained, and the length 
of wax melted will be^ greater as the conductivity is greater. The 
length melted off when the permanent state is arrived at will not, 
however, be in the simple ratio of the conductivities, but if the bars 
have the same cross-section and the same coefficients of emission, we 
shall show further on that the conductivities k and k' of any two on 
which the lengths ultimately melted off are / and T are related by the 
equation 

k 

To secure the same coefficient of emission the bars may be electro- 
plated and polished. The rate of melting of the wax on any bar 
measures the rate at which a wave of temperature travels along it, 
but this is not the conductivity. The relative conductivities are 
determined alone from the lengths melted off when the permanent 
stage is arrived at. 

Another form of the experiment consists in attaching small pellets 
to the lower sides of the bars by means of wax. The temperature at 
which the wax is sufficiently softened to allow the pellets to fall off 
travels along the bars at different rates, but if the balls be equally 
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spaced tBe conductivities will be as the squares of the numbers of balls 
melted off when the permanent state is attained. 

Eectilinear Flow of Heat — Conduction through an 
Infinite Wall 

295. Precise Definition of Conductivity. — The first to give a 
thoroughly scientific definition of conducting power was Fourier, who, 
in his Th^orie analytique de la chaleur (1S22\ treated the subject of the 
propagation of heat with a power and completeness which left little 
room for extension or improvement, and suggested or rendered possible 
almost all later developments.^ 

In order to obtain an exact notion of conduction, let us consider 
the case of a plane lamina or wall, with parallel faces, one of which is 
kept at a fixed temperature 0^y while the other is maintained at 0,^, 
Here there will be established a permanent state and a uniform flow 
of heat from the hotter to the colder face, and the temperature may 
be tfiken to fall uniformly from at one face to 0^ at the other, if 
the wall be throughout of the same material, and if the conducting 
power does not depend on the temperature. Hence, if we consider 
any plane drawn in the wall parallel to the faces, it is clear that th*e 
same quantity of heat will pass across every such plane per second 
when the permanent state is established. 

In estimating this quantity of heat the first principle that we 
make use of is, that the quantity of heat which flows through such a 
wall is directly proportional to the difference of temperature (0^ - ft,) 
of its faces. This we may regard as established by experiment. 
From this it will follow that for walls of the same substance and of 
different thicknesses, whose faces have the same temperature difference 
(^1 ~ ^ 2 )* inverse ratio of the thickness. For 

since the difference of temperature between the faces is the same for 
all the walls, then the fall per unit thickness is invci sely as the thick- 
ness, and consequently the flow through a plate of unit thickness 
of any wall, which is the same as the flow through the wall, will 
be inversely as the thickness of the wall. Further, the quantity of 
heat which flows through an area A of such a wall in a time t will 
bo proportional to A and also to t. We consequently have for the 
quantity which flows through a plate of area A and thickness e in 
a time t — 

^ With respect to Fourier’s work, Professor Tait says : “ Its exquisitely original 
methods have been the source of inspiration of some of the greatest mathematicians ; 
and the mere application of one of its simplest portions to the conduction of 
electricity has made the name of Ohm famous.'* 
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The coefficient K is a quantity depending on the nature of the sub- 
stance, and is called the cond'tictivity of the substance. Taking the 
case of a wall of unit thickness, with unit difference of temperature 
between its faces, we find that the conductivity K is numerically equal 
to the quantity of heat which flows per unit time through unit area of a plate 
of unit thickness^ having unit difference of temperature between its faces. 

If we suppose the lamina to have an infinitely small thickness dx 
and an infinitely small temperature difference dO between its faces, 
the quantity of heat which Hows through it in a small time dt will be 


^,J-{e+de) 


The quantity dOjdx is the gradient of temqyerature at any point — that is, 
the change of temperature per unit thickness- and the above expres- 
sion for Q, which is of fundamental importance in the theory of 




conduction, expresses that the flow through unit area per unit time 
is equal to the conductivity K multiplied by the temperature gradient. 

We have so far considered the substance homogeneous — that is, 
that each layer of the wall possesses the same conducting power, so 
that the temperature falls uniformly from one face to the other, and 
the temperature gradient is uniform. The curve representing the 
relation between the temperature 6 at any point and the distance x of 
the point from one face will therefore be a right line (Fig. 190) — 

The constants a and b are easily determined, for when a; = 0 we have 
0 = ^ 1 , therefore a= 0^; and when x = e we have 0 = therefore 
^2 = ^1 + or b = ($2 - The temperature at any point of the 

wall is consequently 
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If, however, the various layers of the wall have different conductivities 
the temperature gradient will not be uniform, and the relation between 
B and x will not be linear. When the conductivity is good the slope 
of temperature will be small, but the reverse will hold when the con- 
ductivity is bad. Pig. 191 would represent the temperature curve for 
a wall in which the conductivity gradually improved from the face B^ 
to the face Something like this may actually hold in nature, for 
the quantity K, instead of being a constant for a given kind of matter, 
will in general depend upon its physical state as regards temperature 
and pressure. We know that electrical conductivity diminishes as the 
temperature rises, and the evidence as to thermal conductivity points 
in the same direction. In general, those substances which are the 
best conductors of electricity are also the best conductors of heat, and 
anything which affects one may also influence the other. In the case 
of the wall considered above, the temperatures of the layers near the 
face are higher than those near the face B ^ ; consequently, if the 
conductivity at high is less than at low temperatures, the slope of 
temperature will be steeper near the face B^ than near the face ft,. 

In all such cases, however, when the steady state is established, 
the quantity of heat which passes each layer is the same, and we 
have therefore 

constant. 

Hence if K be given as a function of x and ft the above differential 
equation determines the form of the temperature curve and the gradient 
at each point of the wall. 

Ex. 1. If K varies as ft then — 

6 '^=a^-\ ft 

and the temperature curve is consequently a parabola. 

Ex. 2. If K varies inversely as x, we have 

and the temperature curve is again a parabola. 

Ex. 3. If K is proportional to a?, we have 

= a « log jK + ft 

or 

B 

. a, 

a5=A« 

and the temperature curve is consequently logarithmic. 

296 . Steady Flow of Heat through a Long Bar. — Let us now 
consider the case of a long bar heated steadily at one end. For some 
time after the first application of heat at the end the temperature at 
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each point of the bar will gradually rise, but ultimately each point 
will acquire a stationary temperature and a steady flow will take place 
along the bar. Theoretically it would require an infinite time to reach 
this steady state, but it is practically attained in a comparatively short 
time, depending on the nature of the bar. Supposing this stage to 
have been attained, let 0 be the temperature of the surface at a dis- 
tance X from the hot end, measured along the axis of. the bar. Then 
if we suppose the temperature gradient to be uniform over the cross- 
section A of the bar at this point, or if its mean value over the section 
bo dOjdXy the flow of heat per unit time across this section will be 


But the temperature at an adjacent point, jr + will be 6^ 4- 
since ddjdx is the rate at which the temperature rises along the bar, 
and this multiplied by Sx will be the rise of temperature in passing 
from the point a; to 2 ; + 8a;, if be taken so small that the temperature 
gradient is sensibly constant between the two points. Hence the flow 
of heat across the section at the point x 4 Sx will be 



and consequently the excess of what flows in at one face of the element 
over what flows out at the other will be 




Now, in the steady state this excess must be entirely radiated 
from the surface of the element, and denoting the perimeter of the bar 
by the area of this surface is pSXy so that if 6 be measured from the 
temperature of the surrounding medium — that is, if 6 is the excess of 
the temperature of the surface of the element over that of the sur- 
rounding medium, the heat radiated by the element will be E^^8a;, 
assuming Newton’s law, where E is the surface emissivity of the bar. 
Hence in the steady state we have ^ , 


^ This equation may also be written in the form 

dd 

where - dBjdt is what Forbes termed the statical rate of cooling — that is, the rate at 
which the element would cool if isolated from the rest of the bar, and k^KJe^ where 
c is the thermal capacity of the substance per unit volume. For if we consider the 
element isolated and to lose heat by its surface pdx only, then the rate of loss is, by 
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^ 2/3 

KA^=^pe. 


or 




where for brevity we have written 


It may be easily verified by substitution that the solution of this 
equation is 

whore M and N are constants to be determined by the conditions of 
the problem. 

Cor. Ligeri-Hausz's ExperimenL — In this case the wax is melted off 
a bar to a distance /, and the temperature here is the melting-point 
of the wax. We also sujjpose that the bars are very long, so that 
their extremities are at the temperature of the surrounding medium ; 
in this case we have the excess ^ 0, when a; = qo , therefore 

0 = { Nc 

consequently 

M=0. 

Hut when a; = 0 the excess of temperature is that of the source 6^^, 
therefore 

^o-N, 

and therefore we have in general for the excess of temperature 9, at 
any distance x. 

Now if on any bar a length \ of the wax is melted off, we have 

where 0^ is the melting-point of the wax, measured from the tempera- 
ture of the surrounding medium, and hence 


Newton s law, ISipddx, but this must be counterbalanced by a fall of temperature, so 
that if the rate of fall of temperature of the element be - dd/dt we have 


so that 


, d0 

P4)65x = - cAdx-^^2 , 




d0 

^dt' 


therefore, etc, — See further, Phil. Motg.^ March 1879, pp. 198, 251, Dr. O. J, Lodge. 

2 R 
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Now for all the bars 6^ and 0^ are the same, therefore if the wax is 
melted olF to distances /j, /gi ^3> have 

//j/j — • • • constaiit. 

For any two bars we have consequently 

k~l^i 

or 

/./ K2A2 * K/aV 

Hence if the bars have the same cross-section, perimeter, and coeffi- 
cient of emission, we shall have 


or* 




Ki_^ 


K3_ 




.5= etc. 


297. Comparison of Conductivities by Means of Three Tempera- 
tures at Equal Distances. — Ijet the temperatures of the bar (Fig. 192) 
at distances a;, a; + a, a: + 2a, be 6^2> ^3> then we have 

+ ft, suppose. 

0., T= ^ ^ . 2^a 


Eliminating a and h from these equations we have 


e, e,, 
1 
1 


g fia ^ .2#ia 


“^0, 


or 


- C-M«) - ^2( «*'*'*“ - = 0. 

Dividing by we have 

^i-^2(«'*‘" + + ^3=0, 


that is 


Denoting 


or 


0, H- 


4-1=0. 

^2 

by 2?t we have the quadratic 


c‘^a*»-2/w'*“4-1 = 0, 


the positive sign being taken with the radical, because in the experi- 
ment of Art. 298, 0^ + 6^ is greater than 29^, and n is greater than 
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unity, therefore \/n^-l is less than unity. But is greater 
than unity, hence we have finally 

/ia = log {n + ,Ju^ - i ), 

and for two bars of the same perimeter, section, and coefficient of 
emission we have; taking a the same in both — 

/k, log 1 ) 

V Ky • Ml log I- 1 ) 

Hence,^ by reading the temperatures of three thermometers placed at 



equal distances from each other in bars of various substances, their 
conductivities may be compared — that is, the specific or relative 
conductivity of any bar may be obtained, but the absolute conductivity 
as defined in Art. 295 remains still unknown. 

298. Despretz’s Experiments. — The principles of the foregoing 
article were made use of by Despretz - in a series of experiments on 
the relative conductivities of bars of various metals. The bar under 
experiment was heated at one end by a steady lamp, and the tempera- 
tures at various points of the bar were determined by means of 
thermometers which were inserted in small holes sunk into the axis 
of the bar (Fig. 192). The thermometers are brought into intimate 
contact with the bar by having their bulbs surrounded by a little 

^ This cquuiion suggests a method of comparing the emissivities of the surface 
of a bar when coated wdth different substances, or when in difFerent states of polish. 
For when Ui and n.^ are determined for the same bar in two different surface con- 
ditions, we know the ratio of Mi to M< 2 ^t]iat is, of Ej to Eg. 

Despretz, Ann, de Chiinic ct dc Physique^ 2« ser., tom. xix. j». 97, 1822 ; and 
tom. xxxvi. p. 422, 1827. 



612 


THEORY OF HEAT 


OHAP. VII 


mercury, or in the case of high temperatures by a fusible alloy, placed 
in the holes into which they are inserted. By this means the tempera- 
ture curve along the entire length of the bar can be plotted, and this 
curve, if the principles assumed in Art. 296 are accurately fulfilled, 
should be logarithmic. The conditions assumed in the theory are,' 
however, only approximately fulfilled in practice, and the curve is 
found on trial to be only approximately logarithmic. The logarithmic 
curve between any two points is found to lie above the experimental 
curve, so that the latter has a greater sag towards the bar than the 
former. 

In order to compare the conductivities of two bars by the method 
of the foregoing article it is necessary that they should have the same 
surface emissivity, and this may be secured, at least approximately, 
hy coating them with lamp-black, or a black varnish, or by electro- 
plating, or more simply by covering them with white paper pasted on. 
If, in addition, the cross-sections and perimeters of the bars under 
comparison be the same, the conductivities of any pair are compared 
by the formula 

/Ki log (wg-J- Vm./ - 1) 

\ Km log (Mj I - 1 )* 

where, if 0-^, temperature excesses registered by three 

equidistant thermometers, then 2n = + 0.^)1 Despretz verified the 

theoretic deduction of the foregoing article, viz. that the temperature 
excesses of a series of equidistant thermometers along the same bar 
were related, by the equations 

01 -i- 011 0‘t + 0^ 0‘1 4* ^5 . 

Objections have been raised to this method of experiment on the 
ground that the thermometer holes sunk in the bar introduce a dis- 
continuity into the material, which alters both the distribution of 
temperature and the flow of heat. The error introduced in this 
manner will, however, be inappreciable if the widths of the cavities 
be fairly small compared with the diameter of the bar. For example, 
a cavity 2 mm. wide cannot produce any sensible effect on the flow of 
heat through a bar from 1 to 2 centimetres thick, especially when the 
cavities are filled up with a fluid metal. 

In order to secure the same surface emissivity Despretz coated the 
bars with lamp-black, but this so increased the emissivity that the 
temx:>erature fell very rapidly along the bar, and in many cases it 
became very difficult to observe the difference of temperature between 
two thermometers even at a short distance from the heated end. 
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Any want of homogeneity in the bars will also introduce con- 
siderable difficulty and uncertainty into such experiments as these, 
and perfectly homogeneous bars, free from all impurities, are perhaps 
not to bo obtained. For such reasons, therefore, differences are to 
be expected- between the results obtained by different observers from 
experiments made on different specimens of the same substance, and 
discrepancies of a more or less serious aspect are not surprising. In 
ordinary laboratory experiments it is better to use short bars, and 
for accurate determinations bars artificially cooled at the end. 

299. Experiments of Wiedemann and Franz. — In order to ex- 
amine the accuracy of the results obtained by Despretz a new series 
of experiments was undertaken by Wiedemann and Franz.* The 
principle of the method adopted was the same as that of Despretz, 
but the apparatus employed difiered in some importfint respects. The 
bars employed were about half a metre long and 6 mm. in diameter, and 
in order to secure the same surface emissivity they were electroplated. 

The bar under examination was fixed horizontally in the centre 
of a glass vessel (Fig. 193) which was air-tight, and could be exhausted 



so that experiments could bo made in a vacuum as well as in air. This 
vessel was immersed in a water-bath, the temperature of which could 
be determined and kept constant. The end of the bar was heated by 
a current of steam, and its temperature was thus kept approximately 
at 100*^ C. The temperatures at various points along the bar were 
determined by moans of a thermopile, the leading wires of which 
passed through a glass tube which could be protruded into the interior 
of the inner vessel at will, so that the pile could slide along the bar 
and register the temperature at its various i^oints. The pile was 
graduated by direct experiments made by heating, within the ajjparatus 
itself, a hollow tube of steel filled with mercury and containing a 
^ Wiedemann and Franz, Ann, de Cfhimie, 3° ser., tom. xli. p. 107, 1854. 
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thermometer.^ The results of these experiments are contained in the 
following table : — 


Relative Conductivities 




1 

i 

In Air. 

In Vucnnin 

Silver 


, 1 

100 

100 

Copper 


1 

73-6 

74-8 

Gold. 



.53*2 

54-8 

Brass 



f23-l 

\24-l 

r25-o 

\24-0 

Tin . 



14 -.5 

15-4 

Iron . 


• j 

11-9 

10-1 

Steel 


1 

• 1 

11*6 i 

10-3 

Lead 



8h 

7*9 

Platinum . 



6*3 

7-3 

Rose’s alloy 


. ! 

2*8 

2*8 

Bismuth . 


. 1 

1*8 

1 


300. On the Experimental Determination of Absolute Con- 
ductivities. — The definition of conductivity stated in Art. 295 sug- 
gests at once a method of estimating it in absolute measure, for if the 
two faces of a plate of known thickness and area be maintained at 
fixed temperatures, and if the difference of these be accurately known, 
as well as the quantity of heat which flows through the plate per second, 
then all the quantities necessary for the estimation of K will bo known. 
Thus, if steam be blown against one face of the j^late, and if melting 
ice or water be placed'^in cgntact with the other, the flow of heat may 
be ascertained by the amount of steam condensed on one side, or by 
the amount of ice melted on the other, or by the change of temperature 
of the water. 

A great difficulty attending this method arises, however, in the 
determination of the exact temperatures of the faces of the plate, for 
the hot face is certainly colder than the vapour, and the cold face is 
undoubtedly warmer than the water or ice in contact with it. The 
difference of temperature between the faces of the plate will therefore 
be much less than the difference of temperature between the steam on 
one side and the water on the other. To proceed on the supposition 
that the hot face is at the temperature of the steam, or very approxi- 

^ Langberg (Pogy, Ann,, B. Ixxxix. p. 1, Sept. 1853) introduced the method of 
thermo-electric couples instead of tlio thermometers used by Despretz. The junction 
was applied against the bar. Wiedemann and Franz employed the same method, but 
adopted many precautions neglected by Langberg. The principal objection to Lang- 
berg’s work is the neglect of making the same closeness of contact with the couple 
in all cases, and in emt)loying wires instead of bars the errors due to air-currents and 
accidental causes wore greatly magnitied. The possibilit}' of a definite difference of 
temperature between the bar and the junction is a serious objection raised by Verdet. 
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mately so, and that the cold face is also very nearly at the temperature 
of the melting ice or water, is to assume conditions which are very far 
from the truth. This is shown clearly by the results obtained in this 
manner by Clement and Pdclet.^ The number obtained by the former 
for the conductivity of copper being about 200 times too small, and 
that of the latter 6 times too small.^ This means that, if the other 
quantities be supposed to have been correctly observed, the difference 
of temperature between the faces of the plate was with the former 
200 times and with the latter 6 times less than was supposed. 

The change of temperature in passing through a thin film of water 
in contact with the plate may, in such an experiment, bo much greater 
than the whole diflerence between the faces of the plate, so that 
although the face of the plate is essentially at the same temperature 
as the surface of the adjacent film, yet it may differ largely from 
the temperature registered by any ordinary thermometer {)laced close 
to it, nor does it seem likely that the difficulty could bo quite got rid 
of by taking the temperature of the face by means of thermo-electric 
junctions. P^clet seems to have been alive to this source of error in 
Clement’s experiments, for he vastly improved his apparatus by placing 
a special stirrer in the water so that fresh layers were constantly 
brought into contact with the face of the metal plate ; but even this 
only partially removed the error, for the surface film adheres to the 
plate, and no process of stirring would remove it with sufficient 
rapidity to keep the face of the plate at anything like the mean 
temperature of the liquid. 

The only hopeful method then is to take temperatures in the 
metal itself and not outside it. Thus, if the plane faces of the plate 
be supposed vertical, then small vortical holes should be drilled in the 
plate, one near each face, and the temperatures of the metal at these 
points may be taken either by small thermometers placed in the holes 
or by some thermo-electric method. By this means the temperatures 
of the two faces of a layer of known thickness of the plate are known, 
and all the quantities required for the determination of K may be 
obtained with tolerable accuracy. This amounts practically to what 
we shall describe as the guard-ring method. 

Another method was devised by Forbes in 1850, and although it 
is very simple in principle, yet it is exceedingly tedious and laborious 
in practice. The object of the method is to determine K by estimating 
the quantity of heat that flows through any section of a bar, heated at 
one end, as in the experiments of Despretz. When the stationary 

’ Peclet, Ann, de Chimie et de Physiquef 3®ser., tom. ii. p. 107, 1841. 

** See Art. “Heat,’* Ency, Brit, (Lord Kelvin). 
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Stage is attained, the whole heat that crosses any section of the bar is 
radiated from the surface between the section and the cool end of the bar. 
If, therefore, the temperatures be known at all points along the bar, 
and if the emissivity of the surface be also determined for all tempera- 
tures by separate observations on a similar bar, or on part of the 
same bar, then the whole quantity of heat radiated per second by the 
surface between any cross-section and the cold end can be calculated. 
This with the temperature gradient at the section in question gives 
the conductivity. The temperature gradient is found from the tem- 
perature curve, being the trigonometrical tangent of the angle which 
the tangent line at the corresponding point of the curve makes with 
the axis of x. Hence when the temperature curve is plotted, we can 
find the temperature gradient at any point of the bar. 

A third method has also been devised and employed with success. 
This method was introduced by Angstrom and depends on the observa- 
tion of the periodic fiow of heat in a bar alternately heated and cooled 
at one end or at some point of its length. We shall consider this 
method fully later on ; at present we shall describe the experiments 
of Forbes, as they were the first to yield trustworthy results. 

SOI, Forbes’s Method. — As already mentioned, the experimental 
method of Forbes ^ consists essentially of two distinct observations — 
one, the determination of the temperature curve, and thence the 
estimation of the temperature gradient at all points along a bar heated 
steadily at one end, and the other the determination of the rate of 
cooling of a similar bar uniformly heated, and then left to cool in the 
open air under the same conditions as the first bar. The first was 
termed by Forbes the statical^ and the second the dynamical^ or cooling, 
experiment. In the former the observations are made on a bar when 
the steady state has been acquired, and it is steady temperatures that 
are taken, whereas in the latter the observations are made on the rate 
of cooling of a bar, and the temperatures registered are those of a 
cooling body. The two bars may therefore be referred to, for brevity, 
as the statical and dynamical bars respectively. 

The Statical Experiment , — In this experiment a bar of wrought iron 
8 feet long and inch square section was used. One end was heated 
by being fixed into a cast-iron crucible, which was finely adjusted to it, 
and contained molten lead or solder. This was kept in the fluid state 
and at as uniform a temperature as possible by means of a powerful 

^ Forbos, James D., Phil, Trans, Roy, Hoc, Edinburgh, vol. xxiii. p. 133, 
April 186*2. The experiments described in this paper were made ten years previous 
to its publication, and a brief account of them was communicated to the British 
Association at Belfast in 1862. 
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gas furnace. By adjusting the gas-flame, and by placing pieces of the 
solid metal in the fluid, the temperature of the heated end could be 
regulated with considerable exactness, and kept constantly at the melt- 
ing point of lead or solder. This, however, was a very laborious pro- 
cess, as the experiment lasted from six to eight or even ten hours. 
The iron bar was so long that the temperature of the farther end was 
not sensibly raised during the experiment, and it was employed in two 
surface conditions — one in which the surface was bright, and the other 
in which it was covered with thin white paper,' applied with the least 
possible quantity of paste, so that the conductivity of the same bar 
might be determined when the surface emissivity was greatly changed 
(in the ratio 1 : 8, according to Leslie). 

The temperature curve was determined by means of ten ther- 
mometers placed in small holes (0*28 inch diameter) drilled in the 
bar. The holes in the colder part of the bar were filled with mercury, 
while those near the hot end were filled with a fusible metal in a 
semi-fiuid state, as it was found that when mercury was used in the 
warmer holes the surface became hotter, by convection, than the 
central part of the hole, contrary to the law of distribution of heat in 
a solid bar, and consequently an undue (though perhaps hardly sen- 
sible) amount of heat was thereby dissipated. It was also ascertained 
by direct experiment that the boring of several additional holes 
between the extreme holes did not sensibly disturb the fiow of heat 
when the intermediate holes had thermometers surrounded by mercury 
inserted in them. 

The temperature curve must be determined by readings of all the 
thermometers in the steady state, and this is extremely difficult to 
secure in practice, for the instant has to be seized when the casual 
fluctuations become inappreciable simultaneously on all the ther- 
mometers, and although the source of heat may appear quite steady 
for a time, yet the temperature wave arising from some antecedent 
irregularity may still be travelling along some more remote portion of 
the bar. Experience, and the patient entry of a number of successive 
observations of all the thermometers, can alone secure the desired 
precision.^ 

^ The paper might also be used to render the surfaces of dilfereut bars alike, 
and for this purpose it would no doubt be much better than a black varnish, the 
difficulties arising from the use of which have been already noticed as a source of 
considerable trouble to Despretz. 

One good thermometer might be used to take all the readings by the stepping 
tnethodf and the necessity of having a large number of accurate thermometers may 
be thus avoided. For if a single accurate thermometer be possessed, it may be 
placed at first in the hottest hole, and then in the others successively, after being 
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The Dynamical Exjyeriment , — The dynamical or cooling experiment 
was made on an iron bar in all respects similar to that employed in the 
statical experiment, except that it was only about 20 inches long. A 
small hole was bored at the centre of one side (Fig. 194) in which a 
thermometer could be placed with an amalgam round it as in the 
previous experiment. At first a high uniform temperature was com- 
municated to this bar by immersing it in a cylindrical vessel containing 
a heated fusible metal (4 parts lead + 3 tin + 3 bismuth). The bar 
was first wrapped in several folds of paper to prevent any sudden chill 

of the fluid metal on its first immersion, 
and it was completely immersed and with- 
drawn a few times, each end being alternately 
lowest, so as to equalise its temperature 
as much as possible throughout. When 
thoroughly heated it was withdrawn, and 
the paper cover was rapidly cut off. The 
naked bar was then placed horizontally on 
two blunt-edged props, so as to cool under the same circumstances as 
the statical bar. Mercury, previously heated, was placed in the hole, 
or holes (there were usually two or three near the centre of the bar), 
and thermometers wore inserted. The temperatures wore then read 
off from minute to minute, and the rate of cooling determined, the 
object of the experiment being to determine the rate at which any 
element of surface of the statical bar loses heat, ascertained in terms 
of the temperature registered by a thermometer sunk in the bar at 
that point. ^ 

Calculatian of the Flux of Heat , — From the results of these two 

■ 

allowed to cool, until it has very approximately attained the temperatures of the 
thermometers in the other holes in succession. All the readings may be thus made 
with one good thermometer. 

It is also worthy of note that the form of the temperature curve may be sensibly 
influenced by convection currents. 

^ At temperatures approaching 200® C. a difflculty arose which could not be 
completely overcome. When a bar has been heated uniformly the distribution of 
heat over any cross-.scction is not the same as when the bar in the statical experi- 
ment has attained the permanent state, nor is it the same as wlien the bar under 
experiment has cooled to a certain extent. In fact, it has been shown by Fourier 
that in the early stages of cooling of a body which has been uniformly heated, the 
expression for the temperature at any point includes certain circular functions 
which, in the case of good conductors, rapidly become evanescent. Such oscillations 
of temperature alfect the rate of cooling, and are perceptible in the higher part of 
the scale, their general tendency being to make the rate of cooling of a thermometer 
sunk in the axis of the bar at first too small, for the bar is at first only superficially 
cooled. Thc.se irregularities at temperatures approaching 200® C. are mentibned^by 
Forbes as the greatest difficulty met with in the inquiry. 



Fig. 




ART. 301 


ON THE CONDUCTIVITY OF SOLIDS 


619 


experiments the flow of heat across any* section of the statical bar 
may be evaluated in the steady state. The temperature curve being 
plotted, tangents were drawn at its various points, and the ordinates 
MP (Fig. 195) and subtaiigents MN measured. The ratio of these 
gave the value of dOjdx^ the temperature gradient at each point along 
the bar. The results derived from the dynamical experiment were also 
represented graphically, the temperatures being taken as ordinates, and 
the corresponding times as the abscissae of a curve. Tangents were 
drawn to this curve, and the corresponding subtangents measured. 
The ratio of these at any point of the curve gave the rate of cooling 
- ddjdt at the corresponding temperature. These rates having been 
tabulated, another curve was constructed, having the rates of cooling 
for ordinates, and the corresponding lengths along the statical bar for 
abscissae. The ordinate of this curve (Fig. 196) being - ddjdt, it follows 



O M N O M 

V\ii, 195. FiK. 196. 


that the element of area between two very close ordinates at a distance 
dx will be proportional to the quantity of heat radiated by the element 
per second, and hence the. area of this curve between the ordinate 
corresponding to the point x and infinity (the cold erfd of the bar) 
represents the total loss of heat from the surface of the bar beyond the 
section ; or, in other words, the flow of heat across this section. This 
curve is approximately logarithmic, and the area between any two 
ordinates can be calculated with sufficient exactness, or it can bo found 
by means of a planimeter. 

If we integrate the equation given in the footnote, p. 608, with 
respect to x, from a; to oo , we get 


do MP 

and as (Fig. 195), and the integral is given by the area 

of the curve (Fig. 196) from a; to go , by substituting the computed 
values of these quantities, we obtain k, and hence K. 

The following table contains the results of the experiments : — 
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Tait’s ex- 
periments. 


Conductivity of Wrought Iron (1J-inch Bar) 

I Temperature . | 0“ 25" 50" 75" 100" 125" 150" 175" 200" 

! Conductivity . j 12*36 11*80 11*15 10*59 9*94 9*38 8*73 8*18 7*62 

(Coiitimetre, Minute, 
i and CentiKiado 
I DfiKreo Units.) 

The great merit of Forbeses method is that it seeks to determine 
the conductivity directly in terms of its definition instead of through 
a solution of Fourier’s equation, which is founded on the hypothesis 
of constant conductivity, and on Newton’s law of cooling. The ex- 
periments have been repeated by Professor Tait,^ with Forbes’s iron 
bar, and they were also extended to other metals with the object of 
testing in what manner the thermal conductivity varied with tempera- 
ture, and to determine if the variations of thermal and electrical 
conductivity followed the same laws. For this purpose copper and 
load were chosen, because they can be obtained pure and are not 
excessively expensive. Two specimens of copper were used — one 
(Crown) of the highest, and the other (C.) of the lowest electrical 
conductivity. An alloy (German silver) was also examined because 
the electrical conductivity of this substance varies little with 
temperature. 

In such an investigation as this a considerable range of temperature 
is essential, and at high temperatures the experimental difficulties 
become enormously increased. The end of the bar was kept at a high 
uniform temperature, not by Forbes’s method of melting solder which 
requires constant watching, but by a special gas-burner, furnished 
with a regulator devised by Dr. Crum* Brown, which supplied the 
gas to the burner at a constant pressure. In practice the work- 
ing of this arrangement was found to be almost perfect. Another 
difficulty arose in the displacement of the zero on the thermo- 
meters when exposed to high temperatures, and an uncertainty 
always attends the correction to be applied, on account of the 
portion of mercury which occupies the stem not being at the same 
temperature as that in the bulb. In the case of copper, and even 
with German silver, a further difficulty arose at high temperatures in 
the oxidation of the surface. The coating of oxide promotes radiation, 
and at different temperatures the surface becomes oxidised to different 
degrees, so that each set of experiments with the short bar can be 
strictly compared only with one part of the long bar. The heating of 
the short bar for the dynamical experiment was effected by placing 
^ Tait, Tram. Hoy. Soc. Edin,, vol. xxviii. p. 717, 1879. 
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it over a row of gas-jets while it was rotated round its axis, so as to 
become uniformly heated on all sides. Other methods, such as a hot 
air bath, were tried and abandoned, and it was found that in heating 
the bar it was more important to avoid oxidation than to secure 
absolute uniformity of temperature. 

When the statical cooling curves were constructed, they were 
found to be not even approximately logarithmic, except for small 
intervals, and even then the axis was not usually asymptotic to the 
curve. In reckoning the area between the curve and the axis, a 
great difficulty arose in determining how much should be allowed for 
the portion (in theory, infinitely long but of finite area) which ex- 
tended beyond the lowest temperature observed, and the error arising 
from this uncertainty becomes more important the lower the tempera- 
ture. This difficulty did not arise, however, in the case of copper, 
for on account of the high conductivity of this substance the further 
end of the bar was kept in a large vessel of gutta-percha, through 
which cold water constantly circulated, so that its temperature was 
below that of the surrounding air, and the tomperatui*e gradient 
dOldx was nowhere very small. In all such experiments a small 
temperature gradient and slow flow of heat should be avoided, and 
for this reason the surface of a good conductor, such as a copj^er bar, 
should be smoked. 

[The conductivity of cast iron was determined by Callendar aiid 
Nicolson, using Forbeses method.’ To avoid the uncertainties of 
surface loss of heat a large bar was used, and the surface loss of heat 
was reduced to one quarter by lagging the bar like a steam-pi] >0 to a 



Ff«. 197. 


depth of 1 inch. The apparatus is shown in Fig. 197. The bar was 
heated by steam at one end and cooled by a stream of water flowing 
through a calorimeter at the other. It was 4 inches in diameter and 
^ II. L. Callendar, Ency, Brit, 11th edition, Art. “Conduction of Heat.” 
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4 feet long between heater and calorimeter. The heat transmitted 
was measured calorimetrically. The temperature gradient near the 
entrance to the calorimeter was deduced from observation with five 
thermometers placed at suitable intervals along the bar. The 
results obtained (for a temperature of 40° C.) varied from 0-116 to 
0*118 in e.G.S. units from observations on different days, and were 
probably more accurate than those obtained by the cylinder method 
(Art. 302).] 

302. The Guard-Ring Method. — It has been already pointed out 
(Art. 300) that the absolute conductivity of a substance may be 
determined by what has been called the wall method — that is, 
by keeping the two faces of a plate of the substance at two known 
temperatures, and noting the quantity of heat which flows through a 
known area per second. The great difficulty of determining the 
exact temperatures of the faces of the plate, however, placed this 



method in disrepute, and the determinations of conductivity have 
been chiefly based upon the bar method, either by the method of 
steady flow already described, or by the variable or periodic process 
introduced by Angstrom (Art. 305). Another difficulty in the 
guard -ring method is the measurement of the area of the surface 
through which the heat measured is transmitted. 

If, however, a very thick plate of the material be employed, the 
temperature may be taken at various points of its interior, and the 
uncertainty of the surface temperature may be avoided. An outline 
of an experiment conducted on this principle is roughly represented 
in Fig. 198. The plate under examination is ABCD. One face, AB, 
forms the end of a chamber filled with steam, and the other face, CD, 
forms the end of another chamber filled with ice. When the steady 
flow of heat is established, the lines of flow of the heat will be straight 
lines, perpendicular to the faces AB and CD, or, at any rate, this will 
be the case around the centre of the plate. Hence, if a known area 
of the central portion be isolated, and if the temperatures at any two 
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points within the plate be determined by inserting thermometers (or 
couples), as shown in the figure, and if the quantity of heat which 
flows through this isolated portion be also determined, the conductivity 
of the plate will be known. By varying the thickness of the plate and 
noting the corresponding changes in the flow of heat, it could bo 
ascertained if the differences of temperature of the faces AB and CD 
remained the same. To isolate the central portion a cylindrical 
chamber M may be fixed against the face AB. ^tho steam, which 
condenses in M, can be drained off and weighed, and this will afford 
a measure of the quantity of heat which flows through the isolated 
section. Another measure of the same quantity may be obtained by 
fixing a similar cylinder N against the face CD, which, if filled with 
ice, will afford a measure of the flow by the quantity of ice molted per 
second. This may be roughly measured by allowing the water to 
drain off from N as the ice melts, and weighing it, but a much more 
accurate plan will be to make N the bulb of a Bunsen’s ice calorimeter, 
and thus measure the quantity 
of ice melted by the diminu- 
tion of volume. 

This method has been 
applied by M. Berget^ with 
considerable success to mercury 
and some other metals. The 
apparatus adopted in the case 
of mercury is shown in Fig. 

199. A cylindrical column of 
mercury AB, contained in a 
glass tube, was surrounded by 
another column of mercury, as 
shown in the figure, which acted 
as a guard-ring, and prevented 
loss of heat by lateral radiation, 
so that the central column 
could be regarded as part of an 
infinite wall heated at its two 
faces to two constant tempera- 
tures, and if the conductivity 
does not vary with the temperature the distribution of temperature 
along the column will be linear. The essential part of the apparatus 
was a Bunsen’s ice calorimeter, into which the column AB protruded. ®«rget’s 
The mercury guard-ring rested on a sheet-iron plate, which in turn menu, 

^ Alphonse Bergct, Journal de 'Physique, tom. vii. p. 503, 1888. 
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rested on the ice surrounding the bulb of the calorimeter. The 
mercury was heated at the top by steam, 'introduced by tubes, as shown 
in the figure. Through four apertures pierced in the side of the vessel 
which contained the mercury, thermo-electric junctions 1, 2, 3, 4 were 
inserted. These were simply four threads of iron wire, so that each 
pair of them, with the column of mercury between their ends, 
formed a thermopile which measured the difference of temperature 
between the ends of the pair. 

The greatest care was taken in reading the temperatures indicated 
by these couples, and the results proved that the distribution of 
temperature along the column was linear. The mean value of K for 
mercury was found in this manner to be 0*02015 O.G.S. units. In 
all cases it was found that the times necessary for the establishment 
of the ste/idy flow wci*e proportional to the squares of the lengths of 
the column, which is a consequence of Fourier’s theory. 

The same method was also applied to metals, and the conductivity 
of copper was found to be 1*04050, of iron 0*1587, and of brass 
0*2625. 

[A method which may be called the cylinder method was em- 
ployed by Calleridar and Nicolson.^ The cylinders used were 2 feet 
long and 6 inches in diameter, with 1-inch axial holes. The central 
hole was heated by steam under pressure, and the total flow of 
heat was measured by finding the amount of steam condensed in a 
given time. The outside was cooled by water circulating rapidly in 
a spiral tube. A difficulty in this method arises from the fact that 
the temperature gradient has to bo measured by thermometers or 
thermo-couples sunk in holes bored parallel to the axis, so that the 
exact thickness of the cylinder wall between two thermo- 
meters cannot be measured very accurately. Callendar 
and Nicolson found 0*109 for cast iron and 0*119 for 
mild steel at about 60° C. 

The conductivity of a number of substances which 
are not very good conductors of heat was measured by 
Lees,® using a method which may be regarded as a 
modification of the wall method. The theoretical form 
of the apparatus (not that actually adopted) is repre- 
sented in Fig. 200. A and B are two discs of the material to be 
tested. D, C, and E are similar discs of a good conductor such as 
copper, the middle clisc C being electrically heated. The heat supplied 
is measured by a wattmeter, and the temperatures of the three 

^ Kncy, Brit., loc. cit. ; Brit. Assoc. Report, 1897. 
i'-* Phil. Trans., 1898, p. 399. 
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metallic discs measured by thermo-electric contacts. Some heat is 
lost at the curved surfaces .of the disos, and, to enable thjs quantity 
to be determined directly by experiment, the whole of the heat 
supplied to the discs must be lost in the same way, i.e. by con- 
duction and radiation through air. To satisfy this condition, the 
collection of discs should be placed in an air-bath kept at a constant 
temperature. The heat lost from the curved surfaces of the discs 
then follows with suiSicient closeness the same law as that lost from 
the flat surfaces of the outer discs, and the relative amounts of the 
two can be determined from a knowledge of the areas and tempera- 
tures of the various surfaces, if the surfaces have the same emissivity, 
an equality which is easily secured by varnishing them. 

Once the method of surrounding the discs by an enclosure at 
constant temperature is adopted, a further simplification of the 
arrangement of discs is possible. If one of the discs (A) of the 
substance under test and one of the outer discs (D) were removed, 
the relative amounts of heat lost by the heating disc C by conduction 
and radiation directly to the air from its exposed surfaces, and by 
conduction through the disc B of material experimented on, partly to 
the air directly by conduction and radiation from the surface of B, 
and partly by conduction to the outer metallic disc E and by radiation 
from its surfaces, could still be calculated, and, the total heat supplied 
being known, the conductivity of the material determined. As it 
required only one disc of the material, this method was adopted., 

This modified arrangement is shown in Fig. 201. S is the disc 
of the substance operated on. M is the outer good-conducting disc, 
0‘320 cm. thick. C and U are also good-conducting 
discs, respectively 0'103 and 0*312 cm. thick. P is a thin 
flat coil of silk-covered platinoid wire insulated by mica 
and shellac, the total thickness of coil and mica being 
0*110 cm. The dark lines indicate the mica insulation. 

Thus the combination 0, P, and U correspond to the 
heating disc 0 of Fig. 200. The discs G, U, and M were 
made of copper and all the discs were 4 cms. in diameter. 

The various thicknesses of the copper discs were chosen 
so as to make the temperature-differences suitable for thermo-electric 
measurement. Glycerine was \ used to secure good thermal contact 
between the discs. Platinoid and copper wires were soldered to oppo- 
site ends of a diameter of each copper disc, and by this means the 
temperature was measured thermo-electrically. The set of discs was 
varnished and placed in a thermostat air-chamber. The observations 
were made when a steady state was attained. Corrections were made 

2 s 


C U 8 M 



P 

Fifs. 201. 
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for loss of heat by conduction along the wires, also for conduction along 
the coil wires. For the calculation of the conductivity from the data 
of the experiment, reference must be made to the original paper. 
Lees found that the conductivity of solids which are not very good 
conductors decreases with rise of temperature (in the neighbourhood 
of 40° C.). Glass was found to be an exception to this rule. The 
appended table contains some of the conductivities determined. 


Solid. 

Conductivity. 

Percentage Charge per Degree C. 

Glass 

*00246 

+ 0*0025 

Sulphur 

•00067 

-0*0036 

Ebonite . 

*00042 

-0*0019 

Shellac . 

•00058 

-0*0065 

. — 


' .. . . _ ; 


A simple method^ of measuring the conductivities of metals 
consists in heating a short rod of the material by an electric current, 
the ends of the rod being kept at a constant temperature by means 
of solid copper blocks provided with a water circulation, the whole 
being surrounded by a jacket at the same temperature, which is 
taken as the. zero of reference. The current is so adjusted that the 
external loss of heat from the surface of the rod is compensated by 
the increase of resistance of the rod with rise of temperature. For 
if Uq is the resistance of unit length of the rod at the temperature of 
reference, and R the resistance at 6 degrees above this temperature, 
we may put '' 

R=:Ro(l i’aO) 

where a is the temperature coefficient of electrical resistance. 
Then the heat generated per second in a length dx of the rod is 
C*Rq(1 + a6)dx, where C is the current. The excess of heat entering 
the portion dx by conduction over that leaving it is, by Art. 296, 
KXd^Sldx ^ . dx, and the heat lost by radiation is Epddx. The heat 
developed according to the Thomson effect is very small and is 
eliminated by keeping the two ends at the same temperature. The 
equation for a steady state is therefore 

C“R„(1 + aff) + - V^e = 0. 


If C is so chosen that C^R^a = Ep, the equation reduces to 


so that 


whore a, 


€pe 

-const. 
d = a hpx + yst^ 

/3, and y are constants, and 2y = - C®Rq/K A. If we 
’ H. L. Callendar, loc. ciL 
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measure x from the centre of the rod, = 0, since the temperature 
gradient is symmetrical about the centre If 21 is the length of the 
rod, 0 = a + yx^ and 0 = a + yP, subtracting these we get 

The mean value of 6 along the rod is 


1 C 


3KA ■ 

But if is the mean resistance per unit length, the observed 
resistance is 2RjJ = 2ZRq(1 + aOm) therefore 


K= 


3A(R,«~Ro)‘ 


If the dimensions of the rod are suitably chosen, the distribution of 
temperature is always very nearly parabolic, so that it is not neces- 
sary to determine the critical current C‘^ = Ep/R^a 
very accurately, as the correction for external 
loss is a small correction in any case. The 
chief difficulty is that of measuring the small 
change of resistance accurately, and of avoiding 
errors from accidental thermo-electric effects. 

Using this method, the conductivity of very 
pure copper was found by Duncan to be 1*007 
at 33° C. 

303. Lees’ Experiments on Metals.^ — A 

series of experiments was made by Lees to 
determine the conductivity of a number of pure 
metals over a wide range of temperature. The 
previous work of Lorenz and especially of Jaeger 
and Diesselhorst had indicated that there is a 
slight decrease of conductivity with rise of tem- 
perature, and this is confirmed on the whole 
by Lees’ experiments, although he did not always 
find that the minimum conductivity occurred at 
the lowest temperatures. The method consisted 
in heating a thin rod at one end by an electric 
current flowing in a coil fitting on the rod, the heat being measured 
electrically and the difference of temperature at two points on the 
rod determined by a platinum thermometer. 

The apparatus is shown in Fig. 202. The rods of metal were in 

1 PhiL Trans., 1908, p. 881. 



Fig. 202. 
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the form of circular cylinders 7 or 8 cms. long ahd 0’685 cm. in 
diameter. The lower end of the rod fitted into a copper disc D 
which in its turn fitted accurately into the lower end of a copper 
cylinder T closed at the top. Three thin brass sleeves, A, B, 0, fitted 
on the rod and could be easily slid by the fingers. C carried the 
heating coil of silk-covered platinoid wire, A and B carried similar 
coils of platinum. L, M, and N are the copper leads of these coils. 
The silk thread s wound round sleeve, wires, and the wooden disc W 
was for the purpose of obviating stress on the fine wires. The 
copper enclosure was supported on a wire frame F by means of which 
it could be placed in the Dewar vessel Y. Around the outside of the 
copper tube was wound an insulated platinoid wire p of the same 
resistance as the heating coil C, and whenever the current was switched 
off C it was switched on to p, so that the heat supplied to the 
apparatus should be the same throughout an experiment. A further 
coil P was also wound on- the tube to allow the temperature to be 
rapidly raised, if necessary. Olive oil in the joints excluded air and 
made good thermal contacts. The distance apart of the three sleeves 
was measured to 0*01 cm. 

When all was in the Dewar vessel, the current was sent round C 
and adjusted to get a suitable difference of resistance of A and B. 
The current was then switched to p and, after five or ten minutes, 
the difference of resistance of A and B and the actual resistance of 
the lower one (A) was measured. The difference of resistance found 
when the heating current flowed round the rod, less the mean difference 
of resistance when the current flowed round the tube (before and after) 
gives, so long as the rate of rise of temperature of the apparatus is 
uniform, the difference of resistance which would be produced if the 
heating current was supplied to the rod and the temperature of the 
tube kept constant. The experiments were started at liquid air 
temperature and carried up to somewhat above room temperature, 
using the supplementary heating coil if necessary. 

Corrections were made for the difference of temperature of rod 
and coils, the effect of the sleeves and conduction along the various 
leads. The emissivity was measured in a subsidiary experiment. 
Terms involving the emissivity affected the result only to a small 
extent. The effect of the variable state of temperature was very 
small. 


[Table 
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Lees found the following conductivities amongst others :] 


Temp. . ^. ! 

o 

O 

1 

-160® 

-160" 

- 126" i 

- 100° 

-76° 

o 

O 

1 

1 

0® 

18® 

Copper 

1-112 

1-079 

1*054 

•996' 

•973 

•958 

• 

•944 

•932 

•924 

•916 

Silver . 

•996 

•998 

1-000 

1-005 I 

1-008 

1*004 

•997 

•997 

•981 

•974 

1 Zinc . 

•280 

•278 

•276 

•270 

•271 

•269 

•268 

•269 

•269 

•268 

Aluminium . 

•524 

•614 

•508 

•4911 

•492 

•493 

•496 

•499 

•602 

•504 

Lead . . ; 

•093 

•092 

•091 

•089' 

•087 

•085 

•085 

•084 

•084 

•083 

Iron . 

•151 

•152 

•153 

•164 

•152 

•150 

•148 

•147 

! -147 

•147 

Steel . 

•113 

' -113 

•113 

•113 

•114 

•115 

•116 

•116 

! -116 

•115 


304. Thermal and Electric Conductivities — Variation of Thermal 
Conductivity with Temperature. — It was first remarked by Forbes 
that the order of the thermal and electric conductivities of metals 
was the same^ — that is, that those metals which have the lowes*k electric 
resistance also conduct heat best. The analogy was pushed further 
by Wiedemann and Franz, who, from their experiments (Art. 299), 
concluded that not only were the thermal and electric conductivities 
in the same order, but that they were sensibly in the same proportion, 
so that the ratio of the thermal to the electric conductivity is the 
same for ♦all metals. The truth of this conclusion has been the 
subject of many subsequent investigations, some of which appear to 
disprove the law. [The more recent experiments of Lees and also 
those of Jaeger and Diesselhorst show that it is approximately true 
for pure metals. Lorenz also, on theoretical grounds, put forward 
the law that the ratio of the thermal to the electric conductivity is 
proportional to the absolute temperature. This law is well confirmed, 
for some pure metals at any rate, by the experiments referred to, but 
not so well for alloys.^ In 1900 Drude *^ propounded the following 
theory of electrical and heat conduction in metals. The positive 
electricity in a metallic atom is to be regarded as fixed to the atom 
of matter, but every metal contains a large number of free electrons, 
which are conceived to partake of the heat- motion of the atoms. 
According to the law of equipartition of energy, the mean kinetic 
energy is the same for an atom of matter and a free electron. Owing 
to the reLatively very small mass of the electron, we may treat the 
atoms as if they were at rest, the electrons moving with very high 
velocities and rebounding from the atoms like elastic spheres. An 
electric force will tend to produce a flow of electrons in a direction 
opposite to the force, that is, an electric current. A temperature 

^ For a table of the experimental values of K/<r8 where <r is the electrical con- 
ductivity, see Lees, loc. cit, 

* Ann, d. Physikt i., 1900, p. 666. 
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gradient in the metal will tend to produce a flow of heat-energy just 
as in a gas, according to the kinetic theory of heat conduction in a 
gas. The rate of transmission of electricity or heat is controlled by 
the collisions of the electrons with the atoms. Applying the methods 
of the kinetic theory, Drude arrived at the formula ^ 



which agrees well with experimental results. Drude did not, how- 
ever, allow for the effect of Maxwell’s law of distribution of velocities, 
and Lorentz ^ showed, by a more rigorous deduction from the kinetic 
theory, that the formula should be 



which does not agree well with experiment, though it is of the right 
order of dimensions. The weak point in the argument is in the use 
of the law of equipartition of energy, which is discredited by the 
quantum theory (Art. 284), though it may safely be applied in the 
case of a mixture of gases, where the velocities are not so high.®] 

305. Flow of Heat in a Bar before the Steady State is acquired. 
— In the case of a bar heated at one end before the permanent state 
of steady flow is reached, a preliminary stage is passed through, in 
which the temperature of each element of the bar gradually rises. 
During this stage the difference between the quantities of heat which 
flow in at one face and out at the other face of a short length &C of* 
the bar, is not all radiated from the surface of the element ; but if the 
mean temperature of the element rises by an amount dd in a time dt 
a quantity of heat 

Ac ,-Sx 
at 

is spent per second in raising the temperature of the bar, where c is 
the thermal capacity per unit volume — that is, the specific heat multi- 
plied by the density of the substance. The equation of propagation 
therefore becomes 

V a , A 

AK^^=Ey» + Ac^. 

If the bar be surrounded by a guard-ring, or be coated with a non- 
conducting material, we may write E = 0, and the equation becomes 

Kd^e^fie 

c 

^ <T is the electiical conductivity, Ry is the universal gas constant (see Art. 874), 
e is the charge of an electron, and J is Joule’s equivalent 

® H. A. Lorentz, Theory of Electrons^ Note 29. 

*'* See Jeans’ Dynamical Theory of Oases , p. 427. 
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or 

ds? dt • 

where k is written for K/c, and has been termed the diffusivity of the 
material by Lord Kelvin. The same quantity has also been named 
the ihermomeiric conductivity of the substance by Clerk Maxwell, since 
it measures the change of temperature which would be produced in a 
unit volume of the substance by the quantity of heat which flows in 
unit time through unit area of a layer of unit thickness having unit 
difference of temperature between its faces. 

It is this quantity that chiefly determines the effect of the heat 
conducted across any part of a body in heating the substance on one 
side, or cooling it on the other, and when this effect is to bo reckoned 
it is convenient to measure the thermal conductivity in terms of this 
special unit, rather than of the ordinary water gramme unit of heat. 

It may be remarked that the diflusivity k is of the dimensions l^jt, 
and is consequently to be reckoned in units of area per unit time. In the 
0. G. S. system it is therefore expressed in square centimetres per second. 

Cor. — In the case of an infinite wall heated uniformly over one 
face, or a bar heated at one end and furnished with a guard>ring, when 
the flow of heat becomes steady, the foregoing equation reduces to 

tPe 

^= 0 , oxe = ax-\‘b, 

that is, the temperature curve is a right lino, if a and h are cotistants. 

306. Periodic Flow of Heat through a long Bar. — If a long bar be 
periodically heated and cooled at one end, a thermometer sunk in it at 
any point will exhibit corresponding variations of temperature. When 
the end of the bar is heated a temperature wave travels along it, and 
the indication of the thermometer gradually rises. In the same way, 
when the end of the bar is cooled, the temperature registered by the 
thermometer will gradually fall, so that if the temperature of the end 
of the bar be varied periodically, the temperature at every point of 
the bar will also vary in a corresponding periodic manner, and when 
the periodic variation of temperature has been maintained for a 
sufficient time, the oscillations of temperature at any point of the bar 
will attain a fixed character, so that the mean temperature at each 
point remains steady. 

If the periodic variation of temperature be a simple harmonic 
variation, then the variations of temperature at any point of the bar 
may be represented by a sine curve, ^ = a sin (a/ + /8), where 6 is the 
temperature, measured from the mean, and t the time. If, however, 
we consider the fluctuations of temperature at the various points of 
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the bar, we find that the amplitude of the temperature variationB 

at any point will diminish as 
the distance from the hot end 
increases, and at a certain dis- 
tance along the bar the varia- 
tions of temperature will be 
insensible, and the temperature 
of the bar will remain con- 
stantly equal to that of the 
surrounding medium (Fig. 203). 
The mean temperature at all 
points will not, however, be 
the same, but will diminish 
as we recede from the heated end, the curve of mean temperature 
being logarithmic, and similar to the temperature curves obtained 
by Despretz and Forbes. The fluctuations of temperature at each 
point will be periodic, but the variation of temperature near the 
heated end will be much greater than at some distance along the 
bar, the temperature waves gradually dying out as they proceed 
along the bar. These conclusions will appear clearly in the follow- 
ing analysis : 

Let us take the case of a bar surrounded by a non-conducting 
jacket, and let a simple harmonic variation of temperature bo applied 
to one end. In this case the temperature at any point is determined 
by the equation 



av? lit 


( 1 ) 


and a simple harmonic solution of this is 


’ — sin +/8.'C + 7 ) .... (2) 

if the constants co, a, p be properly chosen. Differentiating (2) and 
substituting directly in (1) we find at once that in order that (1) may 
be satisfied by (2) we must have the relations 

And2apk^-Uf .... ( 3 ) 

Now it is clear that if we confine our attention to a definite point of 
the bar, so that x remains the same while t and 6 vary, then 0 will 
vary periodically, being the same when t increases by ahy multiple of 
27r/(o. * Hence, if the end of the bar be heated and cooled in a simple 
harmonic manner, the complete period of a heating and cooling being 
T, we have 

2ir 
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and consequently co measures the frequency of the . alternations of 
temperature. 

Let us now examine the time at which a thermometer placed in 
the bar at a distance from the origin will reach its highest or lowest 
temperature. This will happen when sin((i)^ + + y) attains its 

greatest or least value — that is, when it is ± 1 ; or, in other words, 
the temperature will bo a maximum at the point ajj at the time 
• given by the equation 

tail + /3iKj + 7 ~ (2^^ + I 

and the maximum temperature at a point will be reached at a time 
given by the equation 

+ /Sasa + 7 = (2#^' t- 4)^, 

the minima temperatures at the same points being reached when the 
values arc {2n - ^)7r. Hence by subtraction we obtain 


w(^i-y + jS(ar|-aj2) = 0, 

or 

x., -- a?, _ 
ty - fi 


Now, if the points and be so chosen that the maxima or minima 
of temperature occur at them simultaneously, wo shall have 
equal to the periodic time T, and the difference of distance x^ - will 
be the length of the temperature wave A., so that the last equation 
becomes 



Hence, in our original equation (2) for 6 the quantities a and 13 are 
determined by the equation 


a = 



(4) 


But the second equation of condition (3) gives 



consequently, by substituting for a, /J, and w, we have the relation 


k= 


X2 


<5) 


and when A and T arc known, we are furnished with the value 
of k. . 

This expression for k may also be written in the form 

4irA; = Xr, 

where v is the velocity of temperature wave propagation (A/T) along 
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the bar, so that h is jointly proportional to the wave-length and the 
velocity of propagation. 

The equation (2) for 0 may now be written in the form 


Thus the amplitude of the temperature variation at any point x is 

2irx 

proportional to e ^ * so that the amplitudes go on decreasing as we 
recede from the heated end of the bar, and the mean temperature 
at any point diminishes in the same way. 

In order to determine the difFusivity by this method, it is conse- 
quently only necessary to measure the wave-length A corresponding 
to simple harmonic variation of temperature of known period T, and 
the conductivity may then be calculated in absolute measure when the 
thermal capacity of the substance per unit volume is determined. 

If, however, the bar be not furnished with a guard-ring, but if 
radiation takes place from its surface, as in the experiments of Despretz 
and Forbes, the equation of propagation is 




or 


dB ^ _ 


where = Eju/Ac. 

A solution of this, which expresses simple harmonic variations of 
temperature in a long bar heated and cooled at one end, is again 


B — ae sin (w^ + /3iC+7) ; 

but in this case the relations connecting the constants are found by 
substitution to be 

a-i - and 2aj8= 

from which it follows that 


as before w = 27r/T, while a is the rate of diminution of the Napierian 
logarithm of the temperature range, and ^ is the rate of retardation 
of phase reckoned ‘in radians per unit length of the bar. 

If the variation of temperature be not a simple harmonic variation 
it may be expressed as a sum of such variations if it be periodic, and 
the more general solution of the equation — 
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jd^e de 
d^ dt 




which applies to any regularly periodic variation of temperature, will 
be 

$ = + aje-*!* sin {(at + ftaj I- 7 i) + sin (2w^ + H 7 . 2 ) + , 

if the constants be properly chosen.^ Differentiating and substituting 
this value of 0 in the equation, we find that in order that it may be 
satisfied we must have 


a-n ■= 2kanpn = - nu. 

From which wo derive 

whore as before co -- 27r/T. 

307. AngstPom*s Experiments. — The first experimental deter- 
mination of conductivities by the periodic method was made by the 
Swedish philosopher Angstrom.*^ Long bars were employed, and the 

periodic heating and cooling ljl 

was effected by enclosing a \ B 

short portion of the middle ^ — i- ■- 1 ■ ■■■■ ■ 

of the bar in a vessel CD, as \= 

shown ill Fig. 204, through 20 *- 

which could be alternately passed a current of steam and a current of 
cold water.'* When this heating and cooling had been continued for 
some time, the temperature at each point of the bar became steadily 
periodic, and the mean value of the temperature at any point became 
constant. Rigorously speaking, however, an infinite time is required 
to reach this stage. The bars were perforated at intervals of 50 mm. 
by cavities 2*25 mm. in diameter, which contained the bulbs of thermo- 
meters provided with arbitrary scales. 

In making an experiment the heating was applied for twelve 
minutes and the cooling for the same time, so that the periodic time 
T was twenty-four minutes. The temperature at a given point of the 
bar was observed for each minute during one or more of these periods; 

P This ia the ease repi'osentod in Fig. 203, the dotted line being given by 

2 Angstrom, Phil, Mag, vol. xxv. p. 130, 1863 ; and vol. xxvi. p. 161 ; Pogg, Ann. 
B. oxiv. p. 513, 1861 ; and Ann. de Chimie et de PhysiquCj 3® ser., tom. Ixvii. p. 379. 

^ This was adopted with the copper bar, but the iron bar was cooled simply by 
radiation. 
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and since at a given point the only variable in the general expression 
for 6 is the time, the equation for 6 may be written in the form 

= Aq + Ai sin {(at H- fij) + Ay ain { 2 <at + 62 ) + A 3 sin {S(at + 8^) + etc. , 


in which, from the observations of 6, corresponding to various values 
of the constants A^, etc., Sg? ^39 can be calculated. In 
practice the series may be limited to the first three or four terms, as 
the coefficients A^, Ag, A^, etc., decrease rapidly. Let us now suppose 
that similar observations are carried out at another point of the bar, 
and that the temperature at this point is given at the time t by the 
series 

O' A'„ i A', sin {(at + 5',) + A ^ «in {<*>t -I- 5 2 ) + 

If the first series corresponds to a point x and the second to a point 
x\ we have, using the notation of the foregoing article, 

= and — 


with similar expressions for the other coefficients, so that if the dis- 
tance X - X between the two points be denoted by wo have 


therefore 

and consequently 


wliilo5',-S, = ftZ, 


ai^=log (Aj/A'i), 


a,^^^^{ 8 \ -5,) log (A, /A/). 


But wo have already found that 


and hence 




« _ TT 

'lk~kT 


* T(5,-8',)log(A./A',)- 

In the same manner, if we had employed the terms involving A^j and 
A',j, wo should have had 


Therefore 


consequently 

But 


An = a„c-®”', and A'„— 

and 

A. n 


H ■“ ^»i) log (A,, /A „). 


2ka,iPn= - ww> 


7 _ nwr^ 

^-TCdlT^n) log (A^A^- 


therefore 
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Thus each pair of terms leads to an independent determination of the 
quantity but the value obtained from the first pair is most reliable. 
The accuracy of the obtained value of k may also be controlled by 
altering the period of heating and cooling.^ 

Angstrom’s first experiments were made with square bars 570 mm. 
long and 23*75 mm. side, and the values found for the conductivity of 
copper and iron at the mean temperature of 50° C. were — 

For copper K = 54-62 

For iron K— 9*77 

the units employed being the centimetre, gramme, and minute. 

• A subsequent series of experiments - on bars 1178 mm. long and 
35 mm. thick, furnished with thermometers at intervals of 200 mm., 
and ill which the heating apparatus was so modified that different 
mean* temperatures could be obtained, gave in the same units — 

For copiier . . . Iv -58*94 (1-0*0016196?) 

For iron .... K — 11 *927 (1 - 0*00214^) 

This method when applied with proper precautions is undoubtedly 
capable of furnishing good results. In practice, however, the use of 
ordinary mercury thermometers is not advisable in the determination 
of rapidly varying temperatures, as they are always tardy in their 
indications and liable to work by sudden starts. For the measure- 
ment of temperatures in all such cases the employment of thermo-' 
electric couples would be much superior. 

[The method of variable temperature was used also by Callendar, 
employing the apparatus of Fig. 197. The steam pressure in the 
heater was varied by gauge in such a manner as to produce an 
approximately simple harmonic oscillation of temperature, the cool 
end being kept at a steady temperature. The amplitudes and phases 
of the temperature waves were observed by taking readings of the 
thermometers at regular intervals. Periods of 60, 90, and 120 minutes 

' The value of k may also be deduced, without using /9, wlien a is known for two 
different periods. For the general expression for a is 

or 

Similarly for a different period w' we have 

Therefore, eliminating /a, we obtain 

^"■2aa' 'V -a'“ ’ 

^ Angstrom, Phil, M<ig, vol. xxvi. p. 161, 1863. 
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were severally employed, and distances of 6 and 12 inches between 
the thermometers. In some experiments the bar was lagged, in others 
bare. The heat loss never exceeded 7 per cent with the bar bare. 
The variation of c was determined by a special series of experiments. 
Callendar obtained 0*1113 and 0*1144 for cast iron at 102^ C. and 
54"^ C. respectively.] 

308. Conductivity of the Earth's Crust — Undergrround Tempera- 
tures. — The method of determining conductivities by periodic heating 
and cooling maybe applied directly to the estimation of the conductivity 
of the earth’s crust at any place. For by day the surface of the earth 
is heated and by night it is cooled, so that a series of heat waves are 
propagated into the interior, and if the length of the wave and the 
periodic time are known wo have the data required for the calculation 
of k. There is also a general aggregate heating of the surface during 
the summer with a corresponding cooling during the winter, so that in 
addition to the diurnal waves, which are lost at a depth of 3 or 4 feet, 
there is an annual wave which may be traced to a much greater 
depth, but at a depth of 50 feet or more the temperature at each 
point remains sensibly constant throughout the year. 

If, however, the mean temperatures at different depths bo com- 
pared, they are found to increase as we descend to the greatest depths 
yet penetrated. The amount of this increase varies much with the 
locality and the nature of the strata in which the observations are made, 
being largely affected bjr water-percolation and other circumstances, so 
that in some places it is as much as 1” F. for 30 or 40 feet, whereas 
in others an increase of 1° F. corresponds to a descent of 120 or 130 
feet. Roughly speaking, however, the rate at which this increase takes 
place in this country is about 1° F. for every 60 feet of descent. This 
gradual increase of temperature as we descend proves that there must 
be a flow of boat from the interior through the surface, and the amount 
of heat which escapes from the earth per annum in this manner may 
be estimated when the conductivity of the crust is known. Having 
calculated the present rate of loss, we can calculate backwards what 
the temperature of the earth must have been in time past, and in 
this manner Lord Kelvin ^ has shown that it cannot be more than 
200,000,000 years since the earth was a molten mass, on which a solid 
crust was just beginning to form. 

[This mode of calculating the age of the earth is invalidated by the discovery 
that the temperature gradient in the earth’s crust can be accounted for, wholly or 
in part, by the existence of radium in the igneous rocks. Lord Kelvin mentioned 
the possibility of chemical action of some kind, but dismissed it as extremely 


' Sir William Thomson, Trans, Hoy. Soc., Edin., vol. xxiii., 1862. 
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improbable, though not impossible. He considered the case of an infinite solid 
bounded by a plane (for the purposes of this calculation, the error in treating the 
earth's surface as plane is insensible), the whole solid being at a uniform high 
temperature to begin with, the surface being then brought to a lower temperature 
(which wo may take as the zero of reference) and kept constant at that temperature. 
The appropriate solution of equation (1) of Art. 306 is 




•.rl2x/kt 
e dz 




where 0q is the original temjierature. 'For, when ^ = 0, the upper limit of integration 
is infinite, and ff = Oo for all values of or. When a; = 0, - 0 for all values of L The 

expression for 0 is seen by differeutiation to be a solution of the equation.] 


If the crust at any place be supposed homogeneous, and if the 
periodic variations of temperature be regarded as uniform, then the 
problem of the propagation of heat-waves through it is the same as 
that of an infinite wall periodically heated and cooled over one face, 
or the same as that of a bar periodically heated at one end and coated 
with a non-conducting material or a guard -ring. If, therefore, a 
number of thermometers be buried with their bulbs at different depths 
below the surface, the inward progress of the annual wave may be 
determined and the wave-length estimated. In the case of a simple 
harmonic variation of temperature we have (p. 633) 

*“4irT’ 


which, with the thermal capacity per unit volume of the material, 
determines the absolute conductivity K. 

The diurnal waves become insensible at so small a depth that in 
most localities the inequalities of the soil and drainage prevent any 
satisfactory observations on their inward propagation being carried out. 
At depths exceeding 3 feet the daily variations become insensible, 
and the changes observed are due to daily averages (varying from' 
day to day) which constitute the annual wave. If the annual variation 
were truly periodic, a complex harmonic function could be determined 
which would represent for all time the temperature at depths below 
3 feet. But the annual variation is by no means perfectly periodic, 
since there are differences in the annual average temperatures and 
continual irregularities in the progress of the variation within each 
year. Sources of such disturbances are the unequal percolation of 
water and irregularities on the surface and within the crust. 

If, however, the temperature be supposed periodic and be* ex- 
pressed as a complex harmonic function, and if the constants of the 
series be determined by observations on a thermometer buried at a 
certain depth, and if the constants of another series representing the 
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varying temperature at another depth be determined in the same way 
by observations on another thermometer, then the comparison of each 
term of one series with the corresponding term of the other furnishes 
a determination of the conductivity, and all the values derived in this 
manner should agree perfectly if the data are accurate and if the 
assumed conditions are fulfilled — that is, if the isothermal surfaces are 
parallel planes, and if c and h are constant throughout the material. 

These conditions, however, are not strictly fulfilled, and the first 
thing to be tested is how far the different determinations agree, and 
to learn accordingly how far the theory may bo applied.^ 

This difficult and laborious tost has been applied by Lord Kelvin 
to the observations of Professor Forbes ^ on thermometers buried 
at different depths and in different soils near Edinburgh, and the 
analysis has proved that serious discrepancies from the theoretic 
formula existed, but these appeared to be attributable rather to 
irregularities in the form and constitution of the surface than to varia- 
tions in the conductivity and specific heat of the material. Probably 
also thermometric errors considerably influenced the results, since 
there was necessarily some uncertainty in the corrections which must be 
applied to the stem in order to estimate the temperature of the bulb. 

The following table contains the final results, the unit of length 
being one foot : 


Substance. 

V 

Dilliisivity. 


! 

Conductivity. | 


Per Ann. 

Per 24 Hr. j 

Per Second. 

Per Ann, 

Per 24 Ilr. 

Per Secorul. 

Trap rock of Cal ton 
Hill .... 

267-0 

0-7310 1 

*000008461 

141*1 

0*3863 

-000004471 

Sand of Experi- 
mental Garden . 

295-0 

1 

0*8100 ; 

*000009374 

88*9 

0*2435 

*000002818 

Sandstone of Craig- 
leith Quarry . . 

784-6 

■ 2*1478 i 

*00002486 

1 1 

362*7 

0*9929 

*00001149 


^ This method (Sir William Thomson, Trans. Roy. Soc.^ Edin., vol. xxii. p. 405) 
differs from that followed by Forbes in substituting the consideration of the 
separate terms of a complex liarmonic function for the examination of the whole 
variation unanalysed, which ho conducted according to the plan laid down by 
Poisson. This plan consisted in using the formula for a simple harmonic varia- 
tion, as api>roximately applicable to the actual variation. At great depths the 
amplitudes of the second and higher terms of the complex harmonic series become 
so much reduced that they do not sensibly influence the variation, which may 
con8i^qucntly be expressed with sufficient accuracy by a single harmonic term of 
yearly period ; but at the greatest depths, for which continuous observations had 
been made, Lord Kelvin found that the second term had a very sensible influence, 
and the third and fourth terms were by no means without effect on the variations 
at 3 and 6 feet from the surface. 

^ Forbes, Trama. Roy. Soc.^ Edin., vol. xvi. part ii., 1846. 
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Much valuable information *coiicerning the observations which 
have been made on the rate of increase of underground temperature 
downwards is contained in the Reports of the Committee of the British 
Association appointed for this purpose. A summary of the results 
contained in the first fifteen Reports (1868-81) has been drawn up by 
Professor J. D. Everett, the Secretary to the Comitiittee, in which the 
general questions affecting such observations are discussed. Two 
kinds of thermometers have been used — slow-acting thermometers 
and maximum thermometers. A slow-acting thermometer consists of 
an ordinary thermometer having its bulb embedded in stearine or 
tallow, the whole instrument being hermetically sealed within a glass 
jacket. These were placed in holes a few feet deep bored in newly- 
opened rock, such as is presented in mine works or tunnels. The holes 
were carefully plugged and made air-tight to exclude the influence of 
the external air. After the lapse of a few days the thermometers 
were withdrawn and read, the slow action permitting this to be done 
without any appreciable change taking place in its indication during 
the operation. The maximum thermometers employed were of two 
types, — the Phillips and the Inverted Negretti, — both being sealed in 
strong glass jackets to prevent the bulbs from being affected by pres- 
sure when lowered to a great depth in water. 

The thermo electric method of Becquerel was also tested by Dr. 
Everett, and from the result of some laboratory experiments it was 
concluded that the method could not be relied on to yield satis- 
factory results. The following table contains some of the results, 
the depth stated in each case being that of the deepest observation 
utilised : — 



Dratli in 
Feet. 

Feet for 
r F. 

Bootle Waterworks (Liverpool) 

1392 

130 

Przibrain Mines (Bohemia) 

1900 

126 

8t Gothard Tunnel ^ . . . . 

5578 

82 

Mont Cenis TunneP 

5280 

79 

East Manchester Coal-field 

2790 

77 

Paris Artesian Wells .... 

1312 

56-7 

London Artesian Wells (Kentish Town) 

1100 

55 

Yakoutsk, frozen ground (Siberia) . 

540 

52 

Sperenberg, boring in salt (Berlin) . 

3492 

51*5 

St. Petersburg, well (Russia) . 

656 

44 

Carrickfergus, shaft of salt mine 

770 

43 

»> »i • • 

570 

40 

Slitt Mine, Weardalo (Northumberland) . 

660 

34 


^ 111 the sixteenth Report it is mentioned that these numbers were derived from 
a conjectural correction for the convexity of the mountain surfaces. Dr. Stapffs 

2 T 
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Interesting observations have been made in a very deep bore 
(4500 feet) in Wheeling, West Virginia, by Mr. Hallock.^ Beginning 
at a depth of 1591 feet (the upper portion of the bore was cased 
with iron tubes), the first 244 feet showed a gradient of 1° F. in 
92 feet, the next 651 feet gave 1" in 84*5 feet, the next 746 feet gave 
1" in 80*6, the next 643 feet gave I'* in 62*4, and the next 587 feet 
gave V in 58*1. The mean gradient for the whole 2871 feet (1591 
to 4462) being I"" F. in 71*8 feet. At a depth of 4492 feet the mean 
temperature of some water in the bottom of the well was found to be 
110*36^ F. 

309. The General Equations of Conduction. — So far we have 
confined our attention chiefly to the propagation of heat along bars, 
or parallel to a single direction. The general case, however, in which 
the flow may take place in any manner may bo treated by a similar 
method, and the general equations which determine it may be obtained 
without further difficulty. Thus if three mutually rectangular axes 
OX, OY, OZ (Fig. 205) bo chosen as axes of reference, and if a small 

rectangular parallelepiped, having 
its edges parallel to the axes of 
reference, be considered, and if 
the lengths of the edges be 8x, 
then confining our attention to 
^ the pair of faces perpendicular to 
the axis OX, it is clear that if 
the temperature at the central 
point of the parallelepiped be 6, 
the temperatures of the two faces under consideration will be 

for dOjdx is the rate at which the temperature changes parallel to the 
axis OX — that is, the change of temperature per unit length in this 
direction, consequently 


is the difference of temperature between the centre of the parallele- 
piped and either end. It is of course understood that the element of 

calculatious lead, however, to the conclusion that a much larger allowance must bo 
made undei; this liead. He deduces 1” F. in 85 feet as the average rate of increase 
from the surface above to the tunnel, and he calculates that at a depth below the 
tunnel, aufiiciont to make the isothermal surfaces sensibly piano, the increase is 
r F. in 57*8 feet. 

>. . 1 \V. Ilallock, American Journal o/ Science and Art, March, 1892. 
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volume is taken so small that the temperature over each face is 
sensibly uniform, and that the rate of change of temperature may 
be taken uniform along each edge. 

The influx at the first face per second is consequently 





¥ 


while the efflux at the opposite face is 

and hence it follows that the differences between the influxes and 
effluxes per unit time for the pairs of opposite faces are 

and K^^dx5i/8z. 

The sum of these three quantities must consequently remain lodged in 
the element, so that if the thermal capacity per unit volume be r, this 
sum must be equal to 

ef^SxSyd:, 


for dOjdt is the rate of change of temperature of the element — that is, 
the change of temperature per unit time. We have consequently the 
general equation — 

dy^ *'dl 

If the temperature has become permanent at each point, so that a 
steady flow is established, we have ddidt = 0, and the equation of 
steady flow is therefore 

dx^^dji^^d^^ 


or, as it is generally written, 

® v-? = o. 

To determine 0 as a function of y, t, it is necessary to know 
the manner in which the heat enters or leaves the body at the various 
points of its surface — that is, we want an accurate knowledge of the 
surface conditions. We might suppose, for example, that one part of 
the surface is kept in contact with a medium at uniform temperature 
while the remainder of the surface is kept in contact with another 
medium at a different temperature If be higher than 6^2 
in the stationary state heat will enter the surface in contact with the 
first medium and escape by the surface in contact with the second, 
the quantity which enters being equal to that which escapes. 

Thus if dll be an element of the normal to the element of surface 
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dS, and /<>] and the coefficients of exterior conductivity for the first 
and second media, then we have the quantity of heat which passes 
through efS equal to 

and for an element in contact with the second medium we have 

- K~rfS = hjfii - 

These equations express the surface conditions necessary to the 
complete determination of the flow of heat and distribution of 
temperature. 

310. Isothermal Surfaces, Lines, and .Tubes of Flow. — In the 
general case the temperature at any point of a body will be a function 
of the co-ordinates y, of the point and of the time so that the 
general expression for 6 at any point will be of the form 

?/,«, 0 - 

Hence, if we write 

/(x, y, s, t) = a, 

where a is a constant, we o]3tain the locus of all the points at which 
the temperature has the same value a at the time t. These points 
lie on a surface, determined by the function /, and named an 
isothermal surface because it is one of equal temperature. When the 
flow has become steady the temperature at any point remains steady, 
and therefore does not involve the time. In this case, then, the 
isothermal surfaces are fixed in shape and position, each separating 
those parts of the body which are hotter than a certain temperature 
from those which are colder. In the variable state, on the other 
hand, the shape and position of an isothermal surface corresponding 
to a definite temperature will in general vary with the time. 

If a system of such surfaces be*supposed drawn within the body, 
the temperature of each differing, by 1® suppose, from that which 
immediately precedes or follows it, the whole body will then be 
divided into a system of layers or shells such that the temperature of 
one face of each layer exceeds that of the other by 1®, and a flow of 
heat will proceed through the shell from the hotter face to the colder. 
The direction of the flow at each face will also be perpendicular to the 
surface, for since the temperature is constant all over each isothermal, 
it follows that there can be no flow along such a surface. 

It follows then that the direction of the resultant flow at any 
point of a body is along the normal to the isothermal surface passing 
through that point, so that if a line be drawn cutting the whole 
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system of surfaces orthogonally, the direction of the flow at every 
point of this line will be along the line. For this reason a line 
drawn so as to cut each of the system of surfaces at right angles is 
termed a line of flow. 

The whole body may thus be imagined to^be divided into a 
system of infinitely thin shells by a system of isothermal surfaces, and 
the infinite system of lines which can be drawn cutting these shells 
orthogonally are the lines of flow. 

One property of these systems is that no two isothermal surfaces, 
or no two lines of flow, can intersect each other, for no point can 
possess two different temperatures at the same time, nor can the flow 
at any point be at once in two different directions. 

If now we consider any closed curve drawn in the body, say a 
curve traced on an isothermal surface, and if we imagine the lines of 
flow passing through each point of this curve to bo drawn, then these 
lines will form a tube having the lines of flow lying in its surface. 
Such a tube is termed a tube of fl-ow^ and is such that there is no flux 
of heat across its walls, for it is bounded entirely by lines of flow, 
and no two such lines can intersect. 

In the steady state it is clear that the total flow of heat across 
any isothermal surface is the same as that across any other, that 
these surfaces cut the tubes of flow orthogonally, and that the 
quantity of heat which crosses any section of such a tube per second 
is the same wherever the section be made. In fact, any heat that is 
once within a tube of flow must for ever remain within it, as there 
can be no flow across its walls. 

Again, if we take two close isothermal surfaces, enclosing a thin 
shell, and if we consider two equal elements of area dS on different 
parts of the surface of this shell, then if dO be the difference of tem- 
perature between the two faces, and dn the normal thickness of the 
shell at one of the chosen points, and dn that at the other, the flows 
of heat per second through the two elements will be 

Q = - Kv-rfS and Q' = - 

dn dn 

respectively. Hence it follows that 

Q ^dn^ ^ 

Q''' 'dn ’ 

or, in other words, the flow per unit area at any point of the shell is 
inversely as the thickness of the shell, so that where the shell is 
thinnest the flow is most rapid. In the same way it follows, from 
what has been stated concerning tubes of flow, that the flow per unit 
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area through any cross-section of a tube of flow varies inversely as 
the area of the section, and combining these results, it follows that 
the tubes of flow are narrowest where the isothermal surfaces are 
closest, and vice versd. All this, however, follows at once from our 
definitions (p. 605). 

In the above equation we have supposed the conductivity of the 
material to bo the same at each of its points ; if this be not the case 
we have Q/Q' = Kdw'/K'dn, so that the more general statement will 
be that the flow per unit area at any point of a shell bounded by two 
isothermal surfaces is directly proportional to the conductivity and 
inversely proportional to the thickness of the shell at this point. 


Examples 

1. A sphere is uniformly heated and then left to c6ol in a medium of uniform 
temperature. 

In this case the isothermal surfaces are a system of concentric spheres, and the 
lines of flow are right lines passing through their common centre, while the tubes of 
flow are cones having a common vertex at the centre of the sphere. The lines and 
tubes of flow remain fixed while cooling proceeds, but the radius of the isothermal 
surface corresponding to a given temperature gradually contracts, the surface 
moving in towards the centre. 

2. The centre of a sphere is kept at a constant temperature by a source of heat, 
while the surface is immersed in a medium of uniform lower temperature. 

In Example 1 the temperature at each point gradually falls, and no state of 
steady flow is attained. In this case, however, there is a supply at the centre, and 
a state of steady flow from the centre towards the surface is established. Here the 
isothermal surfaces, as before, arc spheres, but now they remain fixed in the body, 
and the total quantity of heat that flows across any surface per second is the same 
as that which flows across any other. Supposing the conductivity uniform, wc 
have for this quantity 

- Kj^4ir> *=Q, 
dr 

and since Q is the same for all values of r, we have 


where a is a constant. 
Hence 



^ fadr a , 


which gives the temperature at any distance r from the centre. 

3. Two surfaces of a uniform splierical shell are kept at constant temperatures 
^ 1 , and 

Let the radii of *the two surfaces be rj and Then the temperature at any 
intermediate distance r is given by the equation of Example 2. The constants a 
and h are determined by the two surface conditions — 


^2 = ^ + 6 and^a^”"*"^' 
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Therefore 


consequently 


ra-ri ’ ’ 


while the quantity of heat which flows across any isotherni4fcl surface per second is 
4)rKa, and the same quantity of heat would flow per second through an area 47r'r^ of 
a waU of the same thickness as the shell and having its faces at the same dilforeneo 
of temperature (0i - ^ ^ geometric mean of and 

4. The internal and external surfaces of a long hollow circular cylinder arc 
kept at fixed temperatures 0^ and 6.^. 

In this case the isothermal surfaces are coaxial cylinders, and the tubes of flow 
are wedges having their edges on the axis of the cylinder. The cross-section of any 
one of these wedges by a plane parallel to its edge is a rectangle of constant length, 
and a breadth which varies directly as the distance from the axis. Tlic area of the 
section consequently varies directly as its distance from the axis, and therefore the 
flow per unit area, in tlio steady state, varies inversely as the distance. Takifig K 
constant, the equation of flow may therefore be written in the form, if the inner 
surface be hottest, 

* dO a 
dr ~r* 

where a is a constant ; and hence 

$= - a log r H- b. 


The constants a and h are determined by moans of the surface conditions 
0^ = - a log + b and 0 . 2 ^ - a log r.j + b. 


So that 


and 


The temperature at any distance r is consequently given by the equation — 

e = .. . io« r + « '■> ■* 

log (r,/r-j) ” log {r,/r.i) 

or 

a - (’■As) ('’/fi?. 

logCnA'a) 

The quantity of heat which flows per second across a length I of the cylinder will be 

Q = - 2vrU\!^f = 27ra Kl 

ar 


log(r^r,) 

If e be the thickness of the cylinder, we have e = ro-rj, and hence 



if e 1^3 small. Hence for a thin cylindrical tube of radius /' we have approximately 


On the Conductivity of Crystals 

Sll. Propagation of Heat In iEolotrople Substances. — In the 
previous investigations we have had under consideration the propaga* 
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lion of heat in isotropic subsiances — that is, in substances possessing 
the same physical characteristics not only in every part, but also in 
every direction around any point. When heat is supplied at any 
point of an isotropic body, the flow takes place equally in all directions 
around the point, and the isothermal surfaces are concentric spheres 
surrounding the heated point^s centre. On the other hand, when any 
point of a heterogeneous substance is heated, the flow of heat in any 
direction, and the shape of the isothermal surfaces, will depend upon 
the characteristics of the substance, or the manner in which its physical 
properties vary from point to point and from one direction to another. 
If the substance be homogeneous, however, but not isotropic, then, 
although its properties may be different in different directions around 
any point, yet the properties of the substance along any line are^the 
same as those along any parallel line, so that when any two points are 
compared, the thermal conductivity and other properties of the sub- 
stance along any line drawn from one point will be the same as along 
a parallel line drawn through the other. It follows, therefore, that 
when any point of a homogeneous substance is supplied with heat, the 
isothermal surfaces around it will be independent of the position of 
the point ; or, in other words, those around one heated point will be 
similar, and similarly situated, to those around any other point. We 
shall see immediately that in general these surfaces are systems of 
similar ellipsoids, which become spheres, as a particular case, when the 
substance is isotropic. 

The first experiments which established a difference of conductivity 
in different directions seem to be those of MM. de la Rive and de 
Candolle.^ These philosophers proved that wood conducted heat along 
the fibre better than at right angles to it, and this conclusion has been 
confirmed by the subsequent investigations of Tyndall^ and Knoblauch.^ 
The conductivities in different directions were compared by the method 
adopted by Despretz (Art. 298), blocks of wood being cut with pairs 
of opposite faces perpendicular to the fibre, parallel to the fibre, and 
perpendicular to the ligneous layers, and parallel to both the fibre 
and the ligneous layers, respectively. In all cases the conductivity 
was best along the fibre and worst in the direction perpendicular to 
the fibre and the ligneous layers — that is, along the radius fron^ the 
centre to the bark of the tree. The following table, selected from 
Tyndall’s results, will give an idea of the difference of conductivity in 
the three mutually perpendicular directions just mentioned. The 

’ De la Rive and de Candolle, Bibliotheque Universelle dc Genive, tom. :cxxix. 

- Tyndall, Phil. Mag., 4th Series, vols. v. and vi. ; and Heat a Mode of Motion. 

Knoblauch, Pogg. Ann. vol. cv. p. 623. 
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numbers refer to the deflections of tfie galvanometer used in the 
experiments : — 




Perp. to Fibre 

Perp. to Fibre | 

Name of Wood. 

Parallel to 
Fibre. 

and Parallel to 
Ligneous 

and to 

Ligneous i 



^Layers. 

Layers. 

Oak 

34 

11*0 

9*5 

Heech .... 

33 

10*8 

8*8 

Boxwood . . . 

31 

12 0 

9*9 

Ash 

27 

11*5 

9*5 

Apple-tree . 

26 

12*6 

10*0 

Scotcli Fir . . . 

22 

120 

10*0 


A similar difference of conductivity along and perpendicular to the 
planes of cleavage of laminated rocks which are not crystallised has 
been detected by Jannettaz,^ the conductivity being beat parallel to 
the planes of cleavage and worst perpendicular to them. The same 
difference along and perpendicular to the planes of cleavage of bismuth 
has also been found by Svanberg and Matteucci. This difference in 
the case of laminated rocks shows that underground temperatures may 
be considerably modified by the inclination of the strata to the horizon. 

312. Experiments of M. de Senarmont. — The first extended 
experimental investigation of the conductivity of crystals was that of 
M. de Senarmont.*^ The method adopted consisted in cutting a thin 
plate, with parallel faces, in any desired direction from the crystal. 
The surfaces of the plate were coated with a thin film of white wax, 
and heat was applied at one point, from which it was conducted in 
all directions through the plate. As the plate became warm the wax 
melted around the point, and the inequalities of conductivity in 
different directions were indicated by the shape of the bounding line 
of the melted wax. 

In the case of isotropic substances, such as glass or cubic crystals, 
this curve was always a circle, and it was also a circle when the plate 
was cut in certain directions from crystals which did not belong to 
the cubic system, but in general with a plate cut in any other direction 
from a crystal the curve was elliptical, or at least an oval curve very 
approximately an ellipse. This line remained visible on the wax 
after the plate had cooled, and its eccentricity and the position of 
the axes of the curve could be determined. It would thus appear 

^ Edouard Janiiettaz, Journal de Physique^ tom. v. p. 150 ; and Ann. de Chimic^ 
4® ser., tom. xxix. p. 6, 1873. 

De Senarmont, Ann. de Chimie et de Physique^ 3® srr., toms. xxi. xxii. xxiii., 
1847-48. 
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that the isothermal surfaces around a heated point of a crystal are in 
general a system of concentric ellipsoids. 

It was also found that the axes of these ellipsoids, or the thermic 
axes, coincided with the crystallographic axes of symmetry, so that, for 
example, in crystals of the cubic system the propagation of heat took 
place as in uncrystallised mediaj and in crystals of the rhombohedral 
system the axis of the crystal was an axis of thermic symmetry, the 
isothermal surfaces being ellipsoids of revolution around it. It was 
found in this manner that quartz and calc-spar conduct heat best along 
the axis of symmetry, and equally in all directions perpendicular to 
this axis, while idocrase and tourmaline conduct heat best at right 
angles to the axis. 

One method of heating the crystalline plate is shown in Fig. 206. 
A small hole having been drilled through the plate AB, a copper or 
silver wire (being good conductors) was passed through it, and the 
lower portion MN was bent at right angles and heated by a lamp, the 

■C± 

M 

Ki}?. 206 . 

direct radiation of the lamp being carefully screened off. The wire 
soon becomes heated, and being a good conductor, the heat is carried 
to the plate, the wax melts around the hole, and an isothermal 
line corresponding to the melting-point of the wax is left imprinted 
on it. 

In M. de Senarmont’s experiments it was not a simple wire that 
was used, but a fine silver tube, so that when it became heated an 
ascending current of hot air flowed through it, and heat was carried 
to the plate both by the conduction of the metal and by the con- 
vection of the heated air. Two other methods of heating the plate 
were also employed. In one the rays of the sun were concentrated by 
a lens of short focus to a point on the surface of the plate, and in the 
other a wire was passed through the hole and heated by an electric 
current. The former method possesses an advantage in that the 
drilling of a hole is avoided, and no discontinuity is introduced into 
the plate, and in the latter method caution is necessary in heating the 
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wire, for if the temperature be raised too suddenly the plate may be 
fractured. 

When the plate is fairly thick, and heated by a wire passing 
through a hole at right angles to its faces, the curves on its two faces 
are in general not true ellipses, but egg-shaped ojals, such as are 
shown in Fig. 207, having their more obtuse ends turned in opposite 
directions on the two faces. This arises from the fact that the plate 
is not heated at a single point, but along a line, and when the source 
of heat is a line, the curves on the two faces will be similar ellipses 
only when the line is in the direction of the diameter of the thermic 
ellipsoid, which is conjugate to the direction of the faces of the plate. 
This point will be brought out in the theoretical investigation which 
follows. 

More recent experiments by Von Lang^ and Jannettaz have 
extended to a great number of crystals the results obtained by De 
Senarmont, but they have brought to light no new or more general 
relations. 

A determination of the absolute conductivities of crystals in 



different directions has been made by Mr. C. H. Lees,^ according 
to a plan suggested by Sir Oliver Lodge. This method consists 
in placing a slice of the crystal between the ends of two bars 
of metal placed end to end with their lengths in the same straight 
line. The crystalline lamina thus forms part of a compound bar 
which may be treated experimentally, either by the method of Forbes 
or by that of Angstrom. 

In order to secure good contact between the bars and the crystal, 
a metal (brass) was used which would amalgamate, and the contact 
given by the amalgamated ends was found to be extremely good. 
The temperature curve along the bars was determined by means of 
thermo-electric couples of iron and German silver soldered into the 
bars. The compound bar was packed in sawdust, and one end was 
heated by steam, while the other was immersed in cold water. When 

^ Victor Von Lang, Fogg, Ann, vol. cxxxv. p. 29, 1868. 

*■* Charles H. Lees, Memoirs and Proc, of the Manchester Phil, and Lit, Soc, vol. 
iv. p. 17, 1890-91 ; Phil, Trans,, 1892. 

* O. J. Lodge, Phil, Mag, (6), vol. v. p. 110, 1878. 
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the temperature curve was plotted, the value 6f dOjdx could be 
determined for each face of the crystalline plate ; ^ and when the 
absolute conductivity of the brass bars is known, that of the crystal 
can be deduced. The absolute conductivity of the brass was deter- 
mined by Forbes’s method. Lees found that the value of K for quartz 
is 0'0299 parallel to the optic axis, and 0'0158 perpendicular to it. 

313. Theory of Conduction In Crystals. — ^The theory of thermal 
conduction in crystalline media was attacked as early as 1828 by 
Duhamel,-* who from the hypothesis of molecular radiation deduced 
the general expressions for the flow of heat, and subsequently ob- 
tained a number of general consequences which applied directly to 
the experiments of M. de Senarmont. In 1851 the theory was 
presented by Stokes^ in a form independent of any hypothesis of 
molecular radiation, the only assumption made being the general one 
that the quantity of heat is conserved, and, by means of an auxiliary 
solid, problems relating to crystalline conduction were reduced to 
corresponding problems concerning isotropic bodies. 

Thus if we consider the flow of heat across an elementary plane 
area, drawn in a given direction, through any point P of the body, then 
if / be the flux of heat per unit area, per second, across this plane, the 
flow across the element in the time dt will be f.d&.dty and the value 
of / will depend on the direction in which the plane is drawn, and 
also on the time and the position of the point. For the present we 
shall consider the time^and position given, so that /^ill depend only 
on the direction of the plane. 

Let three rectangular planes of reference be chosen, and let fxyfyyfz 
be the fluxes across them. Then if the elementary plane be sup- 
posed to approach indefinitely close to the origin, it will, with the 
planes of reference, enclose a small tetrahedron whoso faces are dS, 
AdS, /iidS, vdS respectively, where A, /li, v are the direction cosines of 
the normal to dS. Now if the steady stage has been reached, as 
much heat flows into this tetrahedron as flows out ; and even if this 
stage has not been attained, the difference between what flows in 
and what flows out will be vanishingly small compared with either, 
for it is proportional to the thermal capacity of the element and 
the rate of rise of temperature, but the former is proportional to the 
cube of the linear dimensions of the element of volume, whereas 

^ A correction for Alie thin layer of mercury between the metal and the crystal 
was determined by a special experiment. 

Diihainel, Journal de V Nicole Polytechniqv^^ toms. xxi. xxxii. See also Laind, 
Lemons sur la Thiorie Analytique de la Chaleiir, Paris, 1861. 

^ G. G. Stokes, Cambridge and Dublin Mathematical Jowmal^ vol. vi. p. 
216, 1851. 
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the fluxes across the faces vary as their areas or the squares of the 
linear dimensions. We may therefore equate the sum of the flows 
across any three faces to that across the fourth, so that wo have the 
flow f,d8 per second across the base (fS equal to the sum of the flows 
fyifid&y fg.vd& across the other faces ; or 

* ^ . . . (1) 


This equation shows that if the fluxes of heat across the planes of 
reference be represented by three vectors, as in the case of forces or 
velocities, the flux across any other plane will be represented by the 
sum of the resolved parts of these vectors along the perpendicular to 
the plane. For some plane through P the flux of heat is greater than 
for any other, and the flux of heat across any other plane is this 
maximum flux multiplied by the cosine of the angle between the planes. 

Let 0 be the temperature at P, and lot us consider an elementary 
parallelepiped of sides The flow of heat per secoTid through 

the face is fx-^y^y and the flow through the opposite face is 

(/a; + ^^Sx)SySz, and so on for the other pairs of faces, so that the gain 

of heat per second is 



But if the rate of change of temperature be dOjdty and if the thermal 
capacity per unit volume be c, this must be equal to cdxSyBzdO/dty 
and we have # 


dfx I dfw ^ — c— 
dx ^ dy ^ dz dt 


( 2 ) 


T)iese formulae are perfectly general, and apply whether the substance 
be homogeneous or not. We shall now suppose the material homo- 
geneous, and that c is constant. 

At this point a distinct assumption is made — namely, that the flow 
of heat at P depends not on the absolute temperature, but only on the 
variation of temperature in its vicinity. In fact, it is assumed that the 
flux across any plane is a linear function of the rates of change of 
temperature dBjdXy dOjdyy dOjdz, parallel to the axes, so that we 'may 
write 


de 

^^dx^ 


,de 

^dy^ 


de 


^ de ^d0 de\ 


de de 


'dzj 


( 3 ) 
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Substituting these values of fy^ fg in equation (2) we have 







'^dzdx 


. ^ de 

+ 2/i- , - = Cjj 

dxdy dt 


(4) 


where a = aj, 2/ = yg + )^ 3 » 

Now there is a certain set of rectangular axes — namely, the axes 
of the quadric — 

ax^-\-hy^-{-cz^-V'lfyz-\-'lgzx-\‘^hxy — \ ... ( 5 ) 


for which the equation (4) takes the form 


.im ^d^e de 


( 6 ) 


for. if new axes of reference 0x\ 0y\ 0/ be chosen, making angles with 
the old axes Ox^ Oy, Oz^ whose direction cosines are l\ m\ n ' ; 

V\ vfi\ n \ then 


and 


X* = Ion my + 

d ,d , d , d 
dx dx dy dz 


and since the symbols of dilFerentiation combine with each other 
according to the same law as factors, it follows that the equation' (4) 
will be transformed by a change of axes exactly as if the symbols of 
differentiation were replaced by co-ordinates x^ y, z. When the prin- 
cipal axes of the surface (5), or any three conjugate diameters of it, 
are taken as the axes of reference, the equation (4) t|^es the form (6).- 
These axes are termed the thermic axes of the crystal. 

Taking the thermic axes as the axes of co-ordinates, the general 
expressions (3) for the flux of heat become simplified. The expressions 
(3) for /a;, fz contain nine arbitrary constants ; but when we sub- 
stitute (2) and compare the result with (6) it follows at once that 
= — (Jto, 71 “ - « 3 J 7-2 = “ Av that the expressions may be written 
in the form 


'^Jx — A ■ 

d/x dy dz 


dx dy dz 
f — - a 


(7) 


If the substance be symmetrical with respect to two rectangular 
pianos, the coefficients h , G, H ftiust vanish,^ for the planes of symmetry 

» Stokes, ill the paper referred to, gives reasons for the supposition that F, G, H 
vanish in the general case. 
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must contain the thermic axes, and if these planes be taken as those 
of xz and yz, the expression for must change sign with x, while fy 
and fz remain unaltered. Similarly /,, must change sign with y, while 
fx and/j remain unaltered, and referring to equation (7) this requires 
F, G, H to vanish, so that 


f 


-B 


dB 


/.= 


-cf 

dz 


( 8 ) 


The constants A, B, C are thus the conductivities of the substance in 
the directions of the thermic axes, and are termed the principal con- 
ductivities of the crystal. 

Now, in the case of an isotropic substance the equation which 
determines the distribution of temperature is (Art. 309) 

(iJ^B iPB\_ dB 

\dx^'^df'^~dz^)"^dt • 


(9) 


and equation (6) which applies to a crystalline body will be trans- 
formed into an equation of the same form as (9) if the co-ordinates 
jc, y, z be altered in the ratios n'^A/K, n/B/K, and v^C/K respectively, 
or (9) will be transformed into (6) by altering the co-ordinates in the 
inverse ratio. And if we take K-^ = ABC, any volume of one will bo 
strained by this transformation into an equal volume of the other. 
Hence the distribution of temperature in an isotropic solid, arising 
from any given conditions of heat-supply at one or more points, 
being determined, the corresponding distribution and the isothermal 
surfaces in a crystal may be deduced by straining the co-ordinates in 
the manner just indicated. 

Thus if heat be supplied at one point of an infinite isotropic 
solid according to any law, the isothermal surfaces will be spheres, 
and if the source be taken as the origin of co-ordinates, any one of 
these spheres will be given by the equation 

aj^ + 2/‘^+s“=r- (10) 

where r is the radius of the sphere. This surface becomes strained by 
the above transformation of co-ordinates into the ellipsoid 


-4-- -J = — 

A^B^C K 


( 11 ) 


which is the corresponding isothermal surface in a crystal, the axes of 
reference being taken in the directions of the thermic* axes of the 
crystal. 

Hence in an infinite crystalline medium, if heat be introduced at 
a single point, the isothermal surfaces will be a system of concentric 
and similar ellipsoids, the axes of any one of which are directly pro- 
portional to the square roots of the three principal conductivities of 


Derived 

solid. 
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the substance. Again, in the isotropic medium the flow of heat at any 
point takes place along the radius of the sphere, and varies inversely 
as the distance from the source, and the same result holds in the 
crystal. The flow across any plane touching the thermic ellipsoid is 
consequently in the direction conjugate to that plane. 

Now, if an infinite isotropic plate be considered, and if heat be 
supplied at any point or any number of points along a normal to the 
plate, the isothermal surfaces will be surfaces of revolution round the 
normal, and the isothermal curves on the face of the plate will be 
circles. Hence, if a corresponding crystalline plate be heated at any 
point or at any number of points along a line (the line of sources) 
taken in the direction conjugate to the faces of the plate with respect 
to the thermic ellipsoid (11), any particular isothermal surface will be 
the surface generated by an ellipse moving with its plane parallel to 
the faces of the plate, its centre on ‘the line of sources, and its principal 
axes parallel and proportional to those of the ellipse in which the 
thermic ellipsoid is cut by a plane parallel to the faces. 

In the particular case in which the faces of the plate are cut parallel 
to the circular sections of the thermic ellipsoid, the isothermal curves 
on the faces will be circles, but the line joining the centres of the 
systems on the two faces will not be normal to the faces. In order, 
then, to procure ellipses on the faces of a plate in De Senarmont’s 
experiment, it is necessary that the hole in the plate should be drilled 
in the direction conjugate to the faces with respect to the thermic 
ellipsoid. '' 

In the same manner when a crystalline bar is heated at one end, 
the isothermal surfaces are not planes at right angles to the length of 
the bar, but are planes parallel to the diametral plane of the thermic 
ellipsoid, which is conjugate to the direction of the length of the bar. 

Again, the flow of heat across any element of area in the crystal is 
equal to the flow across the corresponding element of the derived iso- 
tropic solid. For the flow across an element of area dydz perpendicular 

to the axis of x in the crystal is - ^^ydz^ and if = ABC, this is 

equal to the flow across the corresponding area in the derived solid. 

If we denote by A^, the differences between the expressions 

(7) and (8), we have 

dx^ dy^ dz ' 

which is analogous to the equation of continuity of an incompressible 
fluid. 
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ON THK CONDUCTIVITY OF FLUIDS 

314. Conductivity of Liquids — Despretz*s Method. — When the 
lower strata of a liquid are heated expansion occurs, and the consequent 
diminution of density causes the heated portions of the liquid to rise 
to the surface, while the colder parts sink to the bottom. In this 
manner convection currents are set up which transport the heat 
from one part of the liquid to another, and tend to bring about a 
uniformity of temperature throughout the mass. On the, other hand, 
when the upper surface of the liquid is heated the warmer layers 
remain in situ, and the lower strata can become heated only by radia- 
tion and conduction proper, or by the process of diffusion or molecular 
convection — that is, by the individual mole(!ules of the liquid becoming 
heated at the top and afterwards travelling into the lower strata, 
carrying their heat with them, and gradually parting with it to the 
colder molecules below by radiation or by contact, or by both j^rocesses 
simultaneously. 

When heat is supplied at the upper surface of a liquid the flow of 
heat downwards is in general exceedingly slow, except in the case of 
mercury or other metals in the liquid state. In illustration of this we 
may cite the fact that the upper strata of water contained in a tube, 
at the bottom of which some ice is fixed, may be boiled without melt- 
ing the ice below. Such a very feeble flow of heat might reasonably 
lead to the suspicion that in liquids the transport is mainly effected by 
molecular diffusion and convection rather than by that process of 
conduction which takes place in solids. 

The earliest experiments of any note on the conductivity of liquids 
are those of Despretz,^ the method adopted being analogous to the 
process applied to the determination of the conductivity of metal bars. 

' Desprotz, Coniptes Hemlus, 1838, p. 933 ; Ann. de Chimie et de Physique, vol. 
Ixxi. p. 216, 1839. Earlier experiments on the passage of heat downwards through 
liquids were made by Murray (Nicholson’s Journal, vol. i., 1802), and by Rumford 
(Nicholson's Journal, vol. xiv., 1806). 

2 u 
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In operating on water a cylindrical wooden vessel B (Fig. 208) was 
employed, about 1 metre high and 20 cm. ip diameter. At intervals 
of 5 cm. holes were drilled in the walls of the cylinder, and in these 
thermometers were inserted with their bulbs placed vertic dly over one 
another along the axis of the cylinder. The vessel was filled with 
water, and on the top of the liquid a copper box A was placed, which 
was kept filled with hot water renewed every five minutes. When 
this was continued for some time the upper thermometers were 

observed to show a gradual 
increase of temperature, 
and the wave of tempera- 
ture proceeded slowly 
downwards, as long as 
thirty -six to forty hours 
being required before the 
stationary state was at- 
tained. This elevation of 
temperature could not be 
attributed to conduction 
of heat down through 
the sides of the fccbly- 
COuductiug VCSSel, for 
Despretz, by means of other thermometers placed in the liquid, with 
their bulbs near the walls of the vessel, found that the temperature 
was higher along the 'axis than near the sides of the cylinder. Near 
the top the temperature did not vary luuch over a horizontal cross- 
section, but lower down this variation was considerable. It was thus 
proved that the propagation of heat takes place through the liquid 
either by molecular diffusion or by conduction proper, or by both 
processes. 

Despretz specially observed the temperatures in the stationary 
condition, and he found that the distribution of temperature along the 
•axis of the cylinder followed the same law as that in a long metal bar 
heated at one end and cooling by radiation in the open air. In this 
case we have already seen that the temperature curve is logarithmic 
and given by the forihula 



SO that the relative conductivities of liquids may be determined in 
this manner like- those of solids. Thus for liquids of conductivities 
Kj, Kg, Kg, etc., if lengths l^, /g, /g, etc., correspond to equal differences 
of temperature, we have, as in the experiment of Ingen-Hausz, 


Ki„ 


K,^ 


iv. 


= etA 
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By a comparison of cylinders of the same material, Despretz found 
that fi varied' inversely as the square root of the diameter of the 
cylinder, and this relation holds also for metals. The method, 
however, does not appear to be suited to give very accurate results, 
and the interest attaching to these experiments is chiefly historical.^ 

The same method was subsequently adopted iJy Paalzow,- in a . 
slightly modified form, in an investigation of the relation, if any, 
between the electric and thermal conductivities of various liquids, and 
his observations prove that no relation exists between these quantities. 

For it appeared that water and sulphuric acid conduct heat almost 
equally, the former being somewhat the better.*’* 

The conductivity of water, in absolute measure, has been obtained Bottom- 
by Dr. J. T. Bottomley^ by moans of a modified form of Despretz’s 

* peruiients. 

apparatus. The copper vessel employed by Despretz to contain the 
hot water, which acted as a source of heat, was dispensed with, and 
the heat was supplied by gently pouring hot water on the top of a 
wooden float of a diameter slightly less than that of the cylinder 
which cpnt^iined the water to be experimented on, and on which the 
board floated. Two thermometers were placed with their stems 
horizontal and their bulbs on the ‘axis of the cylinder at a short 
distance from each other. These thermometers gave the difference 
of temperature of the two faces of a horizontal stratum of the liquid 
of known thickness, and the quantity of heat which flowed through 
this stratum per second was calculated by observing the change of 
temperature of the whole mass of liquid below. This was indicated 
by a vertical thermometer, which had a long bulb extending down- 
wards from the centre of the stratum in question to nearly the 
bottom of the vessel. Another thermometer was placed horizontally 
at the bottom of this upright thermometer in order to ascertain when 
the wave of temperature had travelled so far, and as soon as this 
occurred, which was not until the end of an hour, the experiment 
was stepped. The value found in this manner for the absolute 
conductivity of water in the C.G.S. system of units was 
For water . . . K =0*002. 

. The method, however, is by no means free from serious objections, 
especially in regard to the manner in which the quantity of heat which 

^ A valuable historical account of the conduction of heat in liquids has been given 
by Dr. 0. Chree in the Philosophical Mayazim for July 1887, vol. xxiv. p. 1. 

Paalzow, Pogy, Ann. vol. cxxxiv. p. 618, 1868. 

3 [The sulphuric acid is highly ionised, which accounts for its electrical con- 
ductivity.] 

^ J. T. Bottouiley, Phil. Trans, Hoy, Soc,^ 1881, p. 537. 
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Winkel- 
mann’s ex* 
periments. 


flows through the stratum is estimated, and the value 0*002 differs 
considerably from that obtained by subsequent investigations, 

315. More Recent Investigations. — The methods which have 
been since applied to the determination of the conductivities of liquids 
belong chiefly to two classes. One in which a layer of the liquid 
under examination is contained between two horizontal discs having 
their centres in the same vertical line, and the other in which the 
liquid is contained in the annular space between two coaxial cylinders. 

The first method, which may be termed the flat disc method, was 
adopted by Professor Guthrie^ in 1869, and later by Weber- and 
Lorberg.'^ 

Experiments by the coaxial cylinder or annular space method have 
been made by Winkelmann^ and Beetz.^ 

Winkcl mannas results, expressed in centimetre, gramme, and 
minute units, are, for temperatures between 10'" and 18” C. — 


Water .... 

. 0-092 

Salt solution . 

. 0-1605 

Alcohol .... 

. 0-0904 

Bisulphide of carbon 

. 0*1186 

Glycerine 

. 0-0449 



The determinations of the conductivities of poor conductors by 
Lees (Art. 302) were extended by him to liquids also. Fig. 209 

shows the form of the apparatus. C, 
U, M and L are nickel-plated copper 
M discs, these being termed the cover, 
L upper, middle and lower discs respec- 
tively. P is the heating coil.' 6 is 
a glass disc of known conductivity 
used to measure the transmission of 
heat. E is an ebonite ring which confined the liquid between the discs 
M and L. To find the heat conducted through the ebonite ring, an experi- 
ment was made with air instead of liquid, the small amount conducted 
through the air being calculated. The whole apparatus was enclosed 
in an air-bath. Lees found a decrease in conductivity with rise of 
temperature. He states also that the conductivity of a substance 
does not always change abruptly at the melting point. The following 
table contains some of his results for liquids at 25"" C. 


* Guthrie, FhiL May. vol. xxxvii. p. 468, 1869. 

2 H. F. Weber, med. Ann. vol. x. pp. 103, 304, 472 ; vol. xi. p. 347, 1880. 
® II. Lorborg, TVied. Aim. vol. xiv. pp. 291, 427 ; 1881. 

* A. Winkeliiianii, Fogg. Ann. vol. cliii. p. 481, 1874. 

® W. Beetz, Wied. Ann. vii. p. 436, 1879. 
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Liquid. 

Ooiiductlvity. 

Mean Percentage 
change per degree C. 

Water 

•00136 

- 0-0055 

Glycerine 

•00068 

-0*0044 

Methyl alcohol 

•00048 

-o-m)3i 

Ethyl alcohol . 

•00043 

-0*0058 


Conductivity of Gasks 

316. Andrews’s Experiment — Conductivity of Hydrogen. — Diffi- 
cult as the practical determination of the conductivity of liquids may 
be, the investigation becomes more complicated and perplexing in the 
case of gases, for here the phenomenon is' masked by direct 
radiation, and it is almost impossible to determine how far 
the effects are due to convection and diffusion. For these 
reasons the determination of the thermal conductivity of 
gases is an investigation of extreme difficulty. 

Many familiar facts, however, render it certain that 
heat is not conveyed with facility through air or other 
gases except by radiation. Thus the presence of interstices 
and cavities filled with air renders such materials as felt, 
wool, furs, etc., very bad conductors of heat. Such sub- 
stances when compressed, so as to reduce the air cavities, 
conduct heat much better, and consequently become less 
warm when used as articles of clothing, but as to whether 
heat is propagated through the material more freely when 
the cavities are filled with air than when they are com- 
pletely empty or filled with other gases must be tested 
by experiment. 

The experimental evidence on this subject points con- 
sistently to hydrogen as being a much better conductor of 
heat than any other gas, or at least indicates that heat is much more 
freely propagated by this gas than by any other. A celebrated 
experiment on this subject is that described by Dr. Andrews,^ and 
usually attributed to Grove. A thin platinum wire (Fig. 210), through 
which an electric current could be passed, was stretched withiii a glass 
tube. When the tube was filled with air, or any gas other than 
hydrogen, while the wire was raised to incandescence by the electric 
current, it was found that the brightness remained, though less vivid, 

^ Andrews, I^oc. Roy, Irish Academy, vol, i. p. 465, 1840. 
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when the tube was exhausted.^ On the other hand, when hydrogen 
was passed into the tube, the brightness of the wire was greatly 
diminished, or altogether annulled. 

The experiment was varied by Grove,^ who*^ passed the same 
current through two similar wires stretched in different tubes, which 
could be filled with different gases. When one of the tubes contained 
hydrogen the wire in that tube was not luminous, although the wire 
in the other was vividly bright. This effect was found by Magnus to 
be very decided, even when the wires were stretched in very narrow 
tubes only 1 mm. in diameter, so that the layer of gas was very 

thin, and convection currents 
could scarcely occur. 

317. Experiments of 
Magnus. — The first notable 
investigation of the relative 
conductivities of gases was 
that published by Magnus ^ 
in 1860. The apparatus em- 
ployed is shown in Fig. 211, 
and was similar to that already 
described in Art. 265. The 
investigation of the diather- 
mancy of gases, in fact, de- . 
veloped out of the present 
inquiry concerning their con- 
ductivities. The gas under 
examination was contained 
in a very thin glass . vessel 
AB, which was 160 mm. high 
and 56 mm. wide. The 
upper vessel C w’as fixed to 
AB by fusion, and contained water kept near the boiling point by a 
current of steam. This formed the source of heat, and in order to 
compare the indications of the thermometer when different gases were 
used, it was necessary that the vessel AB shoifld be kept in an 
enclosure at constant temperature. For this purpose it was placed 

^ [The vacua iiieiitiuned iu this aud the following article could not have been 
high. The extreme vacua produced by the more efficient methods of the present 
day are the best of all heat-insulators.] 

- Grove, **Bakerian Lecture,** PAi/. 7V«ns., 1847 ; and Phil. Mag, vol. xxvii. 
p. 445. 

^ Magnus, Pogg. Ann. vol. cxii. })p. 351, 497. Translated, Phil, Mag, vol. xxii. 

p. 1, 1861. 
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inside a cylinder PQ, which was surrounded by a bath of water XY, 
as shown in the figure. By this means the temperature of the inner 
enclosure was kept constantly at 15° C.‘ A thermometer was fixed 
horizontally, and protected by a screen oo from the direct radiation 
of the source of heat above. In the earlier experiments a cork 
screen was used, but it was afterwards found that one of polished 
metal (silvered copper-foil) was much more efficient as a protection. 
This arises from the fact that the polished metal, although a better 
conductor than cork, is yet a much more feeble radiator and absorber. 
The following results give an idea of the difference in the indications 
of the thermometer when protected and i\nprotectcd in this manner 
in air at the pressure of one atmo. — 

('ork Screen 2 riiiM. Tliu’k. Two Topper- foils 1 mm. Distitnt. No Screen. 

23 ’ C. 2V-r> 25’ 5 

When the steam is allowed to enter the vessel C the temperature 
indicated by the thermometer fg gradually rises, and in about half an 
hour becomes stationary — the time varying with the nature and pres- 
sure of the gas. This temperature depends on several circumstances, 
such as the conducting and radiating powers of the glass vessel AB, on 
the thickness and radiating power of the screen, and finally on the 
conductivity of the gas, and more or less on its diathermancy. The 
results of the experiments are, however, comparatively simple. When 
the pressure of the gas was reduced to 15 mm. or less, the stationary 
temperature of the thermometer was sensibly the same for all gases, 
and differed little from the temperature, in vacuo. Denoting this 
latter by 100 (it was 11°’7 C. with a cork screen 2 mm. thick, and 
with a metal screen ^), the corresponding numbers for the various 
gases at atmospheric pressure were as follows : — 


Sub.staiice. 

Thor- 

momoter. 

1 

i SiibstHnce. 

i 

1 

1 Thor- 

1 inoiiieter. 

1 

Vacuum 

100 

1 

1 Protoxide of nitrogen . 

1 

75-2 

Air .... 

820 

1 Marsh-gas . 

I 80*3 

Oxygen 

[ 82-0 

1 Olctiant gas 

1 76*9 ! 

Hydrogen . . j 

1 111*1 

1 Ammonia . 

69-2 j 

Carbonic acid * 

1 70*0 

; Cyanogen . 

1 76-2 1 

Carbonic oxide . 

i 

1 81*2 

i 

1 Hulphuroiis acid . 

j 60-6 ' 


It appears from this table that the stationary temperature of the 
thermometer is higher in a vacuum than in any gas except hydrogen. 
The heat, therefore, travels through all these gases (except hydrogen) 

^ Tho temperatures were counted from that of the surrounding medium, which 
was 15“ C. 
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with less facility than through a vacuum. Further, the temperature 
of the thermometer rises as the gases are more rarefied, except in the 
case of hydrogen, for hero the opposite effect was exhibited, the tem- 
perature falling as the hydrogen became more rare. This has been 
supposed to demonstrate the true conductivity of hydrogen, and to 
prove that the other gases possess no appreciable conducting power. 
It is, however, evident from the results that the other gases exercised 
quite as decided an effect as hydrogen, but in the opposite direction. 
The only certain inference we seem able to make is that the flow of 
heat to the thermometer, or the heat-carrying power of the space, is 
increased by hydrogen and diminished by the other gases, and there 
are no a priori grounds for the sui^position that hydrogen possesses 
a conducting power similar to metals more than any other gas. 

318. Absolute Conduetivity of a Gas. — If a plane be imagined 
drawn through a mass of gas, then, according to the kinetic theory, the 
molecules are continually crossing from one side to the other of this 
plane, and by this process of interchange the properties of the gas 
tend to become equalised on both sides of the plane. Equalisation of 
temperature may thus be brought about by molecular diffusion, and 
the transport of heat through a gas by conduction is merely the trans- 
port of kinetic energy by molecular diffusion. The absolute conduce 
tivity of a gas might then be defined as the quantity of heat, or 
kinetic energy, transported per second through a layer of the . gas 
1 cm. thick, 1 square cm. area, and having I"" C. difference of tem- 
perature between its faces, the transport being effected by molecular 
motions alone and not by the motion of large portions of the gas, 
such as takes place in convection currents. 

To measure the conductivity of a gas consequently requires the 
study of its cooling under conditions in which the effects of convec- 
tion currents are negligible. 

This line of investigation has been followed by Kundt and War- 
burg^ among others. When a thermometer is allowed to cool in a 
gas it loses heat by radiation, and e,lso by conduction, but the effect 
duo to the latter is completely masked by that arising from con- 
vection currents unless the pressure is small. When the pressure 
is diminished to a certain value the effects of convection currents 
become insensible, and the rate of cooling of the thermometer at any 
given temperature remains constant, until a stage of exhaustion is 
reached at which the mean free path of a molecule is not vanishingly 
small compared with the dimensions of the enclosure. This constancy 

^ Kundt and Warburg, Poyy. Ann. vols. civ. and clvi. ; and Jovn'nal de. 
Physique, vol. v. p. 118, 1876. 
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of the rate of cooling is in accordance with the kinetic theory, from 
which it follows that the conductivity of a gas up to this limit is 
independent of the pressure. 

Kundt and Warburg operated with three different enclosures, and 
found that with air the rate of cooling of the thermometer remained 
constant for pressures between 150 mm. and about 1 mm., and for 
hydrogen between 150 mm. and about 9 mm. Within these limits 
the action of convection currents was therefore insensible, and the 
observations lead to th‘e conductivity of the gas when the cooling 
arising from direct radiation is determined. For this purpose the 
enclosure was exhausted as completely as possible after being 
thoroughly desiccated at a temperature of 200° C. In this state 
the rate of cooling was found to be independent of the shape of the 
enclosure, which showed that the effect of conduction by the residual 
gas was negligible. The radiation being thus known, the cooling 
produced by conduction was determined by difference. 

By this means it was found that the conductivity of hydrogen 
wfis 7*1 times that of air, while the corresponding ratio for carbonic 
acid was 0*59. The former agrees with the theoretic deductions of 
Maxwell, but the latter is sensibly less than the value (0*7) obtained 
theoretically. The theoretic coefficient for carbonic acid is, however, 
unsatisfactory, as it depends on the ratio of the two speciiic heats, 
which varies with the temperature, and the theory does not take this 
into account. 

The estimation of the absolute values of the conductivities 
required a knowledge of the thermal capacity of the thermometer, 
and, as this was not accurately determined, numerical results were 
not deduced. The value for air was, however, set down at 0'000048 
in the C.G.S. system of units. 

Stefan^ observed the cooling of a thermometer furnished with 
a double envelope of copper and brass. The air between the two 
envelopes was thus heated by the interior and cooled by the exterior 
surface. The temperatures of these surfaces being known, and the rate 
of cooling being determined, the ffow of heat through the layer of air 
can be deduced and the conductivity evaluated. The number found 
in this manner for air was 0*000056, which is 20,000 times less than 
that of copper. The dynamical theory led Maxwell to the number 
0*000055. Stefan also found that, in accordance with theory, the 
conductivity was independent of the pressure, and that the con- 
ductivity of hydrogen was seven times greater than that of air. The 

^ Stefan, Sitzungsherichte der IViemr Akademie^ vol. Ixv. p. 42 ; and Journal 
de Physique^ tom. ii. p. 147, 1873. 



666 


THEORY OF HEAT 


OHAF. VII 


effect of radiation iff, however, neglected in the foregoing, and this 
renders the value of K somewhat too high. 

The value deduced by Winkelmann^ was 0*000052, and the 
variation with temperature was expressed by the formula — 

K = Ko(l + 0*00277^). 

According to theory, however, the conductivity should vary as the 
square root of the absolute temperature,^ and this result in itself is 
obvious, for under given circumstances the (quantity of energy trans- 
ported across any stratum of the gas will be proportional to the 
average, velocity of translation, and, as we have already seen, this is 
proportional to the square root of the absolute temperature. 

* A Winkelmann, Pogg, Ann, vol. clvi. p. 497, 1875 ; vol. clix. p. 177, 1876. 

This is on the assumption that the molecules are elastic spheres, and could 
not be expected to be true fur gases which are not monatomic.] 



CHAPTER VIII 


THERMODYNAMICS 
SECTION I * 

THE FIRST FUNDAMENTAL FRINOIPLE 

319. The First Law and the Enersry Equation. — The modern 
science of thermodynamics is based on two fundamental principles, 
both of which relate to the conversion of heat into work. The first 
9 f these is the principle of equivalence established by Joule, and is 
represented algebraically by the equation 

W=JH. 

This principle, which is known as the first law of thermodynamics^ 
asserts that when work is spent in producing heat, the quantity of 
work spent is directly pibportional to the quantity of heat generated, 
and conversely, that when heat is employed to do work a quantity 
of heat disappears which is the equivalent of the work done. This 
conception is derived from, the dynamical theory, according to which 
heat is regarded as a form of energy, and consequently, when work is 
done by thermal 'agencies, or heat generated by the expenditure of 
work, the quantity expended of either is the equivalent of the 
quantity generated of the other in accordance with the general 
principle of the conservation of energy. 

Let us now consider the various departments in which a quantity 
of heat, when communicated to any body, may expend itself. In the 
first place, a portion of it, but not necessarily all, may be employed 
in raising the temperature of the body. This portion is spent accord- 
ing to the dynamical theory in increasing that energy known as the 
sensible heat of the body. The increase of temperature is in general 
accompanied by increase of volume, and as a consequence work will be 
expended in two departments. For if the body be subject to external 

667 
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External 

work. 


forces, work will be done by or against these forces while the volume 
is changing. This is termed the external work. For example, if the 
body be subject to a uniform pressure p, the work done against this 
external pressure during an expansion dv will bo pdi). So also work will 
bo done against internal forces, such as molecular attractions ; while 
the volume or state is changing, and the amount of heat expended in 
the performance of this, internal work as it is called, may be a con- 
siderable portion of the whole. Under the head internal work may 
also bo placed the first-mentioned increase of molecular energy or 
increase of sensible heat of the body. 

Thus if the internal energy of the body be denoted by U, and if 
this embraces both the kinetic and potential energies of the molecules, 
the heat supplied to the body will be expended in two departments — 
one in doing external work, and the other in altering the internal 
energy of the body. Hence, if the external work done is dWy and if 
the change of internal energy is dJJy when a quantity of heat dQ is 
given to a body, we have 

rfQ-=rfU+6i\V . . . . . (1) 

The symbol J being avoided by expressing dQ in work units (ergs). 

The quantity of heat c/Q is regarded as positive when given to the 
body, and negative when taken from it. Under these circumstances 
the work dW must be regarded as positive when done by the body, 
and negative when done on it, in accordance with equation (1). When 
the external work is introduced by ordinary mechanical reactions, 
resistance to distortion, etc., the expressioi\ for dW takes the usual 
form of stress multiplied by strain, but work may be done by a system 
in many other ways. For example, a liquid, in altering the area of 
its surface, is subject to capillary forces, and if T denotes the surface 
tension, and an element of surface, the expression for dW in this 
case is T(/S. So also work may be done in consequence of electric or 
magnetic forces when electrified or magnetised matter is moved from 
places of lower to places of higher potential. Thus, if a quantity dq 
of electricity is moved from a place of zero potential to a place at 
potential V, the expression for dW is Vdq, If, however, energy be 
given to external systems only by work done against a uniform 
normal pressure^, then dW =pdv, and the energy equation becomes 

dQ=:dU-hpdv. . . . . . (2) 

[Prof. W. M‘F. OiT has suggested the following statement of the first law. 

If a body or system undergoes any ei/ete of operations, z.e. one such that the Initial 
state and the final state are the same, the total amount of heat taken in, algebraically, 
in the cycle by the system from extenial bodies is proportional to the amount of 
work done (algebraically) by the system on external bodies. ” The advantage of 
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this form of statement is that the possibility of work being gained or lost owing to 
a change in the internal energy of the system is eliminated (see Art. 322). It might 
be added that if energy (not work) in any other form than heat enters or leaves the 
system, it must be reckoned in terms of heat energy.] 

320. Remarks on the Energry Equation — Cyclic Transformations. 
— In general for every substance there is some characteristic equation 
connecting the volume, pressure, and temperature, so that when any 
two of these quantities are known, the third is completely determined. 
For this reason, when the condition of a substance is represented 
graphically, as in Art. 67, the pressure and volume being known, 
the temperature corresponding to any point A (Fig. 212) becomes 
determinate, and the state represented by the point is unique.^ Hence 
we may assume that the internal energy IJ, which appears in the 
energy equation, is completely 
determined for any state by the co- 
ordinates of the point which repre- 
sents that state in the diagram. 

This is expressed by saying that 
the internal energy U correspond- 
ing to any state A is a function of 
the co-ordinates which define the 

state, and consequently the change of internal energy in passing from 
any state A to another state B will depend only on the points A and B, 
and in no way on the nature of the transformation by which the body 
may pass from A to B. In other words, if a substance be brought 
from any state A to any other state B, through any series of trans- 
formations represented by the path AMB, the change of internal energy 
depends only on the co-ordinates of A and B, being independent of the 
nature of the path AMB. The assumption made here is merely that 
if a body, after passing through any series of transformations, bo 
brought back again to its initial condition, its internal energy will 
be the same at the end of the cycle as at the beginning, whether it 
returns to its initial condition by the same path, AMB, as it set out, 
or by a different, ANB. This amounts to saying that U at any point 
is a single valued function of the co-ordinates of the point, or that 
fl\J is a perfect differential. 

On the other hand, the external work done during any transforma- 
tion depends not only on the initial and final conditions of the sub- 
stance, but also on the nature of the intermediate operations. For, 

^ An ambiguity arises when more than one value of the temperature can exist 
for the same values of the pressure and volume ; so also in the case of a liquid and 
its saturated vapour, the pressure is a function of the temperature alone, and the 
volume within certain limits is independent of both. 
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as has been shown (Art. 67), the external work performed in passing 
from the state A to the state B along the path AMB is represented 
« by the area AMBB'A', so that the external work is not known unless 
the shape of the curve AMB, or the relation connecting the volume 
and pressure throughout the transformation, is known. In other 
words, W is not determined by the initial and final co-ordinates, find 
dW is not a perfect differential. The work done during any transforma- 
tion depends on the nature of the transformation from beginning to 
end, and in order to estimate it we require not only a knowledge of 
the initial and final states, but also some subsidiary relation, such as 
f(p^v) = 0, connecting the volume and pressure throughout the trans- 
formation. 

It thus appears that the quantity of heat supplied to a body in 
passing from the state A to the state B depends on the*nature of the 
transformation by which it is brought from A to B as well as on the 
positions of these points. This quantity of heat consequently cannot 
be expressed, like the internal energy, in terms of the co-ordinates of 
A and B, but requires a knowledge of the subsidiary relation f{p^v) = 0, 
that is the shape of the path AMB. Hence r/Q is not a perfect differ- 
ential, In the language of the differential calculus this is expressed 
by saying that, in the case of the internal energy U, we have 

dx \ ~dy ) (iy\ dx ) * 

t 

where x and y are the Independent variables chosen to determine the 
condition of the body. But in the case of the quantity of heat Q, we 
have 

dx\dy J dy\dx ) 

According to the caloric theory, however, which regarded heat as 
indestructible, the quantity of heat supplied. to a body in passing from 
any state A to any other state B must depend only on the initial and 
final states, and not on the nature of the intermediate transformations. 
According to this theory, then, dQ, would be a perfect differential, and 
the external work would be derived from the heat, not by using up an 
equivalent quantity of it, but by transferring it, unaltered in quantity, 
from bodies of higher to bodies of lower temperatures, in a manner 
somewhat analogous to the way in which work is obtained by allowing 
water to descend from places of higher to places of lower level, 

The fact that JQ is not a perfect differential according to the 
dynamical theory arises therefore from the principle of equivalence, 
according to which, when any substance passes through any cycle of 
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transformations, an amount of heat disappeai's which is the equivalent 
of the work done, and if the substance be brought back to its initial 
condition after passing through a complete cycle of transformation, a 
quantity of heat represented by the area of the cyclq is destroyed, or 
generated, according to the direction in which the cycle is passed 
througl). . 

321. Integrating Factor of the Energy Equation.— If x and y 
be any two independent variables which determine the condition of a 
body, it follows that rfQ may be expressed in the form 

rfQ = Xc^3* + Yrf2/ (1) 

where X and Y are each functions of x and y ; but since efQ is not a 
perfect differential, d^jdy will not bo equal to (njdx. The left-hand 
side of this equation may, however, be made an exact differential by 
multiplying it by a factor /a, which is some function of x and y. The 
quantity will then be a perfect differential, and we shall conse- 
quently have 

or 

^\dx dy ) ‘ dy d.d 

an equation which expresses the integrating factor /x in terms of X 
and Y. 

The relation between X and Y may bo deduced by comparing (1) 
with the energy equation. For since U and W are supposed express- 
ible in terms of x and y, we have 



In the particular case when the only external force is a uniform 
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normal pressure p, and in which the independent variables which 
determine the condition of the body are p and v, we have 


• dQ — ljdv+Mdp, 

whore L is the heat of dilatation or the quantity of heat absorbed by 
the body under constant pressure, while its volume changes by unity, 
and M is the quantity of heat required to change the pressure by 
unity when the volume is kept constant. Hence if p is the integrating 
factor 

(2) 

But by the energy equation 

d\J, dV, . 
dq=^dp+-^dv+jHiv. 


Therefore 


T ^ 


and M = 


dp* 


Hence, since U is a perfect differential, we have 


dh 

dp 


dU__ 

iiv 


(3) 


as the relation between L and M. 

Using this result equation (2) becomes 




dp jdp 

dv ' ^^dp' 


which expresses p in terms of L and M. 

Cor. In the case of a perfect gas an integrating factor is the 
reciprocal of the temperature 0 measured from the zero of the perfect 
gas thermometer. For in the case of a perfect gas the energy equation 
is (Art. 165) 

dQ—C^0+pdv, 

Therefore ^ • . 

dQ_f,d0 ^dv 


and tbe right-hand member of this equation is obviously an exact 
differential. Hence dQ/0 is a perfect differential. , 


Examples 

1. If there is one integrating factor of dQ, show that there are an infinite 
number. 

{If p is an integrating factor of dQ, then 

pdQ=d^, ■ 
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But if ^ be any flinction of 0, we have 


consequently 


♦ and =/'(0)d0, 

A*/'(0)rfQ=/'(0)d0=d4». 


so that the factor also renders dQ a perfect differential.} 

2. Denoting tlie specific heats at constant pressure and constant volume by Cp 
and Cv respectively, prove that in dynamical units 



and Cp 



{Since U is completely detenu ined by the variables v and 0^ we have 




Hence, as is otherwise directly obvious, 


\ / • \ « V / p 

and similarly by .taking p and 0 as independent variables wo obtain the second 
relation. 

In the case of a perfect gas U is a function of 0 alone, and hence 





so that the second relation becomes Cp-C, = R.} 

3. A gas changes its volume from Vi to at constant temperature, find the 
quantity of heat absorbed. 

{Since the temperature is constant the energy equation dQ=:0«d9+pdv becomes 

dQ =pdv = 


Hence the heat absorbed is (in dynamical units) 


Q = R01og{f2/vi). 

From this relation it follows that if the isothermal changes of a gas are such that 
the'quantities of heat absorbed or evolved form an arithmetical progression, the 
corresponding changes of volume form a geometrical progression.^ 

‘The above equation may also be written in the form 

Q=^Vilog(t»a/vi), 


so tb^ if this refers not to unit mass of the gas, but to that quantity which assumes 
a volume Vj under a pressure Pi, the equation contains nothing depending on the 
nature of the gas. This equation was employed by Joule in one of his determinations 
of J.} 

4. Determine the work done when a gas is compressed adiabatically from 


Pi^ topgVg, 
{Wc have 




* This result was arrived at by Carnot, Motive Poiver of Heat, p. 81, English 
edition. 
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5. Prove that the areas included between the adiabatic lines of a perfect gas and 
the axis of volume are equal if measured from the points where they are intersected 
by any isothermal. 

{This follows from the property that the internal energy of a perfect gas is a 
function of the temperature only.} ^ 

6. If is an integrating factor of dQ, prove that taken round any closed cycle 

^iudQ=0, 

{Since it follows that the value of the integral taken along any curve 

joining two points PiV^ and is simply ^ ~ 0^ where 0, is the value of 0 at p^Vy^ 
and 02 its value atp.2V2* When the cycle is closed 0i = 02.} 

7. If a substance has attained its maximum density under a given pressure, prove 
that the tangent plane to the characteristic surface at the corresponding point is 
parallel to the axis of temperature. 

•|If the cliaracteristic equation be yip, 17, ^) = 0, then under constant pressure we 
liave 

df dfdv 
de dvdB * 

Hut if the density is a maximum dvldB=Q ; therefore at the corresponding point wc 
have dfldd^Q, which was to he proved. 

The locus of these points is a curve on the characteristic surface which obviously 
divides it into two parts, such that the projection of one on the plane jtv is the 
same as that of the other. Hence it follows that every curve on the characteristic 
surface which cuts this locus projects on the plane pv into a curve touching the pro- 
jection of the locus, and consequently tivo curves which intersect on it project into 
two which touch each other. } 
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322. The Work of Sadi Carnot. — At the time when Sadi Carnot 
wrote his celebrated essay (1824) on “The Motive Power of Heat,” ^ 
the works of Kumford and Davy had been completed, and the undu- 
latory theory of light was regarded as established by weighty argu- 
ments in every department, yet the caloric theory of heat still held 
its ground, and the scientific world remained to be converted to the 
new doctrine. The introduction of the steam-engine, and the great 
industrial revolution which accompanied it, attracted attention to the 
manner in which work may be produced by heat ; and it was in seek- 
ing to discover the general laws which govern the action of heat- 
engines, that Carnot was led to some of those forms of reasoning 
which are still continually employed in the dynamical theory. 

Before the time of Carnot no relation seems to have been suspected 
between the work performed by a steam-engine and the heat drawn 
from the furnace. In seeking to establish this relation Carnot based 
his work on the doctrine of the conservation of energy, or the impossi- 
bility of perpetual motion ; and although in conjunction with this he 
espoused the doctrine of the conservation of caloric, yet in much of 
his work the latter is not essential, and many of his conclusions remain 
true on any theory and require but little modification to adapt them 
to the dynamical theory. It is, besides, in this work that we find 
the first examples of cyclic operations in which a working sub- 
stance, after passing through any series of transformation, is brought 
back again to its initial condition ; and it is only for such a cycle, 
Carnot informs us, that we are entitled to reason upon the relation 
between the external w:ork done and the heat employed in it*s 
production. 

In fact, as we have already mentioned, if a substance be allowed to 

^ Sadi Carnot, Reflexions sur la puissance motrice du feu cl sui' les inoyens propres 
it la devslopper (translated by K. H. Thurston, 1890. London : Macmillan and Co.). 
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expand, doing external work, it is not legitimate to assert that the 
heat spent is the equivalent of the work done unless the substance in 
its final state is in exactly the same condition as at the beginning ; 
but when the substance has boon brought back to its initial state, we 
are entitled to assert that, on the whole, it has neither lost nor gained 
energy, and we are then in a position to reason upon the external 
processes that have taken place, and to determine the condition of 
equivalence among them. 

Besides this conception of complete cycles, the other grand idea 
introduced by Carnot was the principle of reversibility — namely, that 
by the expenditure of an equal quantity of work the heat may be 
taken from the condenser and restored again to the source. 

In spite of his adoption of the caloric theory,^ Carnot seems to 
have been by no means confident of its truth, and in his later writings 
(which unfortunately remained unpublished until recent times) he 
showed that he was thoroughly convinced that it was false, as he not 
only espoused the dynamical theory, but also planned several experi- 
ments to determine the equivalent relation between heat and work, 
and deduced a value of that equivalent probably from the very data 
employed by Mayer in 1842. That Carnot was finally convinced of 
the truth of the dynamical theory, and that he had also conceived the 
great principle of the conservation of energy in its general form, is 
distinctly proved by the following passages taken from his notes, 
written when the wave theory of light had just triumphed : — 

“At present liglit is generally regarded as a vibratory motion of the ethereal 
fluid. Light produces heat, or at least accompanies the radiating licat, and moves 
with the same velocity as heat. Radiating heat is tlien a vibratory movement. It 
would be ridiculous to suppose that it is an emission of matter while the light which 
accompanies it could bo only a movement. 

“Could a motion (that of radiating heat) x>roduce matter (caloric) ? 

“ No, undoubtedly ; it can only proiiuce a motion. Heat is then the result of a 
motion. 

“It is then plain that it could be produced by the consumption of motive power, 
and that it could produce this pow’er. 

“ Heat is simply motive power, or rather motion which has changed form. It 
is a movement among the particles of bodies. Wherever there is a destruction of 
motive power, there is at the same time production of heat in quantity exactly pro- 
portional to the quantity of motive power destroyed. Reciprocally, whenever there 
is destruction of heat, there is production of motive power. 

“ We can then establish the general proposition that motive power is in quantity 

^ It is interesting to note that of the two principles adopted by Carnot, viz. /the 
iinpoasibility of perpetual motion and the conservation of caloric, the former was by 
no moans generally received at the time, whilo‘the latter was generally admitted as 
true. At present the former is universally adniitted as true, while the latter is as 
generally believed to be false. 
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invariable in nature — that it is, correctly speaking, never either produced or 
destroyed. It is true that it changes form — that is, it produces sometimes one sort 
of motion, sometimes another, but it is never annihilated.*' 

These words, prove that some time before his death (in 1832) 
he was not only convinced of the truth of the dynamical theory oi 
heat, but that he had also grasped the law of conservation of energy 
in its widest form. “Motive power,” he says, is in quantity in- 
variable in nature; it is, correctly speaking, never either produced 
or destroyed.” 

Working on the caloric theory, however, he postulated that in the 
steam-engine and other heat-engines the work is performed not by 
an actual consumption of caloric, which was opposed to the doctrine 
of the materiality of heat, but “ to its transportation from a hot body 
to a cold body.” Thus by the fall of heat from a higher to a lower 
temperature he supposed work to be done in a manner in some way 
analogous to that in which work is obtained by allowing water to fall 
from a higher to a lower level. In the latter case the quantity of water 
which reaches the lower level is the same as that which leaves the 
higher ; none of the water is destroyed in performing any work which 
it may be employed to do. It is the motion acquired in falling that 
is used up in doing work. The work derived from a heat-engine was 
supposed to be produced in a somewhat similar manner, the quantity 
which reached the condenser being supposed the same as that which 
left the source. Thus the work was done by the caloric in flowing 
from a hot to a cold body, and in doing the work it was supposed, 
like the water, to be wholly or partially brought to rest. This Carnot 
speaks of as “ the re-establishment of equilibrium in the caloric.” 

One of the chief points, however, is the recognition by Carnot of 
the necessity in all engines by which work is continuously derived 
from thermal agencies, of two bodies at different temperatures, that is 
a source and a condenser, or the passage of heat from one body to 
another at a lower temperature. 

328. Carnot’s Cycle. — Carnot’s work failed to attract attention 
until ten years after its publication, when it was brought into 
prominence by Clapeyron,^ who cleared up most of what remained 
obscure in Carnot’s reasoning, and exhibited it in a more elegant form 
by representing the various transformations geometrically by means 
of indicator diagrams. The cycle which Carnot supposed his working 
substance to traverse when geometrically represented consists of a 
four-sided figure, ABCD (Fig. 213) bounded on two opposite sides, 

' Glapeyron, Journal de V£cole polytecknique^ tom. xiv., 1834. Translated in 
Taylor's Scientific Memoirs^ fiart iii. 
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AD and BC, by isothermal lines, and on the remaining pair by 
adiabatic lings. 

The workitig substance is taken in the state represented by the 

point A, and bging contained in a non^ 
conducting vessel, is allowed to expand 
adiabatically — that is, without thermal 
communication with other bodies — until 
it reaches the state B. During this 
operation external work, represented 
by the area ABB' A', is done by the 
substance, aiul its temperature falls 
from 0 to The next operation is 
an isothermal compression along the 
curve BC to some arbitrary point C. 
During this stage work represented 
by the area BCC'B' is done on the 
substance, and as the temperature is supposed to be* kept constant, 
the heat developed by the compression must be removed as fast as 
it is generated. Let the quantity thus removed be Q'. The third 
operation is an adiabatic compression of the substance from C to D , 
until the substance regains its original temperature 6^, so that D is on 
the isothermal line which passes through A. During this operation, 
work, represented by the area CDD'C', has been done on the substance 
while its temperature has been raised from & to 0 , The fourth and 
last operation is the isothermal expansion of the substance from D to 
the starting-point A. During this transformation the substance 
expands, doing external work represented by the area DAA'D', while 
in order to keep its temperature constant a quantity of heat Q must 
be absorbed from some external source. This quantity, if no 
hypothesis be made concerning the nature of heat, may be either 
equal to or different from the quantity Q' evolved by the substance 
during the isothermal compression BC. 

If the caloric theory be admitted, then Q must be equal to Q', and 
regarding the cycle as a whole, an amount of work represented by the 
area DABB'D' has been done by the substance, while DCBB'D' has 
been done on it, leaving a balance represented by the area of the 
figure ABCD as the work gained during the cycle. 

So far the whole process is independent of any theory of heat,^ and 


^ The cycle described hero is virtually that given by Carnot in his original essay. 
He begins it with the adiabatic operation AB, and termifiates with the isothermal 
DA. As usually described it would appear as if Carnot's account required correction 
and modification to adapt it to the dynamical theory. The cycle described by 
Carnot is indejiendent of all theory ; he merely describes a series of transformations 
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must stand intact whatever theory be adopted. The substance has 
simply passed through a cycle of operations, and has now. re turned to, 
its initial condition. If Q = Q", as Carnot taught, the work has been 
obtained simply by*the flow of a quantity Q of heat from a temperature 
(9 to a lower temperature ff. If, on the other hand, the dynamical 
theory be adopted, a quantity of heat, equivalent to the work per- 
formed during the cycle, must have disappeared. In other words, Q 
is greater than Q', and the difference Q-Q' has been converted 
into work represented by the area of the cycle. This conclusion is 
in strict accord with all experimental investigation, and the direct 
verification in the case of the steam-engine has been already noticed 
(p. 46). 

In order to realise such a cycle it would be necessary to enclose 
the working substance, say a gas, in a non-conducting cylinder fitted 
with a non-conducting piston and a perfectly-conducting bottom. We 
must also be provided with two bodies which can be maintained at 
constant temperal^ures 6/ and 

In the first operation the cylinder must be placed on a non-con- 
ducting support, and the substance, supposed to be initially at the 
temperature is allowed to expand without loss or gain of heat until 
its temperature falls to The cylinder is then removed from the 
support and placed with its conducting bottom in contact with the 
body at temperature ff. The second operation is now commenced, 
and the substance is compressed while its temperature is maintained 
constantly at ff. 

In any actual operation, of course, the temperature of the working 
substance would exceed that of the body to which it yields its heat, 
but by compressing very slowly this difference can be made as small 
as we please. Again, the working, substance is supposed to yield 
its heat to a body constantly at the same temperature and this 
would require the body to have an infinite capacity for heat, or else 
to be maintained in some way constantly at the same temperature & 
by internal or external transformations. The second transformation 
of the cycle is consequently like the first, only an ideal limit which 
may be approached but not attained in practice. This, however, 
will not invalidate the adoption of such a cycle in our reasoning 

through which the working substance passes. It is in the subsequent deductions, 
founded on some postulate as to the manner in which work is obtained from heat, 
that the theory comes in. The corrections to Carnot's work introduced by James 
Thomson and Maxwell are consequently not only unnecessary, but are an injustice 
to the illustrious author of The Motive Power of Heat, and no doubt they were 
proposed at a time when Carnot’s work was learned by report rather than by 
consultation of the original. 
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concerning heat-engines. It merely furnishes us with an ideal type 
to which we can only approximate in practice. 

The third operation is conducted like the first by placing the 
cylinder on ,the non-conducting stand and compressing , until the 
original temperature Q is regained. ' The cylinder is then placed in 
contact with the other body or source of heat at temperature and 
the working substance is allowed to expand while heat is sujDplied to 
it as required in order to keep its temperature constant. 

The characteristic of the cycle, which must be carefully kept in 
view in order that it may be reversible, is that the working substance 
parts with heat to, and takes in heat from, bodies at the same tem- 
perature as itself. There is no passage of heat by conduction from 
one body to another at a lower temperature. The transference of 
heat between the working substance and any other body is such that 
this substance and the body in question are at the same temperature 
while the transference is taking place. 

Further, all the heat absorbed by the working shbstance is taken 
in at one temperature and all the heat given out is ejected at another. 
There are thus only two temperatures involved, and this renders the 
cycle the simplest possible representation of a heat-engine, just as 
the simplest representation of an engine worked by water power 
would be the case in which the water is all received at one level and 
all ejected at another — for example, the case of a water wheel in 
which there is no leakage. 

An examination of the foregoing cycle shows that it is reversible — 
that is, if the working substance be made to traverse it in the opposite 
direction, the operations will be all repeated in the inverse order and 
opposite sense. Thus a quantity of heat Q will be evolved at d by 
the working substance in passing from A to D, and a quantity Q' will 
be absorbed at ff in passing from 0 to B, while during the complete 
cycle an amount of work represented by the area of the cycle is done 
on the substance. In other words, by the expenditure of work a 
quantity of heat is taken in at the lower temperature ffy and another 
quantity is evolved at a higher temperature By or heat is transported 
from a cold body to a hot body by the expenditure of work, just as 
water may be transported from a low level to a higher. 

The process by which heat is converted into work is said to be* 
reversible when ^he series of changes can be performed in the reverse 
order, the forces remaining the same, but the velocities being of opposite 
sign. The first condition of reversibility, of course, is the possibility 
of causing the substance to pass back again from its final to its initial 
state successively, and in the reverse order through all the stages passed 
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through in the direct process. A reversible engine is one in which the 
working substance passes through a reversible cycle. When it is not 
possible to repeat the transformations in the reverse order, or when 
reversed if the fordes are not equal in magnitude to those which occur 
at the same point in the direct process, the transformation is said to 
be irreversible, 

324. Efficiency of a Reversible Engine — Carnot's Theorem. — If 
we define the efficiency of a heat-engine as the ratio of the quantity 
of work W done during a complete cycle to the quantity of heat Q 
drawn from the source, we can easily show that the efficiency of all 
reversible engines must be the same, and that this is the major 
limit to the efficiency of any engine. In other words, no engine can 
be constructed having an efficiency greater than that of a reversible 
engine. For let us suppose that it is possible to construct an engine 
B, which has a greater efficiency than a given reversible engine A. 
Then if A draws a quantity Q of heat from the source, and performs 
an amount of work W during each stroke of the piston, it will 
restore a quantity Q of heat to the source when worked backwards 
by the expenditure of a quantity of work W, since it is supposed 
reversible. Now let the engine B draw a quantity Q of heat from 
the source during each stroke (this can be made the same as the 
quantity drawn by A by simply altering the quantity of working 
substance in the cylinder), and lot this engine perform, if possible, 
a quantity of work W'>W. Then B may be employed to drive 
A backwards, and in addition we shall have a quantity of work 
W' - W at our disposal, which can be employed in any manner. 
Now B draws Q from the source, and A, being worked backwards, 
restores Q to it. Consequently the compound engine, consisting of 
A and B working together, furnishes us with a quantity of work 
W' - W at every stroke, while no heat is drawn from the source. 
According to the caloric theory, the body at lower temperature, 
that is, the condenser, will also be unaffected, so that we have an 
engine which would supply us constantly with work without com- 
pensation of any kind — that is, we have perpetual motion. In this 
manner,. by assuming the impossibility of perpetual motion, Carnot 
^ proved that no engine can have a greater efficiency than a reversible 
engine. This, then, is the major limit to the efficiency of any heat- 
engine, and it follows as a corollary that no reversible engine can have 
a greater efficiency than any other reversible engine ; or, in other 
words, all reversible engines working between the same limits of 
temperature must have the same efficiency.^ 

^ It is by no means, however, evident a priori that the efficiency of a reversible 
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The same result holds also according to the dynamical theory, 
when a suitable hypothesis is made concerning the conditions under 
which work may be derived from heat. Carnot’s hypothesis was, 
as we have already seen, that work is obtained 'by simply letting 
heat pass, unaltered in quantity, from a hot body to a cold body. 
The corresponding hypothesis necessary under the dynamical theory is 
easily deduced, and was arrived at almost simultaneously by Clausius 
and Lord Kelvin in slightly different but equivalent forms. 

Thus, as before, let us suppose that an engine B is more efficient 
than some reversible engine A, and let B work A backwards. Then, 
according to the dynamical theory, the quantity which either draws 
from the source, when working direct, exceeds that which it yields 
to the condenser by an amount which is the equivalent of the work 
done during the cycle. Hence, if A* and B be so constructed, by 
suitably arranging the quantity of the working substance, that they 
draw the same quantity of heat from the source during each stroke 
of the piston, then if B does more work than A, it must yield less 
heat to the condenser, so that when A and B are coupled up (A 
working backwards) the source will remain unaffected, but A will 
draw more heat from the condenser than B yields to it. There will 
thus be a quantity of work W' - W derivable from the compound 
engine and a corresponding withdrawal of heat from the condenser. 
This amounts to obtaining work continuously by using up the heat 
of the colder of two bodies. That this is impossible was the form 
in which Lord Kelvin stated the hypothesis. In other words, this 
hypothesis asserts that the manner in which work is derived from heat 
is by using up the heat of the hotter of two bodies, a quantity Q 
being drawn from this body, and in part converted into work, while 
the remainder is yielded to the colder body. 

It is not, however, a priori evident that work cannot be derived 
by using up the heat of a single body, or by using up the heat of the 
coldest of a system of bodies. That all engines which have been con- 

engine should be independent of the nature of the working substance. Thus ether 
boils at 36®, and the tension of its vapour at 90® is equal to that of water at 150®, 
while to produce a gramme of ether vapour requires five times less heat than a 
gramme of water vapour, therefore ether at the expense of much less heat places a 
far greater pressure at the disposal of the workman. What compensation does ^ 
water offer ? Carnot was satisfied to assert that any incomplete compensation would 
involve the possibilfty of perpetual motion. Without entering into a full discusbion 
of the question, we may state that complete compensation does take place, that 
although a much greater pressure for the same expenditure of heat is obtained with 
ether vapour, yet more work cannot be obtained, for work requires expansion, 
and this produces cooling and' consequent condensation, so that in this operation 
the compensation is effected. 
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structed to work in complete cycles do work by using up the heat 
of the hotter body, or source, is true ; but if at any time we should 
obtain the means of dealing with the molecules individually, and not 
as now in the aggregate, it is not impossible that all the molecular 
motion of a single body should be used up in doing work, or be 
transferred to another body, so that work might be obtained by 
using the heat of a single body or of the coldest body of a system, 
or all the heat of one body might be transferred to another at a higher 
temperature. . • 

Another method of regarding the question leads to the form in 
which the hypothesis was stated by Clausius. .Thus we have seen 
that in Carnot’s cycle work can be performed by drawing heat from 
a source and giving at the same time heat to the condenser, the latter 
quantity being related to the former by some hypothesis concerning 
the nature of heat. So in ‘the reverse process by the performance 
of work heat may bo drawn from the condenser and restored to the 
source. 

Hence, if wo employ the excess W' ~ W of work furnished by 
the engines A and B, when working as already indicated, to drive 
another engine working in the reverse manner between the same 
source and refrigerator, this* third engine will transfer heat from 
the colder body to the warmer — that is, on the whole, without the 
expenditure of any work the heat could be continually transferred 
from the colder to the warmer of two bodies. If this be admitted as 
impossible, the second fundamental principle may be stated in either 
of the following forms for a cyclic process. 

“It is impossible for a self-acting machine, unaided by any Second 
external agency, to convey heat from one body to another at a 
higher temperature, or heat cannot of itself (that is, without com- 
pensation) pass from a colder to a warmer body ” (Clausius). 

The equivalent statement by Lord Kelvin is that “ it is impossible 
by means of inanimate material agency to derive mechanical effect 
from any portion of matter by cooling it below the temperature of the 
coldest of surrounding objects.” 

In making these statements it must be remembered that they 
apply only to the continued performance of useful work — that is, to 
engines working in complete cycles. Without this limitation, it 
might be objected, for example, that’ work could be derived from a 
highly compressed gas by simply allowing it to expand. During the 
expansion it would do work against external pressure, this work 
would be derived from the heat of the gas alone, no condenser 
being required, and the substance might be thus cooled much below 
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the temperature of the surrounding bodies. If, however, a com- 
plete cycle be performed, so that the substance is left in its initial 
condition, then the principle applies in either of the forms given 
above. • 

[The following two modes of stating the second law have been suggested by 
Prof. W. M‘F. Orr. They are equivalent to Lord Kelvin’s and Clausius’ forms 
respectively, but arc more precise. 

(1) ** If a system interchanges heat with external bodies at one oMigned tempera^ 
tvf^e only^ then it is impossible that in a cycle it should, on the whole, receive heat 
from external bodies, and (as a necessary consequence by the first law), on the 
whole, do work on external bodies. ' 

(2) If a system undergoes any cycle of processes in which the total amount of 
work done on it is algebraically zero (the statement is also true if it is negative), 
and if it interchanges heat with external bodies at two assigned temperatures only, 
then it is impossible that, on the whole, it should receive heat at the lower 
temperature, and (as a consequence by the first law) give out heat at the higher 
temperature.” 

It is easy to prove that if either of these is true, the other must be true also. 
Further, these statements will ];ie found most convenient in making applications of 
the second law or in discussing apparent violations of it, such as those in Art. 328]. 


825. Determination of the Efficiency. — The efficiency of a heat- 
engine working between two given temperatures has been defined 
as the ratio of the quantity of work performed to the quantity of 
heat drawn from the source, and in the case of a reversible engine 
we have seen that this efficiency is independent of the nature of the 
working substance.^. It must, therefore, be determined completely 
by the two temperatures between which it works. This is expressed 
by saying that the efficiency is some function of the temperatures of 
the source and condenser, or algebraically expressed. 


According to the dynamical theory W may be replaced by Q - Q', 
the difference between the quantity of heat drawn from the source and 
that yielded to the condenser, and the expression for the efficiency 
becomes 


Q-Q' 

Q 




From this it follows that Q/Q" is a function of 6 and and therefore, 
if and be the quantities of beat taken in and ejected by a 
reversible engihe working between the temperatures 0 ^ and ^29 have 


when is some function of 0 ^ and 6 ^ 
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Now returning to Carnot’s cycle (Fig. 213), it is clear that the 
quantity of heat absorbed along the isothermal DA, can depend only 
on the temperature 0^, the nature of the. working substance, and 
its pressure and volume in the initial and final states — that is, on 
the«co-ordinates of D and A. Hence we may write 


where N refers to the nature of the working substance, 
have 


Hence 




Similarly we 


and this must be independent of everything except 6^ and 
consequently /(6>iN,p,t;,) must be of the form Kf(0^\ where K involves 
everything depending on N, p, and so that wo have ^ 


Now Qi is always greater than Qg, hence f{6j) is always greater New scale, 
than /(^g) greater than 6^. The function f{6) is consequently 

such that its magnitude increases as the temperature $ increases, and 
we might therefore form a new scale of temperature by tabulating 
the values of this function (if once determined) for all values of the 
centigrade measure 6. The values of this function might therefore 


* This relation may also bo established as follows : — Wo have, for an engine 
working between the limits and 

and, in the same manner for an engine working between the limits $2 and 0 ^, we have 

Consequently by multiplication wo find 
But Q1/Q3 must be equal to F(<?2,^3)), therefore 

that is, $2 must disappear from the right-hand member. In order that this may 
happen, the function F must be of the form 

and consequently we hare 
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be used to denote the corresponding temperatures on the new scale. 
So thatr if wo denote f{d) by t we shall have 

o« — ~ i 
0-2 ^-2 ^-2 

and the new scale of temperature will be such that any two tempera- 
tures on it bear to each other the same ratio as the quantities of heat 
taken in and ejected by a reversible engine working between these* 
temperatures as source and condenser. The efficiency of such an 
engine will consequently be 

Qi Q-2 r. -r, 

Q, * 

326. Carnot's Function. — In the case of an engine working between two infinitely 
near temperatures, r and r + dr (or 0 and 0 \ de\ the efficiency is obviously 


Nowin this ca.se the efficiency must be some function of since it depends only on 
0 and O^dO, and Carnot consequently wrote it in the form 

( 2 ) 

where /u is a function of 0 to be determined, and i.s known as GartioCs function. 
Comparing (1) and (2) we find 

1 dr d , 

Hence if drjdB ^1, Carnot’s function is numerically equal to the reciprocal of the 
absolute temperature. In general, with the foregoing notation, wo have 


327. Absolute Temperature and Absolute Zero. — The remarkable 
proposition established in the foregoing article was seized upon by 
Lord Kelvin^ as early as 1848, and made the basis of a scale of 
absolute temperature — absolute in the sense of being independent of 
the properties of any particular substance. 

We have seen that if Qj and Qg be the quantities of heat taken in 
and ejected by a reversible engine working between the limits of 
temperature 0^ and then the ratio Q^/Qg is independent of the 
nature of the working substance, and depends only on the temperatures 
6^ and 0^. Now the numbers expressing 0^ and 0^ will depend on the 
nature of the thermometric substance and on the system of thermo- 
metry adopted, and the ratio of 0^ to 0^ will depend in general on the 
system chosen ; but, on the other hand, the quantities and are 
such that their ratio is independent of the nature of the working 

* Will. Thomson, Proc, Cambridge Phil. Soc., or Phil. Mag.^ 1848 ; and Trans., 
Roy. Soc. Edin., 1864. 
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substance or of the system of thermometry adopted in the measurement 
of 0^ and If therefore the numbers expressing and are taken 
to represent the temperatures at which the heat is taken in and ejected 
by a reversible engine, we can assert that the ratio of any two tempera- 
tures on this scale is equal to the ratio of the quantities of heat taken 
in and ejected by a reversible engine working between these limits, 
and is independent of the properties of any particular substance. 

This mode of reckoning temperature leads us to the notion of an 
absolute zero of temperature, for if the heat Qg ejected by an engine 
be zero, then Tg will be zero also, and the efficiency of the engine will 
bo unity. All the heat taken in from the source will be converted 
into work ; and since we cannot suppose that more heat can be con- 
verted into work than that which is drawn from the source, it is 
impossible for t to be negative, and hence the temperature correspond- 
ing to T = 0 is the lowest possible temperature conceivable. The zero 
of this scale is consequently an absolute zero of temperature inde- 
pendent of the properties of any particular substance, for when the 
efficiency of one reversible engine is unity, the efficiency of every 
other reversible engine working between the same source and con- 
denser will also be unity, and hence, 
if T is zero for one substance, it will 
also be zero for every other. This 
zero is therefore absolute. 

Lord Kelvin^s system of reckon- 
ing temperatures is exhibited graphic- 
ally as follows : — Let AA^Ag and 
BBjBg (Fig. 214) be any pair of 
adiabatic lines for any substance 
chosen at random. These lines cor- 
respond to the state of the body 

before and after some arbitrary quantity of heat has been added to 
it. Let AB be any isothermal line for the same substance, and let 
AjBi, AgBg, etc., be other, isothermals drawn, so that the areas of the 
cycles ABBjAj, AjBjBgAg, AgBgBgA^, etc., are equal to each other. 
In this case wo have 

Q — Qi = Qi — Q 2 = Q 2 " Qs = etc. , 
and hence, since Q/t = Qi/rp we must have 

T - Tj =Tj ~ T2 = T2 - Tj— etc. ; 

in other words, the isothermals have been drawn so as to correspond 
to equal differences of temperature, so that if t — Ti be the unit of 
temperature, t - Tg will be two units, t - T 3 three units, and so on. 
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Case of a 
perfect gas. 


Lord Kelvin's method of graduating the scale of temperature is con- 
sequently equivalent to saying that the number of degrees between the 
temperature t corresponding to the isothermal AB and the temperature 
T corresponding to any other isothermal A'B' is to be taken pro- 
portional to the area ABB' A'. 

The absolute zero of temperature being that which corresponds to 
Q = 0, the only thing which yet remains arbitrary is the size of the 
degree, and this may be chosen so that the number of degrees between 
two standard temperatures on our new scale is the same as that on one 
of the ordinary scales, for example, so that there may be 100 degrees 
between the freezing and boiling points of water. As soon as the 
number corresponding to one of these points has been determined, the 
numerical value of every other temperature is settled in ‘a manner 
independent of the laws of expansion of any particular substance. 
To determine the number on the absolute scale which corresponds to 
the freezing point or boiling point of water requires a special investiga- 
tion of the behaviour of some particular substance. The simplest case 
is that of a perfect gas — that is, an ideal substance which obeys 
Boyle's law at all temperatures. 

If the working substance be a perfect gas, the characteristic 
equation of which is 

where 0 is the temperature measured from the zero of a thermometer 
filled with this substance, as indicated in Art. 89, then the quantity 
of heat Q taken in by the substance while passing from A to B along 
an isothermal is, in dynamical units. 



and the quantity Q' ejected in returning along A'B', the lower 
isothermal 0' of a Carnot's cycle is 

Q'= rW»=R«'/”^*=Ke'iog??. 

* Vi •'/'4 

Hence we have 

Q' log (^3/^4) 

But since A and A' are on the same adiabatic, we have 

jjjVjV =p4Viy, and similarly 7)3^ 

and consequently 

Piv{f PiV^y 


( 2 ) 
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But by the isothermal conditions, therefore 
(2) becomes 

and equation (1) becomes 

Q_e 

Q'“e'‘ 

But Q/Q' = t/t' on the absolute scale, therefore we have finally 

T_e 

or, in other words, the absolute zero on Lord Kelvin’s scale is the same 
as the zero of the perfect gas thermometer. Now the coefficient of 
expansion of a gas has been found to be on the centigrade scale, 
so that when the interval between the freezing and the boiling points 
of water is divided into 100 equal parts, the zero of the perfect 
gas thermometer will be 273 degrees below the freezing point of 
water, and this is what is meant by saying that the absolute zero is 
- 273° C., or that on the absolute scale the freezing point of water is 
273°, and the boiling point 373°. 

As no ordinary gas rigorously obeys the laws of a perfect gas, the 
number 273 obtained by observation of the expansion of air requires 
correction in respect to the deviations of air from the supposed ideal 
condition, and these deviations can only be determined by special 
experiment. For this reason a special examination of the properties 
of air was made by Joule and Thomson by a method which we shall 
consider subsequently (Sec. VIII.). 

328. Remarks on the supposed Violations of the Second Law.^ — 
We shall now consider briefly some of the objections which have been 
raised against the second fundamental principle. This principle, as 
stated by Clausius, asserts the impossibility of transferring heat from a 
cold body to a hot body without at the same time some equivalent or 
compensating transformation taking place, such as the expenditure of 
work, or, what amounts to the same thing, the passage of heat from 
some other hot body to a cold one. As stated by Thomson, the law 
asserts that the manner in which work is performed by a heat-engine 
is by the passage of heat from a hot body to a cold one, and it must 
be remembered that these statements apply to cyclic processes which 
can be repeated over and over again so that the transference of heat or 
the performance of work can be kept up continuously. 

An equivalent statement is that work cannot be obtained by using 
up the heat of a single body ; or, in other words, we require two bodies 

2 Y 


1 See Art. 324. 
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at different temperatures, the obvious reason being that in order to obtain 
work continuously we require a working substance which alternately 
expands and contracts, and to produce this alternation of volume we 
require a corresponding alternation of temperature. For example, a gas 
may be enclosed under high pressure in a cylinder, and by allowing the 
gas to expand, work may be done while it cools below the tempera- 
ture of any of the surrounding bodies, and it might appear that 
Thomson’s statement was violated, but it must be remembered that this 
operation is not cyclic. It cannot be repeated without bringing the gas 
back again to its initial condition, and this would require eithei: an 
expenditure of work or the passage of heat from some hot body to a 
cold one. 

Two objections have been proposed by Him, and refuted by 
Clausius, and they are worthy of note as illustrations of the principle. 
In the first a horizontal cylinder (Fig. 215) is supposed fitted with a 
frictionless non-conducting piston which divides it into two com- 
partments, A and B. These compartments are filled with air at 
temperatures 0^ and 0^ respectively. Now let us suppose that is 
less than 0.,, and that the end of the compartment A is brought 

into thermal communication with a source 
of heat at a temperature greater than 
but less than f^hen the pressure in A 
will increase, the piston will be pushed 
forward from A towards B so that the air 
in B is compressed, and as a consequence its temperature is raised. Thus 
heat leaves a body at a temperature less than O^;, and enters a body at 
or above 0^, It would appear at first sight that heat had passed from 
a cold body to a warm one, and that the axiom of Clausius was violated. 
What really happens, however, is that heat passes from a warm body 
to a cold one, and in addition there is also a transference of energy 
from a cold body to a hot one ; this latter transference is consequently 
compensated by the former. The heat generated in B is the equivalent 
of the work done on it by the gas in A, and the power of doing this 
work is derived from the passage of heat into A from a body at a 
higher temperature. 

The second objection of Him is perhaps more ingenious than the 
first. Two non-conducting cylinders A and B (Fig. 21 6) of equal cross- 
section arc fitted with frictionless pistons of equal weight, which are 
forced to move in opposite directions by a toothed wheel, so that when 
the wheel revolves one of them is drawn up while the other is forced 
down without any expenditure of work. By this arrangement .the 
total volume of the spaces A and B enclosed between the pistons 



Fig. 215. 
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is kept constant. This space is filled with air, and at the beginning 
of the operation all the air is in the cylinder A, so that the piston 
in A is at the top of its stroke, while that in B 
is at the bottom. • 

Let the temperature of the air in A be 
and let the connecting tube be kept at some fixed 
temperature 0-^ higher than while the wheel 
is slowly turned so that the air passes from 
A to B. The action which takes place will 
then be as follows : The first instalment of 
air that enters B will be raised in temperature 
to O^y and in consequence the pressure will in- 
crease so that the air in A will be compressed 
and raised in temperature. The second instal- 
ment will also enter B at and the pressure 
will go on increasing as more air enters B, so 
that the air in B as well as that in A will be 
raised in temperature. The upper layers of 
air in B will therefore be raised to tempera- 
tures exceeding 6^y and the average tempera- 
ture of the mass in B will exceed that of the source of heat.^ It would 
thus appear that heat has been transferred from a lower to a higher 
temperature without the expenditure of work. But it appears at once 
in this case, as in the previous, that there is also a compensating process 
in operation, for while the air is passing through the connecting tube 
it is heated to O^y and there is thus a transference of heat from a 
higher to a lower temperature. 

In both cases consequently there are two processes in operation : 
one a transference of heat from a higher to a lower temperature, and 
the other from a lower to a higher. There are thus really two engines 
at work in all these cases, one working in the direct cycle and driving 
the other backwards in the reversed cycle. 

A somewhat similar process is stated by M. Bertrand.^ Here a gas at 
6 is enclosed in a cylinder fitted with a movable piston, and the end 

^ If the air in A be initially at 0*" G., and if the connecting tube be kept at 
100° C., the average temperature of the whole mass when transferred to B will be 
about 120° C. The moan temperature t^. is given by the equation 

dr^ 

y= I 

where is the temperature of the tube, and Tq the initial temperature (see Him, i. 

p. 260). 

^ Bertrand, Tlur'nwdynamiquey p. 85. 
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of the cylinder is in thermal communication with a source of heat at 
0. The gas is allowed to expand, doing external work, while its 
temperature is kept constantly at 9, and this work is stored up and 
subsequently employed to compress the gas, thereby raising its tem- 
perature so that it may yield heat to a body at a temperature higher 
than 0, But the body cannot be brought back to its original state 
without on the whole doing work on the substance, i.e, the process 
cannot be made cyclic without drawing on some external source of 
work-energy. This is easily seen by drawing the figure. 

[All interesting case of an apparent violation of the second law was suggested by 
Lord Rayleigh. A beam of liglit issuing from a body A may be transmitted through 
a nicol and the resulting })o1arised beam passed through a medium in which the 
plane of polarisation is twisted by a magnetic field through 45". It is then wholly 
transmitted by a second nicol suitably placed, and allowed to fall on a body B. 
A beam from B following the same path in the reverse order would be twisted by 
the field in the same direction, and consequently would be stopped by the first nicol. 
Apparently, then, it might be so arranged that A sends to B more radiations than 
it receives, so that if they were originally at the same temperature, B would eventually 
become hotter than A. Lord Rayleigh shows, how'over, that all attempts to reflect 
the radiations of B back to itself (so as to conserve its own energy) would in reality 
involve the opening up of a path for these radiations to A, and that complete com- 
pensation would result {Nature, vol. Ixiv, p. 577, 1901).] 

The second law is also practically embodied in the statement that 
it is impossible to produce any difference of temperature or pressure 
in an isolated mass at uniform temperature and pressure throughout 
without the expenditure of work, and to the statement in this form 
Maxwell ^ has devised an ingenious but illusory violation. He takes 
the case of a mass of gas ^at uniform temperature and pressure 
throughout, and he then imagines a being capable of dealing with 
the individual molecules of the gas. According to the ordinary theory 
these molecules are moving with velocities which differ considerably, 
so that if a partition be supposed erected in the enclosure, the imaginary 
being may sift the molecules so as to accumulate the faster-moving 
molecules in one region and the slower molecules in the other. By 
this means inequalities of temperature and pressure might be intro- 
duced without the expenditure of any work. 

It must be remembered, however, that to this being the gas is by 
no means a uniformly heated mass. The faster-moving molecules are 
hot and the slower cold, and the whole mass to him is made up of 
discrete parts at^ very different temperatures, and this sifting of the 
molecules is no more a violation of the second law than would be the 
collection by an ordinary being of the warmer members of a system of 
bodies into one region of space and the colder into another. > 

^ llieory of Heat, 3rd edition, p, 328. 
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The point then appears to be that a clear understanding of the 
meaning of the word body should be obtained in stating the second 
law, for, without this, apparent violations can be easily manufactured 
by a confusion of terms. 


Examples 

1. Prove that an adiabatie curve cannot intersect an isothermal in more than 
one point, and therefore cannot touch it. 

{If an adiabatic and an isotlieriiial intersected in two points, they would form a 
closed cycle, and work could be performed with a single source at the temperature 
of the isothermal. 1 ^ 

2. In passing along an adiabatic, prove that the temperature must always 
change in the same sense. 

{Otherwise the same temperature would exist at two or more points on the same 
adiabatic.} 

3. In the same manner tlu! quantity must always have the same sign in 
passing along an isothermal. 

4. Of all the cycles that a mass of gas can pass through between given extreme 
temperatures, the cycle of Carnot gives the maximum ratio of the work performed 
to the heat spent. 

6. If an isothermal and an adiabatic intersect at a point M (Fig. 217), making 
angles A, R, C, D, show that in passing to any other state M' - 

(1) If M' lies in A there is heating accompanied by a subtraction of heat. 

(2) If M' lies in B there is heating accompanied by a communication of heat. 

(3) If lies in 0 there is cooling accompanied by a communication of heat. 

(4) If lies in D there is cooling accompanied by a subtraction of heat. 

6. In general, if two adiabatic tangents be drawn at A and A' (Fig. 218), and 




two isothermal tangents at B and B' to any closed cycle, there will be a communica- 
tion of heat in passing along ABA', and a subtraction of heat in passing back 
along A'B'A, while there will be a fall of temperature in passing along BA'B' and 
a rise of temperature in passing along B'AB. 

^ [The, touching here spoken of refers to two- point contact. It is possible for an 
adiabatic to have three-point contact with an isothermal, i,e, to touch it and cross it 
at the same time. This is actually the case with water at 4° C.] 



SECTION III 


ON ENTROPY AND AVAILABLE ENERGY 

329. Extension of Carnot’s Cycle — The Theorem of Clausius. — 
In the case of a simple Carnot’s cycle the quantities of heat taken in 
and ejected during the isothermal transformations at absolute tempera- 
tures and T 2 are connected with these temperatures by the equation 

Qi _ Qi? . 

r 1 ’ 

or, if quantities of heat taken in be regarded as positive, while 
quantities given out are considered negative, this relation may be 
written in the form 

Ti To 


Now in the case of a general transformation, represented graphic- 
ally by a curve of any form, the heat is not all taken in at the same 
temperature and given out at another, but is taken in and given out 



Fig. 219. Fig. 220. 


at temperatures which vary continuously. The above relation may, 
however, be extended to any reversible transformation by the follow- 
ing simple method suggested by Clausius : ^ 

Let the curve AB (Fig. 219) represent any reversible transforma- 
tion whatever, which brings the working substance from the state A 

' Clausius, Mechanical Theory of Heat^ p. 88. 

694 
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to the state B. .This whole transformation may be considered as 
made up of an immense number of very small transformations, which 
are alternately isothermal and adiabatic, as shown by the zigzag lino 
overrunning AB, lihe successive elements of which are alternately 
elements of isothermal and adiabatic curves. The smaller the elements 
of this zigzag line, the more closely will it coincide with the continuous 
curve AB, and the coincidence will be indefinitely close when the 
elements are taken indefinitely small. Hence, if the continuous 
transformation AB is replaced by the zigzag of alternate isotherm als 
and adiabatics, the effect on the cpiantities of heat, and the corre- 
sponding temperatures at which they are taken in or ejected, will be 
vanishingly small. 

From these considerations it follows that any reversible cycle 
represented by any closed curve may be broken up into an infinite 
number of indefinitely small Carnot cycles, as shown in Fig. 220. 
For each of these cycles we have, if be the quantity of heat 
absorbed at and - the quantity ejected at — 

and by taking the sum of these for all the cycles, we have for any 
cyclic reversible transformation whatever 

/®--. 

In Carnot's cycle the working substance is supposed to take in 
heat at the temperature of the hot body, and eject it at the tempera- 
ture of the cold body. In practice, 
however, the working substance must 
be somewhat colder than the source 
when taking in heat, and warmer than 
the refrigerator when giving it out. 

Hence, if ABCD (Fig. 221) be the 
cycle of Carnot in the ideal limit, the 
practical cycle will be represented by 
the dotted figure^ A'B'C'D'. The 
area of the latter will be less than that of the former, so that the 
efficiency in practice will be less than that of the ideal case. Conse- 
quently, if and are the quantities of heat taken in and ejected, 
and and Tg the absolute temperatures of the source and refrigerator, 
we have 

' When the operation is reversed, A'B' will be above AB, and C'D' below CD, 
and the area of the reverse cycle will exceed that of the direct. 
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Qi ' 

which gives at once Qi/tx<Q 2 /t 2 , or 

Tj Ta 

If, however, and r 2 denote the absolute temperatures of the 
working substance when taking in and giving out heat, we have still 

Ti T* 

and that the left-hand member is less than zero when and r 2 denote 
the absolute temperatures of the hot and cold bodies, follows at once 
from the fact that in this case the temperature of the source is higher 
than that of the working substance, while that of the condenser is 
lower ; and as a consequence, Qi/r^ is diminished, while Q 2 /r 2 is 
increased. 

In the same maimer, if in any closed cycle the working substance 
be not at the same temperature as the body from which it absorbs, or 
to which it ejects heat, then we have 

f^=o. 

when the temperature r is that of the working substance when it takes 
in or ejects the quantity of heat dQ ; ^ but if r be the temperature 
of the body to which the working substance yields heat or from which 
it abstracts it, then the positive constituents of this integral arc all 
diminished, while the negative are increased, and we have 



330. Entropy. — The interpretation of the theorem of the preced- 
ing article is that the value of the integral for any reversible trans- 
formation which brings a body from a condition represented by any 
point A to that represented by any other point B, depends only on 
the initial and final conditions, or is a function of the co-ordinates of 
A and B. For if be the value of the integral taken along any path 
AMB (Fig. 212), and its value when the transformation is effected 
along any other path ANB joining the same pair of points, then the 
pair of paths AMB and ANB form a closed reversible cycle, and for 
the whole cycle the value of the integral must vanish ; therefore 
= 0, or = <!>. The meaning of this is that the value of ^ at 

^ d(^ is the whole quantity of heat gained either from external or internal 
agencies. 
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any point depends only on the co-ordinates of the point, or that 
dQ/r is a perfect differential — that is, the complete differential of some 
function <^, so that 

and the value of the integral taken along any path joining the points 
whose co-ordinates are and p^v^ is 

where is the value of the function </> at the point p^v^y and </>2 if'S 
value at p^^^. 

By working along an isothermal line r remains constant, and the 
value of </> changes by an amount Q/t, where Q is the quantity of 
heat added to or taken from the substance during the transformation. 
This suggests the measurement of «/> from a zero at which the substance 
contains no heat, but in practice it is with the changes of rather 
than with its absolute value that we are mainly concerned, so that 
we may measure c/> (as we measure potential in dynamics) from any 
assumed origin ; and the value of the integral taken along any path 
drawn from this origin to any other point may be written in the form 



The function has been termed the entropy of the substance 
by Clausius;^ and it is clear that throughout any abiabatic trans- 
formation the entropy of a body at the same temperature throughout 
remains constant ; for if = 0, we have d<l> = 0, and this means that 
<l> remains constant. The adiabatic lines of any substance are conse- 
quently lines of constant entropy, and for this reason they have been 
also named isentropics. If, however, any body be subject to operations 
which produce inequalities of temperature in the mass, there will be 
a transference of heat from the warmer to the colder parts by conduc- 
tion and radiation, and although the body may neither receive heat from 
nor give it out to other bodies (so that the transformation is adiabatic 
throughout), yet on account of the inequalities of temperature, the 
entropy of the mass will increase as explained below (p. 700), and 
under these circumstances the transformation will not be isen tropic. 

It has been already pointed out (Art. 320) that the quantity of 

^ R. Clausius {Pogg. Ann. vol. cxxv. p. 390) introduced the idea of a transforma- 
tion equivalent of a quantity of heat, and dQ/r is the transformation equivalent of 
the quantity dQ. . The name entropy was consequently chosen from tiio Greek word 
rpoirif, signifying transformation. 
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heat absorbed or given out by a body in passing from one condition 
to another is not determined completely by the initial and final con- 
ditions, that Q is not expressible in terms of the initial and final 
co-ordinates, or that rfQ is not a perfect differential. But we have 
just seen that di^jr is a perfect differential, and this moans that r is 
the integrating divisor of rfQ, or 1/t is its integrating factor. 

[All interesting interpretation of the term entropy, as applied to a gas, has been 
given by Boltzmann.* The expression distribution of velocities,*’ employed in 
Art. 368 with reference to the molecules of a gas, might be understood in either of 
two senses. In the lirst place, we might take it to mean a complete definition of 
the- velocity in magnitude and direction of each individual molecule ; we shall call 
a distribution given in this way an arrmujement. But by a given distribution of 
velocities we ordinarily mean that we are given the number of molecules corre- 
sponding to each velocity, and we do not concern ourselves with the identity of the 
molecules which possess this velocity, nor with their direction. Such a statistical 
distribution may be referred to as a complexion. The restriction being made that 
the total energy of the gas is given, we see that a large number of complexions might 
be supposed possible, and each complexion will include a large number of possible 
arrangements. If we assume that all arrangements arc equally probable, then the 
moat probable comi)lexion is that which contains the greatest number of possible 
arrangements.*^ This complexion will bo the stable distribution of Art. 372. 

Taking the simplest case, that of a gas whose molecules behave like perfectly 
elastic smooth spheres, if wc calculate an expression for the entropy as defined by 
Clausius, wc find that by suitably choosing the constant of integration, we can make 
it proportional to the logarithm of the pTohahilitg of the complexion of the gas. If 
one portion of gas lias a complexion whoso x)i*obability is P and another portion has 
a complexion whose probability is P', then the probability for tl^e two taken together 
is PP', since the chance that two events should both happen is the product of the 
separate chances. Now log PP'= log P-H log P', therefore the entrox>y of the whole 
of a mass of gas is the sum of tlie entroxncs of its fiarts, as it should be. 

According to this view, in its most general form, every transformation is in a 
sense reversible. If we could reverse the velocity of every XN^^rticle of mass in the 
universe, then events would proceed backwards, and things would revert to, and 
Xrnss through all their former stages. Thus when a weight falls from a height, its 
kinetic energy, on impact with the ground, is converted into diffused molecular 
motion, or heat. If the velocities were all reversed, then it would come about that 
at a particular instant the molecules would conspire in a common motion to produce 
an impulse which would project the weight ux> to its original level. The number of 
arrangements in the most probable complexion is, however, so enormously pre- 
ponderant, that the chance of even a slight departure from the stable condition is 
vanishingly small.] 

331. Clausius’s Theorem considered as the Second Law. — The 
theorem of Clausius that in any closed reversible cycle we have 

/«- (» 

' See Vorlesunyen uber Gastheoric, by L. Boltzmann, vol. i. 

^ As an illustration of what is meant, we may take the case of a mixture of two 
X>owdcrs. Every arrangement of grains is equally probable, but the most probable 
complexion is a uniform mixture. 
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or, in other words, that the change of entropy of a system subject to 
any reversible transformation depends only on the initial and final 
conditions of the system, has been deduced merely as a generalisation 
of the equation * 



which applies to a simple Carnot’s cycle. This latter equation depends 
on the theorem of Carnot that the efficiency of a reversible engine 
depends only on the temperatures of the source and refrigerator ; and 
in deducing this theorem from the point of view of the dynamical 
theory, the only principle made use of is the second law in any one of 
the forms stated in Art. 324. It follows, therefore, that equation (1) 
is only a mathematical representation of the second law, and it has 
consequently been customary with many writers to write down equa- 
tion (1) as the second law of thermodynamics. We have avoided 
this because it appears preferable to sttite the main axiom in its 
primitive form as the second law rather than any mathematical 
disguise of it, for the fundamental postulate is by this means kept 
more prominently in view. 

Since equation (1) contains the second law, it ought to be possible 
to deduce this law from it. Thus, starting with (1) — that is, that the 
entropy of a body is the same at the end as at the beginning of any 
closed reversible cycle of operations — lot us suppose that the body 
has returned to its initial condition, so that the entropy has now 
attained its initial value. Now, if any exchange of heat has taken 
place during the cycle between the working substance and other 
bodies, for example, if has been taken in by the working substance 
at Tp and if has been given out at Tg, then, in order that the 
entropy may remain unaltered, this exchange must take place in such 
a way that 

Tj Tg • 


Hence if Tg is less than t^, it follows that dQ^ is less than or the 
quantity of heat gained by the cold body is less than that lost by the 
hot body, so that work is done during the cycle by drawing heat from 
the warmer of two bodies and giving it in part to the colder. 

332. Entropy of a System. — ^The entropy of a body being taken 
arbitrarily as zero in some standard condition A (Fig. 222), defined by 
some standard temperature and pressure (or volume), the entropy in 


any other state B is the value of 


/' 


taken along any reversible path 

T 


by which the body may be brought to B from the standard state A. 
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The path may obviously be an arc AC (Fig. 222) of an isothermal line 
passing through the point defining the standard state, together with 
the arc BC of the adiabatic line passing through B. The entropy in 
the state B may consequently be measured thus. Let the volume be 
changed adiabatically until the standard temperature r is attained, 
and then change the volume isothermally until the standard pressure 
is attained. If the quantity of heat imparted during the latter opera- 
tion be Q, the entropy in the state B is 



In this operation the temperature and pressure are supposed 

uniform throughout the body ; and if the 
mass in this case be unity, it is clear that 
the quantity of heat imparted when the 
mass is m will be wQ, so that the entropy 
of a mass in in the state B will be m<fi 
where </> is the entropy per unit mass. 
This amounts to saying that the entropy 
of two units of mass in a given condition 
is twice that of one unit. 

Hence, if we have a system of bodies at different temperatures t^, 
t. 2 , etc., and masses the entropy of the system will be the 

sum of the entropies of its parts or 

4* = HI , I- -I- . . . etc. - 

where </). 2 , etc., are the entropies per unit mass of etc. The 

average entropy of the system per unit mass might therefore be 
defined as 

just as the whole volume of a system is V - and the average 

volume per unit mass may be taken as 

333. Increase of Entropy caused by Equalisation of tempera- 
ture. — All processes, such as radiation, convection, and conduction, 
by which the temperatures of the various parts of a system become 
equalised, change the -entropy of the system, and it is easily shown 
that the result of such operations is to increase the entropy. For if 
a quantity of heat dQ leaves a body at temperature Tj, the entropy of 
this body will be diminished by an amount = c?Q/ti, and if this 
same quantity passes into a body at a lower temperature Tg, its increase 
of entropy will be dc/*., = Consequently the increase of entropy 

of the pair will be 
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r/0.2 — T ) ^ 

and this is a positive quantity’', since T 2 is less than r^. 

Since such processes as radiation and conduction tend to reduce, 
rather than to exaggerate, differences of temperature, it follows that 
the entropy of the material universe, as we know it, must be con- 
tinually increasing — that is, the entropy of the universe is growing 
towards a maximum value which will be attained when all tempera- 
ture difference ceases to exist. 

334. Available Energy or Motivity. — When an engine working 
between any source and refrigerator draws a quantity of heat Q 
from the source, we have seen that the whole of this quantity is not 
converted into work but only a fraction of it — viz. r/Q, where ?/ 
is the efficiency of the engine. The remainder is given to the 
refrigerator ; and if the refrigerator is the coldest body of the system, 
this quantity remains unavailable for the purposes of work. If Tq be 
the temperature of the coldest body of a system, and if this body be 
used as the refrigerator of an engine describing Carnot’s cycle, then 
when a quantity dQ, of heat is drawn from a source at temperature 
T, the fraction of this which can be converted into work is 

r 

This available fraction of r/Q has been termed its motivity by Lord 
Kelvin ; ^ and it follows that a quantity of heat is wholly available 
for conversion into work only when the refrigerator is at the absolute 
zero of temperature, and in this case the motivity of a quantity of 
heat is equal to the whole quantity. 

The motivity of any quantity is simply its practical value, and it 
is only when the refrigerator is at absolute zero that the motivity 
becomes equal to the dynamical value (/Q. 

336. Dissipation of Energy. — If be the temperature of the 
coldest body of a system, the motivity of a quantity of heat rfQ at 
temperature r is 

(’-rK 

If the quantity be taken in by an engine describing Carnot’s 
cycle, and if the quantity be ejected at the temperature t by the 
same engine, the motivity still remaining in is 


^ W. Thomaoii, Phil. Mag. and Proc. Poy. Soc.^ Ediii., 1852. 
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so that the change of motivity of the system is 

and consequently if the working substance describes any closed cycle, 
the change of motivity is 



where Q is the whole quantity of heat taken in and Q' the whole 
quantity given out by the working substance during the cycle. If 
the cycle be reversible, the loss of motivity will be simply Q - Q', so 
that for a reversible cycle the integral vanishes ; but if the cycle be 
not reversible, the loss of motivity will be greater than Q - Q', and 
consequently the integral taken round such a cycle must have a 
negative value. There is thus a waste of motivity or a dissipation 
of energy of the positive value 



If a quantity of heat Q passes from a body at temperature to 
another at a lower temperature Tg, the loss of availability is 



that is, the loss of availability or the dissipation is measured by the 
product of Tq and the increase of entropy. 

As has been already pointed out, the efficiency of every engine 
falls short of the ideal limit of the reversible engine, so in practice 
when it is attempted to transform energy, a part of it is necessarily 
dissipated. Further, as the energy of the universe is constantly under- 
going transformation, there is a constant dissipation in operation, and 
a constant degradation to the final unavailable state of uniformly 
diffused heat. The statement, therefore, that the entropy of the 
universe is tending towards a maximum, amounts to saying that the 
available energy of the universe is tending towards zero. 

336. Graphic Representations. — The condition of a substance 
being determined by the co-ordinates of any point A (Fig. 223), we 
may speak of the whole energy of the substance in this state, although 
this is a quantity which we have no means of ascertaining experiment- 
ally. We cannot^ deprive a body of all its heat, and in the case of 
bodies which assume the gaseous condition, we cannot allow the volume 
of the containing vessel to increase sufficiently to obtain all the work 
derivable from the expansion of the substance, and so we cannot 
determine the whole energy. Nevertheless, when a body passes from 
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any state A to any other B, by means of any transformation repre- 
sented graphically by the curve AB, we can determine how much 
energy the body receives or loses, and in practice this is all we want. 

Thus, if AP and BQ represent the adiabatic curves passing through 
A and B, and if PQ be a fictitious curve representing the zero isother- 
mal, then the area APQB (Ai’t. 67) is the equivalent of the heat lost 
by the body in passing from A to B (when B is below the lino AP 
the heat will be lost). So, also, the area ABNM represents the 
external work done by the body during the transformation (when B is 
to the right of A the body expands and does external work). Hence, 
in passing from A to B the whole energy lost by the body will be 
represented by the area APQBNM, and this area is independent of 
the form of the curve AB. ^ 

It is to be noted, on the 
other hand, that the area 
ABNM and the area APQB 
both depend on the shape 
of the curve, and conse- 
quently, although the ex- 
ternal work done and the 
quantity of heat emitted 
both depend on the nature 
of the transformation, the 
change of energy of the substance is completely determined by the 
co-ordinates of the initial and final states (cf. Art. 320). 

Hence, 

Area APQBNM = TJ-Uo= change of energy. 

AreaABMN = W^/pdv. 

Area APQ B = Q = 

If the temperature corresponding to B — that is, the temperature 
Tq of the isothermal BC — be the lowest available temperature (for 
example, if the body be surrounded by a medium at this temperature), 
then in passing from A to B the temperature of the body cannot fall 
below Tj,, and no part of the curve AB can descend below BC, and 
since the body receives no heat from outside, the curve AB cannot 
rise above AP. The supposed conditions consequently constrain the 
path AB to lie within a certain region, and under these conditions it is 
clear that when it coincides with the limiting path ACB, made up of 
the arc AO of an adiabatic and the arc BC of the isothermal through 
B, the quantity of heat lost will be least and the quantity of external 
work done by the body will bo greatest. The path ACB is conse- 
quently the path of least loss of heat, and the area ACBNM repre- 



Fig. 228. 


Patli of 
least heat. 
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sentB the maximum amount of work that can be derived by bringing 
the substance from A to B under the supposed conditions. This area, 
therefore, represents the whole energy available for transformation into 
work. The quantity of heat given out along this jjath is obviously 

Q = -- 0o) = area CPQB, 

where is the entropy in the state B and </> the entropy in the state 
A. It appears, therefore, that if U and Uq bo the whole energies in 
the states A and B respectively, then the work done during the trans- 
formation cannot exceed the area ACBNM, or 

u - Uo - To(0 - 0o)- 

This, then, is the energy available for mechanical purposes under the 
circumstances, and it follows that the greater the original entropy of 
the body the less the available energy (see further, Sec. VII.). 

337. Work obtainable from an Unequally Heated Body. — In the 
case of a body whose parts are at different temperatures equalisation 
of temperature will bo effected by radiation and conduction, and a 
corresponding dissipation of available energy will occur. When such 
a body is enclosed in a non-conducting envelope so as to bo cut off 
from thermal communication with all other bodies, it becomes a 
definite problem to determine the amount of work that can be obtained 
by bringing all its parts to a common temperature by means of perfect 
thermodynamic engines working between them. The amount of work 
obtainable in this w^ has been investigated by Lord Kelvin,^ and 
his results have been derived by Professor Tait- in the following 
simple manner : 

Let Tq be the final temperature of the body when brought to a 
uniform temperature by perfect engines, so that all the heat which 
disappears is converted into work. Then if another body at this tem- 
perature be used as a source or condenser for the engines according as 
they work between it and a part of the body colder or warmer than 
Tq, this supplementary body must, on the whole, neither receive nor 
lose heat. Now, if an element of mass dm, of specific heat s and 
temperature t, be brought to Tq by means of a perfect thermodynamic 

engine, it loses or gains a quantity of heat / stltiidr^ anej the fraction 

•'^0 

of this, which is converted into work, is 

dm f 



* W. Thomson, Phil, Mag,^ February 1863. 

** P. G. Tait, Sketch of Thermodynaiiiiics^ p. 123. 
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The whole work done during the process is consequently 


( 1 ) 

• * * ^0 

where s is measured in dynamical units. 

Now the total quantity of heat taken in by an engine from the 

element dm is / sdindr, and consequently the quantity given out by 
•'to 

this engine to the condenser at is 



Hence, since the condenser on the whole neither gains nor loses heat, 
we must have for the whole body 


Iflml" ^^sdr=:0 


The equation (1) therefore becomes 


Wrr 



( 2 ) 


. ' (3) 


This expression is much simplified by the supposition that the 
specific heat s is independent of the temperature. In this case we 
have at once 


W =y(T “■ Tf^)sd7n ..... (4) 


whereas equation (2) becomes 


or 


” ” Jsdm 




If the body is homogeneous this expression simplifies still further, 
for then s is the same for all the elements, and if we write for the 
water equivalent of all the matter at the same temperature r^, we have 
sdm (the summation extending to all the elements at temperature 
Tj), and (4) becomes 

W = [S(«;r)-roS(«;)] (6) 


while (5) takes the, form 

- Sw; log r 25 log t«* 

-2:sr- = - s«r- 



Wl W3 

T| To T, 



2 z 
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Hence ^ 

• • • • (7) 

Cor. In the case of two equal masses at temperatures and Tg 
respectively we have 

\/riTa 

and 

w = swi(r, + Ta 2 x^TiTg) = w;( \^t, - Vr.,)**, 
both of which may be very simply deduced directly. 


Examples 


1. If a system of bodies at different temperatures and pressures be contained 
within an adiabatic enclosure of constant volume, prove that the quantity of energy 
converted into work will be greatest when the system is reduced to thermal and 
mechanical equilibrium as follows : 

(a) Change the volume of each body adiabatically till they all attain the same 
temperature. 

{p) The bodies being all at the same temperature, let those under higher pressure 
expand isothermally and compress those under lower pressure until the pressures of 
all are equal. 

{The entropy of the system remains the same throughout this .process, since there 
is no communication of heat except between bodies at sensibly the same temperature, 
and the work gained is consequently greatest.} 

2. In a Carnot’s cycle bounded by two isothcrmals and and two isentropics 
0, and 02 * prove that the area is 

(ti 02). 

[We have Qi --^g) Q3“^»(0i - and the area is - Qg • ®tc.} 

3. The area of a Carnot's cycle, bounded by two infinitely close isothermals and 
two infinitely close isentropics, is 

drdfp. 


4. A series of isothermals corresponding to absolute temperatures in arithmetical 
progression, and a similar arithmetic series of isentropics, form a network, the meshes 
of which are of equal area. 

5. If the absolute temperature and the entropy be taken as co-ordinates to 
represent the state of a working substance, the area of any cycle represents the heat 
absorbed, or ejected. 

{This follows from the relation dQ=iTcf0.} 

6. The whole area between two isentropics and an isothermal is 


r( 0 , - 02 ). 

7. In the case of a perfect gas, determine the entropy and pinve directly that for 
a closed cycle 

./ T 


{In the case of fl perfect gas we have (Art. 155) 

r T V 


«,=C. log ^‘ + R log^=C.log J+C, log^-} 
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8. Adsuming the specifio heat a of a liquid to be constant, determine the entropy 
per unit mass. 

{Here dQ=8dT, , \ <Pi- log 

9. A unit mass of liquid at r is converted into saturated vapour at tlie same 
temperature ; determihe the change of entropy. 

{Here we have 

. . fhdm L 

* 

Hence, if a unit mass of liquid at tq be raised to r and vaporised at this temperature, 
the change of entropy is 

slog- 


and if in addition the vapour be superheated to a temperature r', the change of 
entropy will be, assuming the superheated vapour to obey the laws of gases, 

* log - + i* + C, log + R log 

The entropy, like the internal energy, depends only on the initial and final con- 
ditions, and consequently the foregoing expression should ho independent of the 
temperature r of ebullition, so that 

(5 - C^) log T + L/r -- R log 0. 1 

10. If a body describes a closed isothermal and if it is reversible its area is /.ero, 
consequently it consists of two or more loops (cf. p. 458). 

11. If the internal energy of a body be a function of the temperature only, prove 
that its characteristic equation is of the form 

{In this case wo have dQ^^^J^dr+pdv, therefore and conse- 

quently ^dv must be a perfect dificrential — that is, pjr must be a function of v.)- 

12. If a substance bo such that U increases uniformly with r when v is constant, 
and uniformly with v wlicn t is constant, and if be constant, find the character- 
istic equation. 

{Evidently we must have dV — adr + hdv^ where a and b are constants. Therefore 
d(^ — Tdtl>—th\)+p(iv^adT-{^{b + 'p)dv . . . (1) 

But since d4> is a perfect dilTerential it follows that {b +p)/r must be a function of % 
or 

6^-p = r/(^') (2) 


Hence ifp and r be taken as independent variables, we have by (1) and (2) 
<iQ= + (b + (* = ('* 'f +^P- 

Therefore 



Hence 

(a - Opi^=dv, or C, - » = (®+e)/, 

where « is a constant. But f= (6 + therefore the required relation is 

(p + ex® + e) = (C, - o)t. } 
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13. If Cjt, and G. bo both constant, show that U may be expressed as a linear 
function of r and 

14. Two non-conducting vessels of volumes Vj and are connected by a tube 
furnished with a tap. The vessels are filled with gas at the same temperature and 
at pressures and respectively. The tap is opened and "the gas is allowed to 
fill both vessels ; find the cliango of entropy, prove that it is positive, and explain 
why there is any change of entropy (cf. Art. 330). 

15. If a substance obeys Boyle's law, and if its internal energy be a function of 
the temperature only, prove that its characteristic equation is 


PD=Rt 

where K is a constant. 

{If the substance obeys Boyle's law, then the function f{v) of Ex. 11 must be 
simi)ly a constant divided by r. Therefore, etc. } 

*16. If the characteristic equation of a substance be po=Kt, prove that the in- 
ternal energy depends on the temperature only. 


{Wo have 


, d\J wir rflJ , 

9— + = — + rt 

T T T V 


TJie final term being a i)erfect differential, it follows that dVijr is a perfect differ- 
ential, but d\J is also a perfect differentia], etc.} 

17. A unit mass of gas expands from a volume to a volume Wg without doing 
external work (e.g. into an empty vessel) ; find the loss of inotivity. 

t„K log 
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THERMODYNAMIC FORMUDiE 

338. Fundamental Differential Equations. — In general, the con- 
dition of a substance is completely determined by any pair of the 
quantities 2>i % t, </>, U, and in solving any thermodynamic problem, 
the pair most suitable for the purpose in hand must be chosen as 
independent variables. The quantities among which relations are 
most commonly established by the theory of heat are t, <^, the 
two specific heats, and the latent heats of change of state. These 
variables are connected by two distinct equations 

<^Q=</U + rfW 0) 

and 

dQ=Td<f» ...... ( 2 ) 

furnished by the first and second fundamental principles of thermo- 

dynamics. When two distinct equations are obtained between any 
number of variables, wo can proceed by known methods to deduce 
other relations among the variables which are often very useful and 
remarkable. 

Thus, starting from equ£^tions (1) and (2), we obtain by equating 
their right-hand members 

rdiff ^dV ^ ( 3 ) 

or, in the case in which the only external force is a uniform normal 
pressure p, we have 

d\J ^rdift-pdv ..... ( 4 ) 

We shall deal at present with this simpler case, and proceed to 
express (4) in terms of any two independent variables x and y which 
determine the condition of the body. These symbols may bo subse- 
quently replaced by any pair of the quantities p, v, r, <f> at pleasure. 
Now since </> and v are supposed to be expressible in terms of x and y, 
we have 
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Therefore equation (4) becomes 

Consequently it follows that the coefficients of dx and dy in this 
equation are the differential coefficients of U with respect to x and y 
respectively, or 

r/U d(b dv , fi?U d*J> dv 
, = r , -Pj , and ^ -- -r t- - i • 
d.r, dx dx dy dy dy 

But since d\J is a perfect differential, we have 

d . 

dy\dx ) dx\dy ) ’ 

that is, 

d / d<f> N __ \ 

dy\dx ^dx ) ^dy ^dy /* , 

or finally, we are furnished with the elegant relation 

dr d<l> _ dr d,^ _ dp dv ^dpdv 
dx dy dyiix~d.rdy dy dx 

the direct geometrical interpretation of which is that corresponding 
elements of area are equal whether referred to and i;, or t and </>, 
as rectangular co-ordinates. 

By choosing x and y as any pair of the four quantities p, v, r, </>, 
this equation yields at once the following thermodynamic relations, 
connecting thermometric and calorimetric phenomena. 

339, First Relation. — If <f> and v bo chosen as independent 
variables in the fundamental equation (5) of the preceding article, we 
obtain, replacing x hy <l> and y by v, and noticing that consequently 
1, arid dvjdy ^ 1, and that, in addition, since and v are 
supposed independent, we must have df^jdy = 0 and dvfdx = 0, so that 
(5) reduces to 

0,-(S). <■' 

In this equation dr is the change of temperature experienced by 
the substance in passing along an element of an adiabatic line (</> 
constant), and the left-hand member is the rate of change of tempera- 
ture when the volume varies adiabatically, or the change of tempera- 
ture per unit change of volume during an adiabatic transformation. 
In the right-hand member dp is the change of pressure caused by 
change of heat* while the volume is kept constant, and the right- 
hand member is the change of pressure per unit change of entropy 
at constant volume. 

The relation then asserts that during an adiabatic expansion the 
fall of temperature per unit increase pf volume is equal to the 
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increase of pressure per unit increase of entropy at constant volume ; 
or equal to the absolute temperature multiplied by the increase of 
pressure per (dynamical) unit increase of heat at constant volume, 
since dQ = rd<^, and consequently the relation may be written in the 
form 




340. Second Relation. — Choosing r and v for independent 
variables, we have in the general equation (5) x = t, y = v^ and 


dr __ 

dy ' 




and consequently the equation reduces to 

. =(^^\ 
XdvjT 


(ID 


which, being interpreted as before, means that the change of entropy 
per unit change of volume at constant temperature is equal to the 
change of pressure per unit change of temperature at constant volume, 
or writing it in the form 



we find that the change of heat per unit change of volume at constaht 
temperature, or the latent heat of isothermal expansion, is equal to 
the absolute temperature multiplied by the change of pressure per 
unit change of temperature at constant volume. 

For example, in the case of a body changing state at constant 
temperature, if L be the quantity of heat necessary to change unit 
mass of the substance from the first state into the second, and if 
and corresponding specific volumes of the substance, the 

whole change of volume is (supposing the volume to be greater 

in the second condition than in the first), and hence the change of 
heat per unit change of volume is L/(v 2 - and the equation becomes 



841. Third Relation. — Choosing p and </> for independent vari- 
ables, we have « = p, y = <#>, 


dp_ 


and equation (6) reduces to 




dp 

dy 


=: 0 , 


(III) 
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which asserts that the change of temperature per unit increase of 
pressure during an adiabatic transformation is equal to the change 
of volume per unit increase of entropy under constant pressure. Or 
writing the relation in the form 



we find that the adiabatic rate of change of temperature with pressure 
is equal to the absolute temperature multiplied by the increase of 
volume per unit of heat supplied under constant pressure. 

This relation also leads to the final equation of the preceding 
article. 

342. Fourth Relation. — If we now take t and as independent 
variables, we have x -- y =py 


dr 

dx 


= 1 , 




dp 

dx 


= 0 , 


and the fundamental equation reduces to 

(M)r-CX). ■ ■ ■ ■ ■ 

which implies that the decrease of entropy per unit increase of 
pressure during an isothermal transformation is equal to the increase 
of volume per unit increase of temperature under constant pressure — - 
that is, the expansion av. Writing the relation in the form 



we see that the heat given out by the substance per unit increase of 
pressure at constant temperature is equal to the continued product of 
the absolute temperature, the volume, and the expansibility. 

From this formula it follows that if a is positive — that is, if the 
substance expands with heating — then d^fdp must be negative ; or, in 
other words, a quantity of heat must be taken away from the body 
in order to keep its temperature constant when the pressure is 
increased. It follows, therefore, that increase of pressure is accom- 
panied by a development of heat in the case of bodies which expand 
on being heated, and similarly increase of pressure will produce a 
lowering of temperature in the case of bodies which contract when 
heated. 

These theoretical conclusions have been confirmed by many ex- 
periments. Thus Joule ^ found that water When suddenly compressed 
at temperatures above 4^ C. showed an increase of temperature, while 

^ Jonlo, Phil, Trarva,^ 1859 ; Scientific Paper Sy p. 474. 
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at temperatures below 4"" the opposite effect was produced. The liquid 
was enclosed in a strong vessel furnished with a cylinder in which a 
piston worked, and the pressure could be suddenly changed by loading 
the piston with weights. The change of temperature was measured 
by a thermo-electric couple of copper and iron wires, one junction of 
which was placed in the middle of the liquid under examination, and 
the other in a bath of water. Sperm oil was also examined, and the 
experimental results in all cases were in close accord with the numbers 
derived from theory. 

The effect of suddenly placing a wire or a bar of any substance 
under tension is the same as suddenly reducing the pressure (a tension 
being a negative pressure), so that wires of such substances as iron, 
copper, lead, etc., when suddenly stretched, show a cooling effect, 
while vulcanised india-rubber and wet bay wood were found by Joule 
to exhibit a heating effect. 

343. Fifth and Sixth Relations. — The foregoing thermodynamic 
equations are generally known as “the four thermodynamic equations.’’ 
Two other relations may bo obtained immediately from equation (5) 
by choosing p and v, or t and c/), for independent variables. Thus, if 
p and V be chosen, we have 


dp _ dv ^ 
dx~^* dy" * 




and the fundamental equation (5) becomes 


fdT\ /d<t>\ _fdT\ /rf0\ 
)\dv \dv)^\dp 


(V) 


In like manner, if t and </> bo chosen as independent variables, we 
have 


dr _ 

dx~ * dy^ ^ 



d<l> 

dx 


= 0 , 


and equation (5) reduces to 


an equation which may be directly deduced from (V) by substituting 
in it from the four thermodynamic relations. 

344. The Four Thermodynamic Formulm. — The four thermo- 
dynamic formulae deduced above as particular cases of the general 
equation of Art. 338 may also be deduced directly by writing the 
equation 


Thermal 
effects of 
compres- 
sion. 


d\} = rd<l>-pdv 


( 1 ) 
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in the equivalent forms — 


[ ei(U - r0) = - fpdr -pdv 
d( U + vdp 

d(U -r^ +pii) = viip - tfidr 


Thus, from (1), it follows that 


/dU\ iA^U\ 


the first of which expresses that the absolute temperature measures 
the increase of internal energy per unit change of entropy at constant 
volume, or that the changle of internal energy at constant volume is 
equal to the heat received, and the second expresses that the pressure 
measures the decrease of internal energy per unit increase of volume 
during adiabatic expansion. Differentiating the first of the equations 
(5) with respect to v, and the second with respect to we have 


/dT\ ^_fdp\ 

\dvjif, \d<f>J„ 


which is the first thermodynamic relation. 

Similarly, from equation (2), if we write V - rcf^ - we have 




with corresponding interpretations, and from these it follows that 


\dv Jr \dTjr 


which is the second relation. 

So also, if we write U +2^?; = equation (3) gives us 


Hence 


/dT\ ^(dv\ 


which is the third relation. 

Finally, writing U-t0 + ^i; = 4>, we have from equation (4) 


therefore 


(fx- 

Kdrjp )r 


which is the fourth thermodynamic relation. 

345. General Equations. — In the foregoing investigations the 
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only external force acting on the body was supposed to be a uniform 
normal pressure p. In the general case the energy equation will be 

dq=d\J-¥dW ( 1 ) 

which, with the relation fZQ = may be written in the form 

( 2 ) 

Now if X and y be any two independent variables which determine 
the condition of the body, we have 


and 

It is to be remembered, however, that f/W is not a perfect differ- 
ential, and that consequently is not equal to 

Substituting for d<\i and ^/W in equation (2), we have 


consequently 




<07 _ 

dx~^dx dx* dy ^ (ly dy 


(3) 


But is a perfect differentia], therefore 


d / dip dW\_df dW\ 
^y\dx dx/~~dx\dy dy )' 


dy\ dx dx ^ 

which, since dify is also a perfect differential, reduces to 

dr dtp dr dtp _ d /c^W\ d fd\y\ 
dx dy (j^y dx dx\ dy ) dy\dx )’ 

The right-hand member of this equation is termed by Clausius ’ “ the 
work difference referred to ay,” and is denoted by the symbol T>xy> 
This may be regarded as the general differential equation for 
and when the only force is a uniform external pressure it reduces to 
the equation of Art. 338. 

In the same manner, by eliminating </> from equations (3), we 
obtain a general differential equation for U. Thus 

d^_\(d\J dW > 


dx 


. .dtp_lfdU . dW\ 

dx y* dy r\dy d.y j 


and consequently, since dtjy is a perfect differential, we have 


d 

dy 


n (W d /IdU ^ ldW\ 

\rc?aj dx / dx\Tdy t dy y 


^ Clausius, Mechanical Theory of Heat ^ p. 114. 
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which reduces to 

_f^rtW^^,rd.ndW\_d/ld'W\^ 
dxiiy dy dx dy ) dy\T dx ) J* 

When the only external force is a uniform pressure />, this becomes 

dr nfU dr dlJ ^.^niip/r) dv dip/r) rfw"j 
dx dy dy dx L dxA ' 

and when the variables are p and v, this becomes 

dr dr^ dr^ 

^^dp^ dp dv dv dp 


Examples 


1. Apply the relation (5) to prove that the ditterence of tlie specific heats of any 
substance may he expressed in the form 



. d/V 


{We have 




2. Prove that the ratio of the adiabatic and isothermal elasticities of any sub- 
stance is the same as the ratio of the two s|;>ccifio heats. 

{We have v 

“-= “ KJ«)r- 

Hence 

_ Wt )<lXdv _ \ dv)p\dft> 

E^ ~ (dp \ Ai^0\ f^P 

\dv Jt \dvJp\dT 


in virtue of the thermodynamic relations. 
Hence 


(d4,\ (dQ\ 

\dr Jp _ \dr ) p \ 

E^ -/rfQX C„ / 

\rfT \dT /„ 


' 3. Prove that 




{The first member of the right-hand side is the quantity of heat required to be 
added to the substance while its temperature changes by dr, and the volume changes 
by dv under constant pressure. Similarly the second member is the quantity of heat 
required to be added while the volume is kept constant. The sum of the two is'.the 
whole quantity required when both volume and pressure vary. 
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Otherwise thus 


In the case of a perfect gas ^'<7 = Hr, and we have 

rfQ_„ dv f^dp 

which, whendQ = 0, gives 2 ? »>' = const.} 

4 . Substituting this value of dQ in the equations" dQ=dU -I 2>dv, and dQ = rd0, 
show that, p and v being independent variables, 


J^/C, dr\ _ Cj, dr\ 
r dp ) ~ dpix T dv)' 


Hence deduce tlie relation 


C f'\ •*/' \ / dv 

‘U — # • 

^ dr /t,\aT 


5. If dQ be the quantity of heat absorbed during an isothermal expansion, prove 
that 

d^MC„-C,)(%')dv. 

{This follows from the above expression for Ex. 3, together with the 
isothermal condition 




6. Assuftiiug Clapeyron’s equation for an isothermal transformation, 




where f{0) is some unknown function of the temperature centigrade, we have, by 
equating this value of dQ to that of £x. 5, 


But by Ex. 1, 


therefore 


(c ^ 

^•\dv)„~/{eAdeJ,' 




which is the second thermodynamic relation. 

7. Writing the equation for dQ in the form 

dQ = C,dr + /di7, 
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wliere / is the latent heat of isothermal expansion, prove that 

, dp , d^p 


* {The equation is equivalent to 


and consequently 


d<p “ -- (Ci/iT + ldv)f 

T 


d (OA^d (l\ 

dvKTj^diKr)'* 


therefore 


= Qf/dr + Idv -pdv. 


dO„ d .. , 

dv dr ^ ■ 


consequently by cuiiiparison we obtain the relations in question. Fur a unit mass 
of liquid converted at constant temperature into vapour w^e have 


8. Prove that 


[Wc have by Ex. 3 


Ij . 1 

2 - 1 ?! "** dr J 


dQ = Cdr + (C^, - C.) dv. 




, dr , , dr . 

dr = dp *1- — - dv : 
dp ^ dv ’ 

therefore by substituting for dp we obtain the relation in question. . 

This relation compared with that of the preceding example shows us that 

SeoKx. 1.; 

9. Writing the equation for rfQ in the form . 

<^Q=C,i<fr + rd|p, 

prove that 

,, dv , dGp dh) 

-r^-^=.-rva, and -^J^-r^ 

10. Prove by direct transformation that the equation 


dCv __ d-^p 
dv ^ 


is equivalent to 




11. In the case of a saturated vapour the pressure is independent of the volume, 
and consequently the equation 

d^ 
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leads to the equation 


12. Show that the relations 


0 ,= t »^+/( t ). 


rf/tiQ 
dr 


/^\ _ d (d^ dp 
\dv ') / dr' 

dT\dv ) dv\dT ) r dv* 

dvKjir )~^dr^ 

are equivalent forms of the second thermodynamic relation. 

13. In the same manner prove that 


dr\dp ) dp\dT )~ 

dT\dp ) dp\dT J T dp * 


d'o 

dr 


dp\dT ) 

are equivalent forms of the fourth relation. 

14. Show that 




rf /^Q\ _ d /dQ\ j^l/rfrrfQ rfrc^QN 
dp\dv ) dv\d‘p ) T\dp dv dvdp ) 


are equivalent forms of the fifth relation. 
16. If 


and 


prove that 
and similarly if 
prove that 



\-'U 


* rfx\ dy j 


dx y 


l d(: 

dVi\ 

dr, ) 


dky 


dxdy^ 
drf d^ ^ 

1 Dxf, 

L_J 

II 


,T dx)\' 

II 

dxdy 
dff d^ 



16. Prove that when the only force is a uniform external pressure 


jWo have 


by the second thermodynamic relation. 
•Similarly 

by the fourth thermodynamic relation. 
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Eliminating by 'means of these two equations, wc obtain the expression in 

question. 

In the case of a perfect gas the corresponding equations are 




17. Find the relatiqn between the specific heats of a gas, if tlie quantity of heat 
Q required for a transformation of a gas depends only upon the initial and final 
states. 

{We have the foregoing equation 

(C,, - C„)dq = C,vd2y 4- Cp2Jdr. 


Hence if rfQ is the complete differential of a function of yy and i\ we have 



This equation cannot be satisfied if C^and Ci,aro different constants, but if they be 
considered as unknown functions of p there is an infinite number of solutions. 

One of historic im])ortance is found in the supposition that Cp 0,,= const. =R, 
then equation (1) becomes 


dC„ 

dv 



= R, 


or 

V C,=Rlog(v)-f-F(pv) ... . . (2) 


F(pw) being an arbitrary function of pv, and consequently of the temperature t. 
Hence, if for the same temperature each of the two specific heats (the difference of 
whicli is supposed const.) increases proportionately to the logarithm of the volume, 
then heat may be regarded as a substance, the presence of whicli in greater or less 
quantity determines the thermal state of a body. Accepting this hypothesis, which 
is contradicted by all the facts, we may calculate the quantity of heat in the gas. 

Thus writing F(pi?) = 0'(pv) for facility, wo have 


“ H log V -f- 0'(pv), 

Op — C„4-R = R + R log V 4- 0^(pv). 

Therefore 

KdQ = C„'txl 2 > 4* Cppdv 


hence 

or 

« 


= 0'( fyo){vdp 4-pdiJ) 4- Rpdw 4- R log v{vdp ■{‘pdv) ; 

RQ = 0(p^-) f Rpw log V, 

' Q = ^(’■) + R't log V, 


the function 0 being loft indeterminate. 

Carnot regarded heat as a substance, and consequently admitted that the specific 
heats increased as the logarithm of the volume. This, however, remained to bo 
tested by experiment.} 
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18. Show that the quadrilateral area between the lines r = a, r = a + da and 0 = 
0=j3 + dj9is 

dad^_ 

cf'7 d0 dx d0 
^ dpdv ^ dv dp' 

and hence show that when quantities of heat are measured in thermal units 

* dr d0 drdif»__lL 

dp dv‘ dv dp “ J* 

{Cf. Equation (5), p. 710.} 

19. Employ the equation of Ex. 3 to prove that 



{Dividing both sides by r we have 

d0__C»dT d0__Cj,dT 
tip ” T dp* dv~~ r dv' 

which, by means of the final equation of the preceding example, reduces as re- 
quired. } 

20. Prove that if a be the coefficient of expansion the element of heat communi- 
cated to a body may be expressed in the form 

dQ = Oj/It - avrdp. 

{We have 

and by the fourth thermodynamic relation this transforms into the required 
expression. } 

21. Prove that 

. d(U H-pu) = Cj(/fr 4- ‘P(l - aryip, 

22. Deduce the relations-- « 

dp dr d<f> dr dtp 
d^^^d^dv’dvdXj 
dv _dtp dr dtp dr 
d\J~ d\J dp^ dp d\J 
dr _ dp dv dp ^ 

, d(j~~d\Jd<p dtpdlJ 
dtp __ dv dp dv dp 
, ^j""d0dr drdU* 

{These follow from equation (5), p. 710, by taking as independent variables U 
and one of the quantities v, p, 0, r.} 

23. [Find the rate at which heat has to be supplied to a liquid film in order to 
keep the temperature constant, when the area is increased. 

The energy equation in this case is, if T denotes surface tension, 

dU=dQ + TdS, 
or 

d(U - 0r) = - 0dr + TdS, 

therefore 

/d0\ ^/dT 
\dS/T 

therefore 

3 A 
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or, the latent heat of extension is equal to the absolute temperature multiplied by 
the rate of decrease of surface tension with temperature. According to experiments 
by Lord Kelvin, the heat required to keep the temi>erature constant is equivalent 
to nearly half the work done in stretching the film. 

24. Find an oxjiression for the difference between the specific heat of a substance 
at constant pressure p and at constant atmospheric pressure. 

By the fourth thermodynamic relation 


\dp)r~' Vdr);, 

therefore 

_ _ /d:^v\ 
dpdr~ 
or 

d (d<t>\ /d-v\ 

‘"dp\dT) " '^Kdr^Jp 

therefore 

dp ^\dT^)p 

therefore 



25. Show that the difference of the specific heats of a solid can be represented 
by the equation 


c^-a=‘ 


K 


where X is the coefficient of linear expansion, and K the compressibility. 
We have (see p. 165) 

3X.^a = l('f’) , K=-Vf), 

v\dT/p* V\dp/r 

therefore 

9X^ l/dv\ ^/dp\ 

K ~ v\dr)p Jr 

and, dividing the second thermodynamic equation by the fourth, 

/dp\ ^ /dr\ (dp\ 

\dv)r \dv),\drj; 

therefore 

9X**rT_ f dv\ /dp\ * 

K ^xdT/jXdr),, 


(Ex. 1).] 



SECTION V 

CHANGK OF STATE 

346. The Fundamental Equations. — The general phenomena 
attending the change of state of matter have been described in 
Chapter V., and we shall now consider them from the point of view 
of the thermodynamic theory, and deduce the laws applying to the 
•passage of matter from any one of its thi*ee typical states to any other. 
Our results apply alike to the passage from the liquid to the solid state, 
or from either of these states to the condition of saturated vapour ; but 
for the sake of definiteness we may keep in view one particular change 
of state, say that of a liquid into its saturated vapour. The character- 
istic of such a transformation is that the pressure depends on the 
temperature alone, and not on the volume, so that 'p and t cannot bo 
chosen as independent variables defining the condition of the substance. 

Let us take the case of a unit mass of any substance existing partly 
in one state (say liquid) and partly in another (saturated vapour), and 
let and be the specific volumes of the substance in the first and 
second states respectively. Then if the quantity of matter in the 
second state be m, the quantity in the first state will be 1 — m, and 
the whole volume of the mixture will be 


V - (1 - + w v.^. 

When V and or v and t, are known, and can be expressed in 
terms of them, and the quantity m can be determined. When a 
further quantity dm of the mass changes state, the quantity of heat 
necessary to effect the transformation is dQ = where L is the 
latent heat of change of state, and in this case the pressure is 
supposed constant, so that the volume v of the mass changes accord- 
ingly. If, however, the whole volume v be kept constant, the 
transformation of dm will entail a change of temperature and a 
corresponding change of pressure throughout the mass ; so that if 
be the specific heat of the substance in the first state, and .9.^ that in 
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the second, as explained below, the transformation of a small quantity 
dm of the substance will produce a small change of temperature dr 
throughout the whole mass, and the quantity of heat necessary to the 
operation will be r 

rfQ = Ijd/H + {5,(1 - + • • • • (1) 

But dQ = Td<li, and consequently 

+ .... ( 2 ) 

r T 

We have thus the otherwise obvious relations ^ 


+ ... ( 3 ) 

\dmjr T \dT T 

Now d<l> is a perfect differential, and therefore these equations give us 


that is, 


-i 

dm. I 


5j(l -- ?>l)4 52??l 






( 4 ) 


• • 

The first of the equations (3) is merely a statement of the fact that 
under constant pressure (or temperature) rfQ = L^^m, and it at once 
leads to another fundamental equation. For since the whole change 
of volume per unit mass in passing from one state to the other is 
^2 “ have for the change of volume, when the quantity dm is 

transformed under constant pressure, dv = (Vg - v^)dm. Hence the first 
of the equations (3) gives 


{V‘i 



L 

T ’ 


or by the second thermodynamic relation (Art. 340), 



If the change of state takes place in such a way that p is independent 
of V, the suffix may be omitted in dpfdr. 

Equations (4) and (5) are the fundamental thermodynamic formula) 
applying to the passage of a substance from any one of the three states 
of matter to any other, whether it be liquefaction, vaporisation, or 
sublimation. The quantities and $2 are the specific heats of the 
substance in the two states under the conditions of pressure and volume 
at which the transformation takes place, and in the operation considered 
above they agree neither with the specific heat at constant volume nor 
with that under constant pressure ; but in the case of the liquid or solid 
the specific heat under constant pressure may be used without serious 

^ Obvious, since when r is constant dQ^ldm = Td^f which is the first relation, 
and when m is constant dQ==Si{l--m)dT-\-82mdT=iTd4f, which is the secpnd. 
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error, as the dilatation and external work are small. In the case of 
the saturated vapour, however, the specific heat employed here is the 
quantity of heat required to raise the temperature of unit mass of 
the saturated vapour one degree, while the pressure is so varied that 
the mass is kept at the saturation point throughout the operation. 
This quantity will be considered more fully later on (p. 728). 

If the specific heats of the substance be known in both stated, then 
equation (4) furnishes us with a knowledge of the variations of the 
latent heat with temperature, or if •the specific heat in one state be 
known, and if the latent heat be known as a function of the tempera- 
ture, the equation may bo employed to determine the specific heat of 
the substance in the other state. 

On the other hand, if the pressure of the saturated vapour be 
known in terms of the temperature, equation (5) yields the specific 
volume (or density) of the saturated vapour at all temperatures when 
the density of the liquid and the latent heat are known.^ So also, 
since L and r are both positive, it follows that if greater than 
then dp and dr must have the same sign, but if be less than then 
dp and dr must have opposite signs. In other words, if a substance 
passes from one state to another in which the specific volume is greater, 
then an increase of pressure raises the temperature at which this 
transformation will take place. This happens in the case of liquids 
passing into vapour, or in the case of solids, which expand in melting, 
and is expressed by saying that increase of pressure raises the boiling 
point or melting point. If, however, the substance contracts in 
passing from the first state to the second, then if dp be positive dr 
will be negative, and an increase of pressure will lower the tempera- 
ture at which the transformation can occur. A notable example of 
this occurs in the case of ice (Art. 177), which we have seen contracts 
in melting, and consequently has its melting point lowered by increase 
of pressure. The dynamical theory thus leads us to anticipate all the 
phenomena treated of in Art. 178. 

' Clausius has deduced the values of the specific volume (or density) of saturated 
steam at various temperatures by this method, and has shown that grave errors are 
introduced when the density of a saturated vapour is deduced from that of the 
superheated vapour, under the supposition that it obeys the laws of a perfect gas 
{Mechanical Theory of Heat^ p. 143). In this formula L is measured in work units, 
so that if all the quantities involved have been determined experimentally, the 
formula yields the value of the dynamical equivalent, L being known in thermal 
units. In this manner M. Perot {Ann. de Chimie^ s4r., tom. xiii. p. 145, 1888), 
having determined the densities of saturated water vapour and ether vapour, deduced 
the value 424 for J, thus verifying the formula. In a similar manner it has been 
verified by M. Mathias {Ann. de Chimie, 6^ ser., tom. xxi. p. 69, 1890). For 
another mode of verification, see Bertrand's Thermodynamics^ p. 165. 
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When the equation shows that either L = 0 or else dpjdr is 

infinite. The former condition is approached in the case of a liquid 
passing iuto vapour when the temperature approaches that of the 
critical point ; and in the case of fusion, where is small, the 

coefficient of increase of pressure with temperature is large, and the 
latter condition is approached. 


Emmples 

1. Find the lowering of the freezing point of water per atmospliere increase of 
pressure, taking the latent heat of ice to be 80, the specific volume of ice being 
1*087, and that of water at 0“ C. being unity. 

{Here we have Vi — 0*087, t = 278, — 1088 grammes, while L expressed in 

dynamical units is 80 x 42700, hence 

80 X 42700 ^ ^^^1033 

273 dr ^ 

or 

1033x273x0*0^.^^ 

80x42700 

2. In the case of paraflin the latent heat in thermal units is 35*35, = 0*125, 

r=325*7, find the change of temperature per atmosphere in the melting point. 

[Jns. «ir = 0*028, 

Exj^eriments on this substance gave M. Battelli ^ a mean change of O'" *03 C. per 
atmosphere. 

3. In the case of naphthalene, if the latent lieat in thermal units= 35*46, 
^> 2 - Dj = 0'146, r= 352*2, find the change in the melting point per atmosphere. 

[Ans, rfr= 0*035. 

As the equations (4) and (5) are of fundamental importance, the 
following instructive method of deducing them is added. 



Let AD and BC (Fig. 224) represent the isothermal lines corre- 

^ A. Battelli, Journal de Phya. tom. vi. p. 90, 1887. 
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spending to two infinitely close temperatures r and t -h dr. Along the 
line A6 the substance is all in the liquid state, and along the line CD 
it is all in the condition of saturated vapour. Now if a unit^mass of 
the substance be supposed to describe the cycle ABOD, the quantity 
of heat absorbed in passing from A to B will be s^dxy and the quantity 
given out in passing from C to D will be so that if L be the latent 
heat at the temperature t, that at the temperature t + dr will be 


and the total quantity of heat absorbed during the cycle will be 
(/Q = + L + ~ dr - s.^T - L = - s.^ f 

But dQ is the equivalent of the external work done — that is, 
of the area of the cycle, the length of which is and the 

breadth dr. 

Hence 

dQ = (v2-Vj)^^^^dr, 

Consequently we have 

. . . . ( 0 ) 


Further, the change of entropy must be zero, since the substance has 
returned to its initial condition, therefore 


Li + -5- dr 


V ^ — — 0 


■\-dr 


or 


d\j Li d /Li\ 
dr r~^dr\r)* 


which is the same as equation (4). Combining this with (6) we obtain 
(6), or 

= (Da - I’l) = »i - «2 + 


dr' 


which expresses the two fundamental equations. 

347. Internal and External Latent Heats. — When change of 
state occurs with change of volume the heat necessary to the trans- 
formation is the sum of two parts : one the equivalent of the external 
work done while the volume changes ; and the other, which is some- 
times called the “ true latent heat,” is spent in altering the internal 
energy of the substance. If the transformation takes place under 
a uniform pressure the heat spent in external work, or the external 
latent heat, is 





728 


THEORY OF HEAT 


OHAr. VllI 


and consequently the heat spent in doing internal work, or the internal 
latent heat, is 

or 

Thus for water at 100*" C., = 40*21, and = 496*29. 

848. Specific Heat of Saturated Vapour. — We now return to the 
consideration of the fundamental equation (4),* which connects ^the 
difference of the specific heats with the temperature and the latent 
heat of change of state. In the case of the liquid and solid states the 
specific heats commonly considered are positive quantities, and the 
ordinary specific heat under constant pressure of the solid or liquid 
at the temperature in question may be used without appreciable error 
in dealing with this equation. In the case of the saturated vapour, 
however, the specific heat involved is neither that at constant pressure 
nor yet that at constant volume, but is the quantity of heat supplied 
to a unit mass of the saturated vapour when its temperature is raised 
I"" C., while at the same time the pressure and volume are varied in 
such a manner that the whole mass remains saturated. 

Under such conditions the quantity of heat supplied will depend 
upon the amount of work done on or by the substance, while its 
volume is varied under pressure, so as to keep it saturated, and, as 
already pointed out (Art. 132), the specific heat under such circum- 
stances may have any value, positive or negative, depending on the 
nature of the substance and the temperature in question. We must 
not be surprised, therefore, if we find that the specific heats of some 
saturated vapours are positive while others are negative, or that 
the specific heat of the same saturated vapour is positive at some 
temperatures and negative at others. 

The meaning of the specific heat of a substance under certain 
conditions being positive is that, in order to change the temperature 
of unit mass of the substance 1"" C. under the given conditions, a 
certain quantity of heat must be communicated to it while external 
work is done on or by the substance according to t)io nature of the 
given conditions, while if the specific heat is negative the external 
work, which must be done on the substance in consequence of the 
given conditions, is more than sufiScient to raise the temperature of 
the mass V C., and therefore heat must be taken from the substance 
in order that the temperature may not rise above the required point. 

Consequently, when it is said that the specific heat of a saturated 
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vapour of some given substance is negative, it is to be inferred that 
the work spent in compressing any mass of the saturated vapour to the 
volume which the same mass would occupy when existing as saturated 
vapour at a temperature 1® higher, would if converted into heat bo 
more than sufficient to raise the temperature of the mass 1® C. In 
other words, the internal energy of a unit mass of the vapour at B 
exceeds the internal energy of a unit mass at a temperature 1® lower 
by a quantity which is less than the work required to compress the 
mass at the lower temperature into the volume occupied at the higher. 

Our fundamental equation 




h 

T 


shows us that may be either positive or negative according to the 
magnitudes of the quantities involved in the right-hand member, and 
if we use the equation of Ex. 20, p. 721. 


elQ = Cjjfir - avrdp. 


we are led to the same conclusion, for in the case of a saturated 
vapour p is a function of t alone, and consequently we may write 




SO that we have for^the specific heat 


rfQ ^ dp 


a quantity which may be either positive or negative. 

As an example we shall consider the important and interesting 
case of water vapour. • For this substance Begnault found, as explained 
in Art. 197, for the total heat Q at any temperature B 


Q = L + J sde = 606 '6 0 


where s is the mean specific heat of water between 0® and 6^®. 


and for water 
therefore ^ 


L = 606 *5 4- 0*305^- 



s = 1 + 0-00004^ + O'OOOOOOO^^ 


L = 006-6 - 0-695d - 0 00002^ - 0-00000038-*. 


. ( 1 ) 
Hence 


^ Clausius uses the shorter expression 

L = 607 - 0-708<?, 


A2= 0-806 


007-0-708^ 
273 + d * 


and hence 
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But by (1), if dr be taken equal to dS in accordance with the equation 
t = 273 + 0 (p. 689), we have. 


and hence by substitution in the fundamental formula we find for the 
saturated vapour 

^ 606 -5 ~ 0*695^ - 0-000026/- - 0*0000003^“ 


which is obviously negative for any moderate value of 0. 

The following table contains the si:)ecific heats of the under- 
mentioned saturated vapours, as deduced by Clausius from the results 
of Regnault’s experiments, using the fundamental formula (4) : — 


Toiiipci-aturc. 

0“C. 


100“. 

loO". 

Water vapour .... 

-1-916 

-1*465 

1-133 

-0-676 

Ether 

+ 0*1057 

+ 0*1222 

+ 0*1309 

+ 0*1344 

Bisulphide of carbon 

- 

-0*1837 

- 0*1600 

-0*1406 

0*1325 

“ i 

Chloroform i 

0*1079 

0*0549 

- 0 0153 

... 

1 0*0155 

Bichloride of Carbon 

-0*0112 

j -0*0219 

-0 0066 

-0*0015 

Acetone 

"l 

-0*1482 

-0*08832 

0-0515 

- 0*0223 


The foregoing table shows that the specific heat of saturated water 
vapour is negative^ at all moderate temperatures, and that within the 
same range the specific heat of ether vapour is positive. 


nr 


sa = 1*013- 


800* 3 
273 h e' 


which gives values agreeing closely with those deduced from the longer expression. 

^ The fact that the specific heat of saturated water vapour is a negative quantity 
was <liscovered simultaneously by Raiihinc and Clausius in 1850. Previously the 
subject had been treated from the point of view of the caloric theory, according to 
which the so-called total hedt (that is, the quantity of heat taken in by a body in 
passing from a given initial to a given final condition) depends only on the initial 
and final states, and may therefore be expressed completely as a function of the 
variables which define the condition of the body, de] tending in no way upon the 
manner in which the substance passes from the initial to the final state. This is 
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The numbers further show that the value of this quantity 
approaches zero in the case of water vapour as the temperature rises, 
and in the case of ether as the temperature falls. We are thus led to 
suspect that for 'each of these substances there is a temperature at 
which the specific heat of the saturated vapour vanishes, and that 
probably beyond this temperature an inversion occurs, and the specific luversiou. 
heat changes sign, becoming positive in the case of water vapour and 
negative in the case of ether. This inversion is shown to occur 
actually in the case of chloroform, the specific heat of the vapour being 
positive above, and negative below, the temperature 123° C. We may 
therefore conclude that the specific heat of the saturated vapour of 
any substance may be* either positive or negative according to the 
temperature. When the specific heat of a saturated vapour is negative 
adiabatic expansion will be accompanied by partial condensation, for Effect of 
if we suppose the mass to expand until its temperature falls by any e^p^wion 
given amount, a quantity of heat must be added to it, in order that 
it may remain just saturated at the lower temperature, and if this 
quantity be not supplied condensation must take place. In the same 
manner it follows that when the specific heat of a saturated vapour is 
positive, heat must be taken away from it, in order that it may 


expressed by saying that is a perfect ditroreutial, and hence, from equation (1), 
Art. .346, we have 


d\i d . .. 


which gives 


d\j 




dr 


( 1 ) 


Now Watt, who was the lirst to publish any distinct views on this subject, was led 
by his oxpcriuicnts to the conclusion that the sum of the free and latent heats is 
constant (Watt’s Law, p. 364), and this is expressed by the equation 

L -I- Jsjdr const. , or ~ 4- = 0 . . . . (2) 

This combined with (1) leads to the conclusion that is zero, a result which was 
long believed to be true, and was expressed by saying that if a saturated vapour 
changes its volume in a vessel impermeable to heat it always remains saturated. 
Regnault’s experiments (Art. 197), however, proved that Watt’s law was false, and 
that 

^h«i = 0-305. 


which, combined with (1), led to the conclusion that for water vapour 52 = 0 * 305 , a 
positive quantity. Hence the idea arose that if saturated steam is compressed, heat 
must be supplied to it in addition to that generated by the compression, in order 
that it may remain throughout at the saturation point, and conversely, if saturated 
steam be allowed to expand in order to cool it, so that it may remain saturated 
during the expansion, a positive quantity of heat must be abstracted from it. 
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remain saturated as it cools, consequently during adial^atic expansioil 
the vapour must become superheated. 

Experi- The fact that the specific heat of water vapour is negative is of 

MM'^^nfrn interest on account of its importance in the theory of the 

andCazin. steam-engine, and in 1862 Him verified experimentally that the 
sudden adiabatic expansion of dry saturated steam is accompanied by 
condensation. He allowed steam to pass gently from a boiler, in 
which it was generated under a pressure of 5 atmos., into a long 
copper cylinder, the ends of which wore closed with parallel plates of 
glass. The steam was allowed to enter this cylinder until all the air 
and condensed water were driven out and the walls had attained the 
temperature of the steam. The exit tap of the cylinder was then shut 
and connection with the boiler was cut off. The cylinder was thus 
filled with dry saturated vapour at a pressure of 5 atmos., and when 
looked through from end to end appeared quite clear. The exit tap 
being suddenly opened, the pressure at once fell, and a dense' cloud 
formed within the cylinder, which rendered it opaque to an observer 
looking through from end to end. This cloud, however, soon dis- 
appeared as the vapour, now at 100° C., rapidly absorbed heat from 
the walls of the cylinder (previously at 152° C.). No such condensa- 
tion could be obtained when ether vapour was treated in the same 
way ; but, on the other hand, this substance exhibited condensation 
when suddenly compressed. 

These experiments were subsequently repeated with an improved 
form of apparatus by M. Cazin.^ The cylinder was connected with 
another in which a piston worked, and the whole was placed in an oil- 
bath, the temperature of which could be varied at pleasure. By this 
arrangement saturated vapour in one cylinder could be allowed to 
expand suddenly, into the other, or, when occupying both, could be 
suddenly compressed by moving the piston. A cloud was always 
formed by expansion in the case of steam but never by compression, 
and the same result was obtained with bisulphide of carbon. On the 
other hand, ether vapour always condensed during compression but 
never during expansion, showing that its temperature of inversion, as 
in the case of steam, was not within the limits of the experiments. 
In the case of chloroform the temperature of inversion appeared to be 
between 130° and 136° C., and in the case of benzene between 115° 
and 130° C. ’ . 

From some experiments on the latent heats of the easily liquefiable 
gases — carbon dioxide, sulphurous acid, and protoxide of nitrogen — 

' Gazin, Ann, de Chimie ct de Phys, sdr., tom. xix. ; Coiwptes PendnSy tom. 
Ixii. p. 56, 1866. 
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M. Mathias^ concludes that, as the temperature approaches that of 
the critical point, the specific heat of every saturated vapour becomes 
negative, and increases indefinitely in absolute value. For the sub- 
stances examined it appeared that the latent heat of vaporisation 
decreases as the temperature rises, and ultimately vanishes, as would 
be expected, at the critical point, so that if a curve be constructed, 
having latent heats for ordinates and temperatures for abscissae, this 
curve will cut the axis of abscissae at a point corresponding to the 
critical temperature. It was further found that this curve intersects 
the axis at right angles in all the cases examined, and consequently at 
the critical point we have 

L = 0, and ^^=- 00 . 


Hence it follows from the equation 


5o = .t, 


dL 

^dr 


L 


that, at the critical temperature, we have - oo . 

If all substances behave in this way, then, in the neighbourhood 
of the critical point, the specific heat is negative for all saturated 
vapours. Now in all known cases increases with rise of temperature, 
and by the foregoing it decreases to - oo at the critical point, and 
must therefore pass through a maximum value at some temperature 
below the critical jpoint. Consequently, if there be a point of inversion 
at ordinary temperatures at which passes from negative to positive 
values, 'there must also be a second point of inversion below the 
critical temperature at which it changes from positive to negative. 
There may then be two points of inversion, but if only one point of 
inversion exists it must be the latter. 

The negative value of the specific heat of steam, and the con- 
sequent condensation of this vapour when allowed to expand, appeared 
at first sight inconsistent with the long-known paradox that high- 
pressure steam escaping from a small orifice into the air will not burn 
the hand, or even the face; while,* on the contrary, low-pressure 
steam (which is consequently at a lower temperature) inflicts horrible 
burns. This difficulty was explained by Lord Kelvin thus:^ “The 
steam, in rushing through the orifice, produces mechanical effect which 
is immediately wasted in fiuid friction, and consequently reconverted 
into heat, so that the issuing steam at the atmospheric pressure would 
have to part with as much heat to convert it into water at the tem- 
perature of 100°, as it would have had to part with to have been 

' Mathias, Ann, de Chimie et de Phys, 6*^ s^r., tom. xxi. p. 69, 1890. 

Dynamical Theory of Heat, 


Two inver- 
sions. 
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condensed at the high pressure, and then cooled down to 100®, which, 
for a pound of steam initially saturated at the temperature is by 
Regnault’s modification of Watt’s law *305 (/ - 100) more heat than a 
pound of saturated steam at 100° would have tOi part with to be 
reduced to the same state ; and the issuing steam must, therefore, be 
above 100° in temperature, and dry.” The thermal effect of fluid 
friction alluded to in this statement is considered in Art. 364. 

349. The Triple Point. — When an enclosure is filled by a sub- 
stance which is partly -liquid, and jmrtly in the state of saturated 
vapour, the pressure is a function of the temperature alone, and when 
the equation connecting them is known in some form, such as 

the relation between pressure and temperature may be represented 
graphically by a curve, such as that shown in Fig. 139. This curve 
gives the pressure corresponding to any temperature when the liquid 
and vapour are in contact, and in stable equilibrium together. It is 
the curve of maximum vapour pressure, and is termed the steam line,^ 
In the same mariner, if an enclosure be filled by a substance partly 
liquid and partly solid, and if the two states are in stable equilibrium 
together, the temperature of the mixture is that at which the solid 
melts under the pressure within the enclosure. This pressure is also 
completely determined by the temperature, and the relation connecting 
them may be represented graphically by a curve. This curve is the 
line of fusion and is called the ice Urn, 

So also a solid may exist in stable equilibrium with its vapour, 
and we have thus a third curve which connects the temperature and 
pressure of a substance when existing partly in the solid state, and 
partly in the condition of vapour. This curve is called the hoar-frost 
line (Fig. 225). 

From his experiments on the pressures of the saturated vapours of 
water substance above and below 0° 0., Regnault^ concluded that in 
passing from the vapour of the liquid to that of the solid there is no 
appreciable change in the vapour-pressure curve, and that consequently 
the hoar-frost line is simply a continuation of the steam line. The 

' The term .steam line has also been applied to the curve (Fig. 143, curve C) 
which represents the relation between the pressure and spccitic volume of the 
saturated vapour. This need not lead to any confusion, as one connects pressure 
and volume, while the other connects pressure and temperature. The former is the 
projection on the plane p, % and the latter the projection on the plane p^ 0, of the 
real steam line on the characteristic surface. 

® Regnault, M^m. de V Acad » tom. xxvi. p. 751. 
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difference between the vapour pressures of water and ice at 0" C. is, 
however, much too small to be placed in evidence by these experi- 
ments, and it was subsequently shown by Kirchhoff^ that the steam 
line and the hoar-frost line are not continuous, but are distinct curves, 
and intersect each other at an angle. Professor James Thomson ^ then 
announced the theorem that the point of intersection of these curves 
is situated on the ice lino ; or, in other words, that the three curves 
intersect in a common point, and this was afterwards proved by M. 
Moutior to follow as a consequence of the principles of thermodynamics 
(Art. 355). 

This theorem is merely the statement of the fact that there is a 
temperature and pressure for which the three states — solid, liquid. 



Fig. 22r». 


and vapour — can exist simultaneously together in equilibrium. For 
example, there is a certain temperature and pressure at which water 
substance may exist partly as ice, partly as water, and partly as vapour, 
so that the lower part of a closed vessel containing the mixture will 
be filled with water in which ice floats, while the upper part is filled 
with saturated vapour, the pressure within the vessel being that of 
water vapour at the temperature of the mixture — a temperature 
which exceeds 0° C. by a small fraction of a degree. This temperature 
and pressure are those which determine the triple point, and at this 
temperature the pressure of the saturated vapour of the liquid is the 
same as that of the solid, but at no other. 

The throe curves shown in Fig. 225 roughly represent the two 
vapour-pressure lines intersecting at a point P on the line of fusion. 
This point is the triple point for the substance to which the curves 
^ Kirchhoff, Pog^, Ann, tom. ciii., 1858. 

J. Thomson, Phil. Mag, (5), vol. xlvii. p. 447. 
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belong, and its co-ordinates are the temperature and pressure of the 
triple point. In order to prove that these curves are distinct, it is 
only necessary to show that the tangents to them at P are inclined at 
different angles to the axis Od, thus denoting the three states — solid^ 
liquid, and vapour — by the suffixes 1, 2, 3 respectively, and denoting 
the difference of the specific volumes by so that - Vg), we 

have by formula (5), Art. 346, if r be the absolute temperature of the 
triple point 

= V (^\ = 

\dTjy^ rwi2* \rfr/23 XdrJ^n ru^i 

But dpjdr is the trigonometrical tangent of the angle which the tangent 
to the curve makes with the axis O^, and as the latent heats and 
differences of specific volume are in general different for the three 
changes of state, it follows that the three curves are inclined to each 
other at definite angles at P. Thus the difference of the trigonp- 
metrical tangents of the inclinations of the hoar-frost line and the 
steam line at P to the axis is 

Kdr/iii ^\^13 ^23/ 

Now at the triple point, and nowhere else (see p. 750), 

Ljj|= Lj2 -H 

while + *^ 23 » since is small compared with and 

we may write and we obtain 

(dp\ _(^\ L,2 


Exercises 

1. Determine the entropy 0 and internal energy U of a mixture of liquid and 
saturated vapour. 

{Let there be unit mass partly liquid aud partly saturated vapour, and let 0o 
the entropy of the mass when it is all liquid at the point A, Fig. 226. At any point 
M let the mass of vapour be m, while that of liquid is 1 - m, then the change of 
entropy in passing from A to M (considering the path ABM) is obviously ^ 



> This equation may also be deduced directly from the equation of Art. 346. For 
wo have 

<2Q = ms^T + (1 - m)SidT + Ldm = s-^dr + \dr 
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where 5| is the specific heat of 
the liquid state along AB and r 
the temperature of the isothermal 
BMC. If 0 be supposed constant 
the point M will ^raco out an 
adiabatic line, and the differential 
equation of these lines will be 

The change of entropy of the mass 
in passing from the condition M 
to any other condition M' will con- 
sequently be 





"Lni 

T 


(3) 


and if M and M' lie on tlie same adiabatic, the right-hand member of this equation 
is equal to zero. 

To determine the internal energy we liavc, for the quantity of heat absorbed in 
passing from A to M along the path ABM, 


At -h Tjvi 


while the external work done during this transformation is 


(,>= 

•'T* 


(4) 


W - I /fdvj + p(v - V,) (6) 

\ 

where is the specific volume of the liquid and v the whole volume of the mixture 
at M, r the temperature at M, and the temperature at A, the integral being taken 
along the line AB. 

Hence 

U - Uy - Q - W = fsjtir - / pdvj -h Lw/ - p(v - v^) . . . (6) 

•'^0 *^^0 

But since v, is practically indejiendent of the pressure we may write and 

since v=(l - 7n)vj + fnv, 2 , we have 

V -Vj = m(v,j - Wj) = vnL/T“^, 

consequently (6) becomes 


U-U„- /(», + ... (7) 

A. 

which is Clausius’s expression. 


by the fundamental equation 




Hence 
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If, however, wo integrate by parts, ( 5 ) becoiiios 

• 

OHAP. Till 

W=pv-pf,Vo- Ivjdjf . 

• 

• . ■ ( 8 ) 

where % refer to the point A, and p, v to the point M. 

of internal energy, we have 

Hence, for tlie change 

U - Uo - Q W.= Lm - (pv -po'Vo) + *^’dr 

. . ( 9 ) 


» and tilt; change of the internal energy in passing tl*om M to any other condition 
M' is 




(pV-pi’) I- 



If M and M' lie on the same adiabatic Q = 0 , and the right-hand member of this 
equation represents the external work done.} * 

2 . Prove that an adiabatic increase of temperature will diminish or increase the 
quantity of vapour in a mixture of liquid and vapour ; or, in other woids, cause 
condensation or- vaporisation, according as the quantity 




is positive or negative, m being the mass of vapour per unit mass of the mixture. 

[Taking the mass of the mixture to be unity, we have for any small trans- 
formation 

flQ = {(1 -- I- 


and since the transformation in question is adiabatic we have dQ = 0 , and con- 
sequently 


1 f/, X 1 


Hence, if the quantity within the bracket is positive and dr have opposite signs, 
but if this quantity is negative din and dr have the same sign. That is, in increases 
with r when (1 - 111)91-1-7^.% is negative and decreases as r increases if this quantity 
is positive.} 

S. A mixture of liquid and vapour exxiands adiabatically, determine the change 
in the relative proportions of the liquid and vapour. 

[Since the entropy is constant equation ( 3 ) of Ex. 1 gives, since is practically 
constant. 


in\j 

r 


Itin 

T 


log 


t' 

r 


( 1 ) 


Now if V be the volume of the mixture at r wo have 


v = ( 1 - 4 - *111113 = I’l + in{i\2 - 11, ) = w, + 711 ^ 


dr’ 


so that 


hm 


and equation ( 1 ) becomes 


= (r-Vi) 


dp 

'dr 


(d 




(a) 


( 8 ) 
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when p and V] are known as functions of r, this equation gives the new teuiperu* 
ture t' in terms of the new volume v\ the original volume v, and the original 
tom|icrature r. 

If the latent heat at r be given, the first term of the right-hand member of (3) 
may be used in its original form niLfr,] 

4. A unit mass of saturated steam is allowed to expand adiabatically, determine 
when the maximum condensation has taken place. 

{By Ex. 2 condensation will cease when the mass m of vapour remaining satisfies 
the equation 

(1 - 0 , 

or 


This result may also be obtained from equation (3) of Ex. 1 by expressing that 0 is 
constant and 7/i a maximum. In the case of steam, if 

L=800-0705r, 

wo find for the maximum condensation 


’800 




5. A mixture half water and half steam at C. is enclosed within a non- 
conducting cylinder and allowed to expand, pushing back a piston, determine 
what hajipens. 

{If m bo the mass of vapour lU'osent at any instant, the whole mass of the 
mixture being unity, then evaporation or condensation will occur according as 


Sj + - 3i) 


is positive or negative. Now for water vapour wc Jiave the formula 

L = 800 -0-705t. 


Therefore 


S.2 - Si = T 


d 

dr 



800 


so that at the temperature 1.50"’ C. we have, taking s^ = l, and m — h, 


.7i + m{s.2 3^)= 1 - 


400 

423 


0*0.54, 


which is a positive quantity, consequently eva{>oration Ukes place as the expansion 
proceetls. 

This might also be seen at once from the final equation of the preceding 
example. For the amount of va|iour present w'hen the maximum condensation has 
423 

token place at ISO"" (J. is and this exceeds the quantity in our problem. 

Hence more vapour will form on expansion, until its quantity is tn'=T . Sub- 

800 

stituting this in equation (1), Ex. 3, we obtain an equation which gives r' the 
temperature at which evaporation ceases and condensation begins. This temperature 
is about 120’’ C. Condensation then takes place, and the ratio of the vapour to the 
liquid will again become unity at a tem^muturc of about Ol"* C. 

6. Show that when the specific heat of a saturated vapour is negative the adia- 
batic lines intersect the steam line (B^ig. 143), passing downwards across it from right 
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to left, and when the specific heat is positive they pass across it from left to right, 
their upper parts lying to the left and their lower to the right. 

7. Prove that the external latent heat Lo (Art. 347) is related to the latent heat 
Ij by the equation 

L__tc(p • 

Le~~p dr 

8. If the latent heat of vaporisation can be expressed in the form 


L=a - fer, 


prove that tlie difference of the specific heats of the liquid and the saturated vapour 
varies inversely as the absolute temperature. 

{We have 


dlj li a ^ 
‘^ 1 - 57 - 7 -"“ "rj 


9. In the same case prove that the variation of the specific heat of a saturated 
vapour per degree of temperature is inversely proportional to the square of the 
absolute temperature. 

{Neglecting the variations of the specific heat of the liquid, we have by Ex. 8 

d^_a 1 

dr J . 

10. Supposing tile latent heat of vaporisation of water to be given by the formula 

L = 800 -0-705t 

calculate the temperature of inversion.' 

{Taking the specific heat of water to be unity we find 


consequently the temperature of inversion is 627" O. ; ef. Arts, 197, 236.} 

11. Calculate the difference between the trigonometrical tangents of the angles 
which the tangents to the hoar-frost line and the steam line at the triple point 
make with the axis of abscissie in the case of water substance. 

{Taking the latent to be 80, J -42700, ro-273, ?<.j 3 = 209400 cc., we find 



the pressure being measured in grammes per square centimetre.} 

12. Deduce the ratio of the quantities ^ and in terms of the latent 

heats of fusion and evaporation. Calculate their numerical values for water sub- 
stance, and comimre the calculated values with the results of Regnault’s experiments. 


* [The linear formula for latent heat is widely departed from at high tempera- 
tures, hence the result here obtained differs considerably from the true temperature, 
as determined by experiment.] 
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360. Charaeterlstic Functions — FormulsB of M. Massieu.— The 
two fundamental principles of thermodynamics furnish two equations 
connecting the three unknowns which determine the state of a body, viz. 


Hence, in order to determine all the cocliicients relating to the sub- 
stance, it is necessary to have some other equation connecting the 
variables which define its state. We are consequently led to expect 
that although these various coeificients and the state of the body 
cannot bo determined in absence of this third equation, yet it should 
be possible to express them in terms of some function of the variables. 
That is what M. Massieu ^ has shown, and the function from which the 
various quantities may bo derived he terms the charactenstic function 
of the body. It depends upon the pair of independent variables 
chosen, having one form when t and v are chosen, and another when 
T and p are taken. 

Thus, if we write, as in Art. 344, 


then the equation 


7=U-t0, 


dU = Tdtp-~pdv , 

. . . . (I) 

may be written in the equivalent form 


dy = - ipdT - pdv 

. • . . (2) 

Consequently we have 


*=-*> -S- 

. . . . (3) 

while 



• . . . (4) 

^ F. Massieu, Comptes Jiendus, tom. Ixix. pp. 858, 
PhytiquCi tom. vi. p. 216, 1877. 

1057, 1869 ; Journal de 
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Further, the specific heat at constant volume is giyen by the equation 

. “•=(").- -'S' ■ ■ 

while for the difference of the specific heats we have (p. 716) 


therefore 


a-, r 


dr'^ 


T- xdrdpj / dv^ 


7 


(7) 


In like manner the isothermal elasticity ahd the coefficier^t of increase of 
pressure are given by the equations 


and 




y<^p\ /: 

p\dT/,. drdv/ 


<dy 

dr 


(8) 


(9) 


Thus, when the temperature and volume are taken as independent 
variables, all the other quantities appertaining to the condition of the 
substance U, p, Cp, C,,, etc., can be expressed in terms of the function 
and its partial differential coefficients. 

In the same way, if the pressure and temperature be chosen as 
independent variables, equation (1) may be thrown into the form 
r/(U - +pv) - vdp - ifidr. 

Hence, if we write 

U~T0+^i’=*, 

we have 

d<I> = vdp - ^dr (10) 

and consequently 

. . . . (Jl) 

while 

■ ■ ■ (12) 


ir . , ^ 


For the specific heat at constant pressure we have rfQ = dU +pdv, or 

„ /dUX ^ (dv\ rfs* 

HdrAr ■ ’■rfr* • • • 

and for the specific heat at constant volume we have 

• " ** xdr) I dp ^ dr^^ \dTdp) f dp'^ * * ^ ^ 

The coefficient of expansion and the compressibility may also bo 
expressed in terms of <l», thus 

l/di?\ __ Jd^ 
v\dT )p ~~ dTdpj dp 


( 16 ) 
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and 


l/dv\ jd^ 
\dp)r dp^jdp 


(16) 


Hence, when the pressure and temperature are chosen as independent 
variables, the function <l> enables us to express all the other quantities. 


Examples 

1. Calculate the characteristic fiiiictioiiB y and in the Ciase of a perfect gas. 
{Here we have the relation ^jw-Rt, while the internal energy is a function of 
the temperature only, and is given by the equation 

dU-C^r. Hence if C» bo regaided as constant, U - U„- C,.(r - r„) . (1) 

Further, d(.l — QAr-hpdv^ and therefore 


Hence 



0 - -r C, log J + R log ® = (C, + R) log 1 

and therefore 

- R log ^ . 

■ (2) 

7 = U - = Uft - C,.r„ - + CrT 1 log J ) 

-Rrlog J . 

■ (3) 

while 



-.C,r„-T0y + r(C0 + R)^l log » 

Ut log ^ . 

■ (4) 


Rt , Rr . 

= -Pi '‘iid , = etc. 

V ^ * dp p * 


These expressions may be veriiied by applying the formube of the preceding article. 
Thus 

dj ^ 
dv " 

In these expressions for y and ^ the quantity R may bo rcj)laced by k/p^ where k is a 
constant, the same for all gases, and p is the normal density of the gas. Sec p. 143.} 
2. Express the various coeflicieiits of a substance in terms of the quantity 
7' = U+pv. 

361. Condition of the Possibility of a Transformation. — When a 
system passes* through any cycle of transformations, if dQ, be the 
quantity of heat taken in by the system along any element of the 
cycle, and t the absolute tempera- 
ture of the source which yields 
the heat, then if the cycle bo 
reversible, we have 


M 




,y 


But if the conditions of rever- I ^ N 

sibility be not fulfilled, we have 
(Art. 329) 

J T 227 . 

The interpretation of this is that if a system passes from a state A to 
another state B, then the value of the above integral taken along any 
path joining A and B is greatest when the operation is reversible. In 
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other words, the same for all reversible paths joining A and 

B, and is greater than the integral of dQ/r for any path between 
A and B which is not reversible. Thus if AMB (Fig. 227) is a re- 
versible path, while ANB is not reversible,^ then* considering the 
whole cycle ANBMA we have 

4- 0A - 0R < 0, 

and therefore 

-• ( 1 ) 

We conclude therefore that no transformation from the state A to the 
state B is possible which would give the integral a value greater than 
“ i>Ai while a transformation which would give the integral a smaller 
value is possible, but not reversible. 

The inequality (1) is consequently the condition that a transforma- 
tion from any state A to another state B may bo possible. For an 
infinitely small change it becomes 

di.l<Td(f> ...... (2) 

or the quantity of heat absorbed is greatest when the operation is 
reversible. This is also directly obvious from the reasoning of Art. 329. 

When the system is isolated, dQ = 0, and the above inequalities (1) 
and (2) mean that for every possible transformation dtl> must be positive; 
or, ill other wor^s, every possible change of the system is attended by 
an increase of entropy. 

It follows as a corollary that in any isolated system stable equi- 
librium will be attained when the entropy has reached its maximum 
value. For in this case the entropy cannot increase, and therefore no 
change can take place in the system. 

362. Thermodynamic Potential. — The preceding inequality which 
tests the possibility of a transformation may bo expressed in terms 
of either of the characteristic functions of M. Massieu. When ah 
elementary transformation is reversible we have 

dQ r= rdip 

dy = — --pdv 

d^—vdp-ipdT^ 

and when the operation does not satisfy the conditions of reversibility, 
we must have 

• dQ<Tdif> (1) 

dy < - 4>dT - pdv ..... (2) 
d^<vdp - tpdr . ... . . . ( 3 ) 

^ [Tile reversibility, or otherwise*, depends not on the particular path, but on 
the conditions under which it is traversed. 
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Thus by applying the inequality (1) we obtain (2) and (3) immediately. 
For 

^ dj = rf(U - T 0 ) = <iU - 

consequently (siiKe is less than we have 

But d\J - dQ, — - pdv if the only external force is a uniform normal 
pressure. Therefore we have 

dy - tlidr - pdv. ..... (2) 

In the same way 

— rf(U - T 0 + pv)—dy +pdv h vd'p, 

and therefore by (2) we have 

vdp - ifnir. ..... (3) 

Consequently (1), (2), (3) express the same condition of possibility. 

We shall now consider two particular cases. In the first place, if 
the temperature and volume of the system remain constant, then if 
any transformation of the system were possible under these conditions, 
it must take place in such a way that we have (by 2) 

dy^^o. 

That is, dj^ must be negative, or the transformation is possible ordy 
if it takes place in such a way as to decrease 

On the other hand, if the pressure and temperature remain constant, 
as when fusion and vaporisation are in progress, then (3) gives us 

so that d^ is negative, and any transformation that may be possible 
under these conditions ^ must be such that the fmictioii d’ decreases. 
We conclude therefore that — 

• (a) If V and t remain constant in any system (not isolated) the 

function cannot increase. 

(^) If p and T remain constant in any system (not isolated) the 
function cannot increase. 

(y) If a system bo isolated the entropy cannot decrease. 

From (a) we infer that when the function y is a minimum it is 
impossible for any change to take place, and consequently the system 
under the conditions (a) is in stable equilibrium. While from (/3) we 
infer that the system will be in stable equilibrium when is a 
minimum. Now in rational mechanics the equilibrium of a system is 

} J. W. Gibbs, Trans. Connecticut Acad. vol. iii. pp. 108-248, 343-524, 1875-78 j 
Silliman's Joumial^ vol. xvi. pp. 441-458, 1878 ; American Journal of Arts and 
ScisThces, vol. xviii. 1879. 
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stable when the potential energy, or the force function, is a minimum, 
and consequently the functions ^ and ^ here play a part correspond- 
ing to that of the force function in mechanics, and the func(;ion ^ has 
been accordingly named ^ by Ml Duhem the thermodynamic potential at 
constant volume, while the function is termed tJie thermodynamic 
potential at constant pressure,"^ 

353. Thermodynamic Potential of a Heterogreneous Mass. — 

When the mass under consider 9 ,|.ion is not homogeneous throughout, 
but consists of masses m^, m.^, etc., of different qualities or in 
different states, the thermodynamic potential of the whole is the sum 
of the thermodynamic potentials of the constituents. For if Ui, Ug, Ug, 
etc., be the internal energies of the constituents per. unit mass, then 
the whole internal energy is 

LT = ^ etc. , 

and in the same way if 0^, <^g, etc., be the entropies per unit mass 

of the parts, then the whole entropy is 


0 = + ”1202 ^ ®te. 


Consequently we have for the whole mass, if the temperature be the 
same throughout, 


* that is. 


y = U - r0 — 2m|Uj - T2m|0, ; 


y — niiJl H* 2 + ^ 37.1 + 


In the same way, if the pressure be the same throughout, we have 
V - m^i\ + + mgVg 4- etc., and the thermodynamic potential at con- 

stant pressure is 


Thus for a unit mass, a part m of which is in the state of saturated 
vapour, the remainder 1 - vi being liquid, wo have 

<|> iz. ( 1 - 4- 7a‘t>2. 

• 

364. Change of State. — In illustration of the preceding principles 
let us consider the case of a unit mass of any substance existing in 
two different states of aggregation. For instance, let a fraction m of 
it be in the state of vapour, and the remainder 1 - m in the liquid 
state. Now if a further quantity dm of the liquid becomes vapour, 
the pressure remaining constant, the thermodynamic potential of the 
liquid diminishes by an amount ^^dm, while that of the vapour in- 
creases by the amount whore and are the thermodynamic 

potentials per unit mass of the liquid and vapour respectively, and 


^ P. Duhem, Le Potentiel Thermodynamiquc, Paris, 1886. 

[y has been called. by v. Helmholtz the free energy of the system. It repre- 
sents the part of the energy which, in reversible isothermal processes, can be don- 
verted into work. For if t is constant dy^ -pdv (Equation 2, Art. 350).] 
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evidently remain constant under the supposed conditioiis. Hence the 
change of the thermodynamic potential of the mixture is 

But for the ‘possibility of any such transformation must be 
negative, and consequently if greater than then dm must be 
negative, and condensation alone is possible, whereas if « 1»2 be less than 
‘hj, dm must be positive, and vaporisation alone is possible. When 
is equal to <I»j, either transformation is possible and reversible. 

Hence, when the change of state is reversible, we have 

= 0 (I) 

and as and ‘*'**‘^ functions of the temperature and pressure, this 
equation is a relation connecting the temperature and pressure of the 
mass when the change of state takes place in a reversible manner. 
Now the pressure of a mass changing state is a function of the tempera- 
ture alone, and we cannot have two equations connecting p and t, 
otherwise they would be completely determined, therefore the equation 
(1) must be the functional relation connecting the temperature and 
pressure during change of state ; in other words, it is the ccpiation of 
the steam line, the ice line, or the hoar-frost line, according to the 
states to which and are supposed to refer. Hence if 4>2, 
refer to the solid, liquid, and gaseous states respectively, the transfor- 
mation from one state to another will be reversible along any one of 
the lines 


(Steam line) 

4.,- 


(1) 

(Hoar-frost line) 


4»i = 0 

(2) 

(Ice line)*. 

‘I*! 


(3) 


When the supposed transformation does not take place along one 
of these curves it is not reversible, and it will be impossible if it would 
entail an increase of <1>. We 
can easily examine, with re- 
gard to anyone of the curves, 
the region in its plane for 
which the transformation is 
possible and for which im- 
possible. Thus any cuI^re 
f{xf/) =,0 divides its plane 
into two regions, such that 
the co-ordinates of any point 
in one of them makes ^ 
apositivequantity, while any 
point in the other renders it negative. The curve itself is the line of 
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demarcation between the two regions, and any point on it makes f{xy) 
zero. Thus if the equation of the curve MN (Fig. 228) be 

the co-ordinates of any point A not situated on tile curve will not 
satisfy the equation of the curve, and we propose to determine whether 
it yields a positive or a negative value. For this purpose draw AP 
parallel to the axis Or, and let the co-ordinates of P be jo and t while 
those of A are 2 ? and t + dr^ then the change of passing from 

P to A will be, using Massieu’s formula?, 

and this is a positive quantity. Therefore A is in the positive region. 

Similarly, if we take a point B whose co-ordinates are t and p + dp^ 
we have for the value of - €>2 at this point 

dp 

and this will be negative if is less than i),^ Consequently we infer 
that if the .latent heat is positive, and if the change of volume is also 
positive in passing from the state (1) to the state (2), then the curve 

- d >2 = 0 passes between the points A and B as shown in the figure, 
A lying in the positive region and B in the negative. If, however, 
the change of volume be negative, as in the fusion of ice, then the 
curve will not paSs between A and B, but will be situated like M'N', 
so that the two points lie on the same side of it. In the former case 
increase of temperature is accompanied by increase of pressure, whereas 
in the latter increase of temperature is accompanied by decrease of 
pressure. 

Let us now return to the equation 

and consider the transformation PA (Fig. 228). In this case the value 
of 4*2 - at A is - Ldr/r, a negative quantity if the transformation 
from the state (1) to the state (2) is accompanied by absorption of 
heat — that is, if L is positive. In this case dm can only be positive, 
and we conclude that at every point on the right-hand side of the curve 
the only transformation possible is one in which dm is positive and 
entails an absorption of heat. In the same way the only transforma- 
tion possible' to the left-hand side of the curve is one in which dm is 
negative and entails an evolution of heat.^ 

^ J. Moutior, Bulletin de la SocUU Philomathique^ 6® ser., tom. xiii., 1876 ; 7® 
s4r., toms. i. ii. iii. iv. 
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Similarly, if we consider the transformation PB, we lind that the 
value of 4^2 - at B is {v^ - v^dp^ and therefore if is greater than 
the only transformation possible in the region above the curve (dp 
positive)* is one in which dm is negative — that is, one in which there 
is a decrease of volume, — whereas in the region below the curve (dp 
negative) the only transformation possible is one which entails an 
increase of volume.^ 

Thus if the pressure of a mixture of water and its saturated 
vapour could be increased without condensation or change of tempera- 
ture, the new condition would be unstable. In this state the 'water 
cannot evaporate, but there is a likelihood of sudden liquefaction. On 
the other hand, if the pressure happened to diminish without evapora- 
tion or change of temperature the vapour cannot condense, but there 
is danger of explosive ebullition. 

Along the curve of reversible transformation = 0, wo have 

That is 


or 



vi) 


dp 

dr 


365. The Triple Point. — The preceding theory may bci applied 
at once to deduce the theorem of the triple point (Art. 349), viz. that 
the two vapour-pressure curves (the steam line and the hoar-frost line) 
intersect on the line of fusion or ice line. For the equation of the 
steam line is 

- c|,j, = 0 (1) 

and along this the liquid and vapour are in equilibrium. The equation 
of the hoar-frost line is 

( 2 ) 

and along this the vapour and solid are in equilibrium. Now by 
adding (1) and (2) together we obtain the equation of a curve which 
must pass through all the poihts in which (I) and (2) intersect each 
other, but the sum of (1) and (2) gives 

(3) 

But this is the equation of the ice line, and we therefore conclude that 
every point of intersection of any two of these curves lies on the 
third. 

From this it follows at once that if two of these curves coincide in 
any region the third must coincide with them all along their common 
part, or if two of them coincide completely, the three become one 
' Gustavo Robin, ibid. 7® s^*r., tom. iv. p. 21 . 
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and the same curve, and the substance can exist in only two states. 
Now in the case of water the steam line and the ice line are obviously 
distinct, and therefore the hoar-frost line must also be a distinct curve, 
and cannot merge into the steam line as Hognault thought, but cuts it 
at an angle at the triple point. 

The co-ordinates of this point obviously satisfy the equations 

so that at the triple point the thermodynamic potential is the same 
(to a constant) for all three states. 

To determine the angles at which the three curves intersect at the 
triple point wo have, taking the steam line, 

which by Massieu’s formuhe gives at once 

-r3)r£jt> = (02-03Kr ; 

therefore, for the inclination of the tangent to the axis of abscissa;, we 
have 

\dT V.2 - V:t ’ \dT /y, Vi^ - Vj \dT Vi ~ **2 


Hence the trigonometrical tangents of the angles are obviously con- 
nected by the relation 


(2 ),. it (t 

And this by the fundamental formula of Art. .346 gives 


Ij. 2;| + -f L|.2 ~ 0. 


Hence, at the triple point, we have 


Li 3 ~ 

Writing this equation in the form 

we see that if are in ascending order of magnitude, so that 

- V,, and have opposite signs, then the differences 

■/ S),. “"(X). (^). 

must have opj)osite signs. In other words, if the value of is inter- 
mediate between those of 'i\ and then the ' magnitude of 
between those of • Hence the curve (13), which 

corresponds to the greatest change of volume, can be placed with 
reference to the other two, for the angle which the tangent to it at 
the triple point makes with the axis of abscissae is intermediate in 
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magnitude between the angles which the tangents to the other two 
make with the same axis. Consequently, if an ordinate bo drawn 
.cutting the three curves, the point of section with the curve (13) will 
lie between those with (12) and (23). 

366. Applications. — The principles of thermodynamic potential 
have been recently applied with much ^lucces8 to the problems pre- 
sented in the theory of solutions, dissociation, and thermo-electric 
phenomena.^ 

As an illustration let us take the case of a compound which dis- 
sociates into two simple substances at a certain temperature and 
under constant pressure. Then if at any instant the mass of the 
compound present in the mixture be while the masses of the 
dissociated elements are and w/g* ^2> corre- 

sponding thermodynamic potentials per unit mass respectively, we 
have for the whole mass of the mixture 

Hence, if the masses m.,, be supposed to change by amounts 
and under the pressure p and temperature t, we have 

+ . . . . ( 1 ) 

But r/mp dr/ij,, are connected by the equation dw^ + drn^ dia^ = 0 ; 
so that if Wj, Wjj, denote the molecular weights, of the compound 
and its constituents respectively, we have 

Wi ~ 10.2 ■ 

and consequently (1) becomes 
Consequently, if the quantity 

is positive, a change in which dm^ is negative is alone possible, whereas 
if this quantity be negative the only change possible is one in which 
m3 increases. If the transformation is reversible, then 

(Wi + - /f’34>2 0, 

and this equation represents the curve of dissociation pressure. The 
dissociation pressure is thus a function of the temperature only, and 
is independent of the quantity m, of the original compound present, 
and of all such circumstances. 

^ A fttlf exposition of the theory of thermodynamic potential and its apidications * 
will he found in M. Duhem’s work, Le Poientiel Thtrmodynamique. cl aes Applica- 
ti(ms, Paris, 1886. 
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357. Plane Diagrams. — The advantage of the graphic method 
of representing the state of a substance by means of a point in a 
plane diagram, and the elegance of the method in concisely represent- 
ing the whole history of a transformation, have been already illustrated 
in. many cases. The particular case of Watt's indicator diagram (Art. 
66), in which the co-ordinates of the point are taken as the pressure 
and volume of the substance, is that which has hitherto been most 
commonly employed, but evidently any pair of the five quantities 
Vy T, <^, U, which determine the condition of the substance, may be 
used for the saine purpose, and it may happen that for one problem 
the representation may be most simply represented by one pair, while 
for another problem simplicity and elegance will be most easily secured 
by choosing another pair. 

Thus when jp and v are taken, as in Watt's method, the lines of 
constant volume (isometrics) oxiA the lines of constant pressure (isopiestics) 
are systems of right lines parallel to the two axes of reference respec- 
tively, while the lines of constant temperature (isothernials), the lines 
of constant entropy (iseniropics) and the lines of constant internal 
energy (isodynamics or isenergics) are each a system of curved lines 
of some particular form depending on the nature of the substance. 

The other quantities which require to be represented on the diagram, 
and which depend on the nature of the transformation rather than on 
the nature of the substance, are the external work W performed by the 
body, and the quantity of heat Q supplied to it in passing from one 
state to another through some intermediate series of states. In the 
case of •A^pv diagram the work is represented very simply by the area 
enclosed by the path of the body, the ordinates at its extremities, and 
► the axis of abscissae, but the quantity Q is not so simply represented, 
as it depends not only on the area representing the work, but also on 
,the change of internal energy. Thus, while py Vy t, <^, U are functions 
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ART. 367 GEOMETRICAL REPRESENTATIONS 753 

of the state of the body, the ^quantities W and Q are determined, not 
by the state of the body at any instant, but by the whole series of 
states through which the body passes from one condition to another. 

On the other hand, if r and </> be taken as co-ordinates, the. isother- 
mals and isen tropics will be systems of right lines parallel to the axes 
of reference, and the isometrics, isopiestics, and isodynamics will be 
curves of some particular character depending on the nature of the 
body. The quantity Q on this diagram will be represented (like the 
quantity W on the pv diagram) by the area included between the path, 
the ordinates at its extremities, and the axis of abscissae, for we have 
dQ = Td4>t or 

Q = 

while W will depend on this area, and also on the change of internal 
energy experienced by the substance in passing from its initial to its 
final condition. 

It is clear, therefore, that from general considerations there is 
nothing to choose between a diagram constructed with p and v as co- 
ordinates, and that constructed with t and </> ; the work and quantity 
of heat being represented on the former in a manner strictly analogous 
to that in which the heat and work are represented in the latter. This 
also appears from the general equations 

f^lT = <ZQ - rfW, dW =pdv, tlQ. = 

for these are unaltered when for p, W we write c/>, - r, - Q respect- 
ively. Hence in our choice of co-ordinates we must be' guided by 
considerations of convenience and simplicity in drawing the particular 
lines necessary to the problem in hand, as well as for the representa- 
tion of W and Q. For one problem it may be most convenient to take 
p and V, while for another it may be much more simple ^ to take t and 
</», or V and </>, or some other pair, or perhaps some functions, of the 
quantities /?, v, t, </>, U. 

When the substance passes through a complete cycle, and returns 
to its initial condition, the whole external work done is represented by 
the area of the cycle, and the heat supplied is the equivalent of this 
(since the internal energy has not changed) on the pv diagram, while 
the whole heat Supplied is represented by the area of the cycle on the 
T<l> diagram, and the external work done is its equivalent. For this 
reason the pv and the diagrams claim special attention. ^ The 
importance of the diagram is also indicated by the general con- 
sideration that, although work may be transferred by mechanical 

^ When r and 0 are used, Carnot's cycle takes the exceedingly simple form ef a 
rectangle. 

3 c 
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contrivances (levers, etc.) from systems at lower pressures to others 
at higher, yet by the second law of thermodynamics the transference 
of heat can only take place from bodies at higher to others at lower 
temperatures ; so that in the former case it is only necessary to ascer- 
tain the total quantity of work performed, but in the latter it is 
necessary to take into consideration the quantities of heat as well as 
the temperatures at which they are received. Hence, if in any par- 
ticular problem several heat areas have to be considered, it is very 
important that these should be represented simply. 

As an example of the use of the two systems we may take the 
simple case of a perfect gas. In this case we have pv = Rt, and 
U = C^T. Hence the isodynamic lines coincide with the isothermals 
whatever system of co-ordinates be chosen. If p and ‘V be taken, then 
the isothermals and isentropics are given respectively by the equations 
pv = const, and pv^ = const. ; but if t and </> be taken as co-ord inales, 
the curves which we require are the isometrics and isopies tics. Now, 
by Example 7, p. 706, wo have 

0 - log T f R log V + const ( 1 ) 

and consequently if the volume is constant this gives for the equation 
of the isometrics on the t</» diagram 

0 = C,. log r -I- const (isonietrics) 

SO that they are a system of similar logarithmic curves. So also 
equation (1) may bo written in the form 

0~Cp logr- R log const (2) 

and therefore the isopiestics are given by the equation 

0 = C,, log r + const (isopiestics) 

These are consequently a similar family of logarithmic curves. The 
isodynamics (as in this case they coincide with the isothermals) are 
a system of right lines parallel to the axis of temperature. 

Examples 

1. In the case of a perfect gas, if any pair of the quantities log % log log r, 
log U, 0, he chosen as co-ordinates, show that the isothcrmals, isentropics, 
isometrics, etc., are all right lines.' 

{In the case of a perfect gas wc have 

log p -I- log V - log r — const, 
log U - log r =: const. 

, 0-C„ log r- R log = const., 

and these equations are each linear in the quantities mentioned in the question.} 

' Professor J. W. Gibbs, Trans. Connecticut Academy of Arts and Sciences, 
vol. ii. p. 325, 1871-73. 
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2. If V and </> bo taken as co-ordinates, show that if a series of isodynamic lines 
be drawn for equal infinitesimal differences of energy, then any series of right lines 
parallel to the axis of volume are divided into segments inversely proportional to 
the pressure, while any series of lines parallel to the axis of entropy arc divided 
into segments invcinsely proportional to the temperature. 

{This follows from the equations 



358. Charaeteristlc Surfaces. — When a plane diagram is con- 
structed with any two variables which determine the condition of a 
body as co-ordinates, then every point in the plane of the diagram 
corresponds to a perfectly definite state of the body, and the indicator 
point is constrained to move along some definite curve only when the 
substance is forced to change its condition under some fixed law (for 
example, under constant temperature, or pressure, etc.). Now if any 
pair of the quantities p, % r, </», U be taken as rectangular co-ordinates 



Fij?. 229. 


(or any two functions of these quantities which determine the state 
of the body), which for generality we shall call x and y, then at any 
given point on the plane diagram x and y will have given values 
corresponding to a definite state of the substance, so that the remain- 
ing three of the above five quantities will be perfectly determinate. 
Consequently, if a perpendicular be drawn to the plane of the diagram 
at the point xy, and if a length z be measured along it to represent any 
one of the other quantities, the locus of the extremity of this perpen- 
dicular in space will be a surface of some kind depending on the 
nature of the substance. In other words, if any three of the quan- 
tities p, V, Tj U be taken as the rectangular co-ordinates x, y, z of 
a point P (Fig. 229) in space, then as the substance passes through all 
possible conditions of equilibrium, the point x, y\ z will describe a sur- 
face which will possess certain geometrical properties and peculiarities 
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depending on Jbhe nature of the substance. Such a surface will conse- 
quently exhibit the characteristic properties of the substance, and may 
be termed a characteristic mrface. 

The particular case in which the pressure, volume, and temperature 
are taken as co-ordinates has been already noticed (p. 90), and the 
functional relation f(p, v, r) = 0 , already termed the characteristic equa- 
tipn of the substance, is the equation of this surface. For example, 
in the case of a perfect gas the equation of this surface is xy = viz. 
a rectangular hyperbolic paraboloid asymptotic to the planes xz and yz. 
The. quantities Vy t, being those which are directly measured in any 
case, are naturally the quantities which would be first chosen as 
co-ordinates in any geometrical representation of the properties of a 
substance ; but it by no means follows that the surface determined by 
these co-ordinates will afford the most comprehensive and elegant repre- 
sentation of the properties of the substance. In addition we possess 
no general equations connecting v, t, or their differential coefficients, 
whereas, by means of the fundamental principles of thermodynamics, 
we have been led to general differential equations connecting certain 
other quantities. For example, we have the fundamental equation 

dU=Tci^ pdv (1) 


The 0 , u connecting the differentials of Vy U, so that if these three quantities 
be chosen as co-ordinates, this equation is the differential equation of 
some surface of the form 


surface. 


U=/{v,0) 


( 2 ) 


concerning which we possess at once certain valuable information. 
For by ( 1 ) we have 

^dV\ _ y/dU\ 


\d<pjr 


andf 


dvj^ 


(3) 


but by ( 2 ) it follows that the direction cosines of the normal to the 

surface at any point are proportional to ^^^y - 1 , and consequently 

by ( 3 ) it follows that the direction cosines of the normal at any point 
of the surface are proportional to t, -/>, -1 respectively. Hence, 
with this surface the volume, entropy, and internal energy are given 
directly by the co-ordinates of a point on the surface, and the remain- 
ing pair of quantities, viz. the pressure and temperature, are given 
by the direction of the normal to the surface at the same point. The 
whole five’quantities p, ?», t, «/>, U are thus clearly represented in an 
exceedingly simple manner. 

Another advantage of the Vy (^, U co-ordinates lies in the fact that 
property, pf them possesses the additive i)roperty. Thus, in a system the 


Additive 
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volume of the whole is the sum of the volumes of the separate parts 
into which it may be divided ; the energy of the whole is the sum of 
the energies of its separate parts, and similarly for the entropy. For 
this reason it fbllows that when such surfaces are constructed for 
different masses in the same condition, these surfaces will be similar 
to each other, and their linear dimensions will be simply proportional 
to the masses which they represent. * 

The surface obtained by using </>, U as co-ordinates has been 
brought into prominence by Professor J. Willard Gibbs,^ and its 
properties will be considered briefly in the following article. At 
present it may be mentioned in passing that any one of the equivalent 
forms of the equation riU - - pdi\ viz. with the notation of 

Art. 344, 


,iy 

pdi'* 

(4) 


rd^i-Vvd'p 

• . (5) 


rdp - </>dT 

(6) 


yields a surface which possesses properties characteristic of the sub- 
stance, and which yields definite information as to its condition. Thus 
using (4), if t, J be taken as co-ordinates, it follows that the entropy 
and pressure corresponding to any point are determined by the direction 
of the normal to the surface, and similarly in (5), when </>, y arc 
taken as co ordinates, the direction of the normal determines t and Vt 
while in (6), with p, r, as co-ordinates, the volume and entropy are 
determined by the normal. 

We are thus furnished with a considerable choice of surfaces, and 
that employqd for any particular purpose can be selected to suit the 
problem in hand. Of course other surfaces may be constructed with 
any three functions of the quantities 7/, t, </», IJ as co-ordinates as 
may be found convenient. 

369. Gibbs’s Model. — The characteristic surface or thermodynamic 
model obtained by taking v, <f>, U for co-drdi nates has been carefully 
investigated by Professor J. Willard Gibbs.^ It may be remarked at 
once that in constructing such a surface with regard to three mutually 
rectangular planes — viz. the plane of zero volume, the plane of zero 
entropy, and the plane of zero energy — that of zero volume alone is 
definite, while those of zero entropy and energy are arbitrary, for 
both of these quantities include an arbitrary constant. However, 
when the planes of reference are chosen, any point on this surface 
corresponds to a definite condition of the substance, and as the co- 
ordinates of the point represent the volume, entropy, and internal 

* J. W. Gibbs, Trans. CofinecticiU Acudetny of Arts and Sciences, vol, ii. p# 382, 
1871-73. 
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energy of the mass, it follows that any plane perpendicular to the 
axis of volume cuts the surface in a line of constant volume or iso- 
metric curve. Similarly the isentropics and isodynamics are the curves 
in which the surface is cut by planes perpendicular to the axes of 
entropy and energy respectively. Two systems of linos still remain 
for representation, viz. the isothermals and the isopiestics, and these 
cah be very simply obtained from the conditions 



For if U = </») be the equation of the surface, then if v be regarded 

as a constant, the relation between U and c/» will be the equation of 
the isometric curve in which the surface is cut by a plane perpendicular 
to the axis of volume, and if a tangent line bo drawn to this curve at 



any point, the trigonometrical tangent of the inclination of this line to 
the axis of entropy will be • Hence if we refer to this as the 

sWpe of the curve at the point in question, we can say that the tempera- 
ture at any point P (Fig. 230) is measured by the slope of the 
isometric passing through that point, and in the same way the pressure 
is measured by the slope of the isentropic. 

The isothermal curves on the model are consequently such that if 
a tangent line be drawn to the surface at any point of one of them, 
and in such a direction that it is perpendicular to the axis of volume, 
then the inclination of this line to the axis of entropy is the same at 
all points of the isothermal curve. The whole system of such tangent 
lines to any isothermal forms a system of lines, or a cylinder of rays, 
parallel to a line in the plane </>U, and this cylinder obviously has 
ring-contact with the surface,' the curve of contact being the 
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isothermal curve. Hence we are led to Maxwell’s^ method of 
representing the isothermal curves on this surface, viz. place the 
model in the sunshine and turn it so that the sun’s rays are 
parallel to the piane of entropy and energy, and make an angle with 
the axis of entropy whose tangent is proportional to the temperature. 
Then if we trace on the surface the boundary of light and shadow the 
temperature at all points of this line will be the same. 

Similarly the lines of constant pressure are found by drawing 
tangent lines to the surface in such a direction that they all are 
parallel to the plane of energy and volume, and make an angle with 
the axis of volume whose trigonometrical tangent measures the 
pressure. This system of. parallel lines forms a cylinder whose line 
of contact with the surface is an isopiestic. 

Of the various parts of a complete thermodynamic model one 
region consists of points which refer to the body when altogether in 
the solid state, another to the liquid condition, and a third to the 
gaseous. Besides these three parts of the surface there are other 
tracts which refer to the body when it is changing state and exists as 
a mixture of the solid and liquid, or liquid and vapour, or solid and 
vapour, or finally as a mixture of the three states — solid, liquid, and 
vapour. We shall now consider the general character of these various 
parts, and for the sake of brevity we shall refer to those portions 
which represent the solid, liquid, and vapour as the parts S, L, and V 
of the surface respectively, while we shall refer to that portion which 
represents a mixture of solid and liquid as the part SL, to that which 
represents the mixture of liquid and vapour as LV, to that represent- 
ing the solid and vapour as S V, and to that rej)resenting a mixture of 
all three states as SLY. 

Every point on the part S represents a definite condition of the 
body when altogether in the solid state, and this portion is bounded 
partly by a line at every point of which fusion is about to occur, and 
partly by a line at each point of which the substance is about to 
sublime. The portion S may not, however, be completely enclosed 
by these lines, for if anything like continuity of state exists between 
the liquid and solid conditions, such as Andrews proved to exist 
between the liquid and gaseous, then the part S will be united to the 
part L of the surface by a neck or isthmus in which no discontinuity 
of curvature exists. 

Similarly the portion L of the surface will be bounded partly by a 
line along which solidification is about to take place, and partly by a 
line at every point of which the substance is about to vaporise. These 
^ J. C. Maxwell, Ttvmry of Jfeat, 
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two lines do not completely enclose L, for in one region this part forms 
a continuation of the portion Y which represents the condition of the 
substance when it is completely vaporised, in accordance with the 
experiments of Andrews. The part L is thus united to V by a neck 
of surface presenting no discontinuity, so that through this neck V 
may be regarded as a continuation of L, and it is probable that it is 
united to S by a similar neck, and that V is united to S in the same 
way. 

The regions between S, L, and V are filled up by those parts of 
the surface (SL, LV, etc.) which represent the condition of the sub- 
stance when changing state. The portion LV stretches from the fringe 
of L to the fringe of Y, and its lines of junction with L and V are the 
lin,es already referred to, along one of which vaporisation is about to 
begin, and on the other of which it is completed. These two lines form 
what we call the LV couple, and along these lines the curvature of 
the surface suddenly changes so that they form lines of discontinuity 
of curvature on the surface regarded as a whole. For the sake of 
distinction wo may refer to these two lines as the L line and the V line 
respectively of the LV couple. Similarly the part of the surface 
which applies to the change of state from solid to liquid is enclosed 
by a pair of lines, the SL couple, while the part representing sublima- 
tion is bounded by another pair, viz. the SV couple. 

With this notation we can say that to any point A on the L line 
of the LV couple there is a corresponding point B on the V line of 
the same couple. At A vaporisation under certain conditions is about 
to begin, and at B it is completed. Now change of state takes place 
in such a way that the pressure and temperature remain the same 
throughout the operation, and consequently the plane which touches 
the part L of Gibbs's model at the point A also touches the part V at 
the point B, since the direction of this plane is determined by ^ and r. 
Further, this plane touches the LV tract of the surface all along the 
line AB, for at every point of this line the pressure and temperature 
have the same values. Thus, if a plane be drawn to touch L, and also 
to touch V, this plane will have line-contact with TiV, and the line of 
contact AB (Fig. 231) will be such that any point P on it represents 
a definite mixture of the liquid and vapour, and the point P divides 
AB into segments such that P is the centre of gravity of the liquid 
jjortion of th^ mass placed at A and the gaseous portion placed at B. 

As A moves along the L line of the LV couple B moves along the 
V line, and the line AB sweeps out the LV part of the surface. This 
part of the surface is a portion of what is called a developable surface, 
and may be regarded as developed in the following manner. Let a 
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tangent plane be drawn to touch both L and V (this will be a double 
tangent plane), and let this plane roll on L and V, maintaining contact 
with both, then this plane as it passes through its consecutive positions 
will envelop a developable surface, viz. the surface LV. 

Similar remarks apply to the tracts which represent the mixtures 
of solid and liquid and solid and , vapour. Each of these tracts 
(Pig. 231) is a developable surface, the tangent plane touches it along 
a line, and any point on one of them represents a definite mixture of 
two states in the manner already described. 

Finally, there is a portion of the surface which possesses no curva- 
ture. This portion is a plane triangle and* corresponds to the triple 
point (Art. 349), or that condition in which the substance can exist 
simultaneously in the solid, liquid, and gaseous states. For if a 
plane be drawn to touch S and also to touch L, then as this plane rolls 
on S and L, it is possible that in one position it may also come into 


C 
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contact with V. In this position the three points of contact will form a 
plane triangle SLV (Fig. 231) such that its vertices are points which 
represent conditions of the substance, at one of which it is altogether 
solid, at another liquid, and at the third vapour. Any point on one 
side of this triangle represents a definite mixture of solid and liquid, 
any point on another liquid and vapour, and any point on the third 
solid and vapour, whereas any point within the triangle represents a 
definite mixture of the three states, such that the point in question is 
the centre of gravity of the masses of solid, liquid, and vapour placed 
at the corresponding vertices of the triangle. 

The plane of this triangle might be supposed to start rolling on 
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any pair of the parts S, L, V, so that if it begins to roll round a 
certain side of the triangle it will generate the SL developable region, 
starting round another edge it will develop the LV region, and round 
the third the SV region. However, as the two lines \)f the LV couple 
approach each other and ultimately unite so as to form a continuous 
curve (Andrews), it follows that. as the tangent plane rolls on L and 
y, the points of contact A and B approach each other and ultimately 
coincide at a point C where the two lines of the LV couple unite. 
The point C (Fig. 231) is the critical point for the fluid state, and if 
the tangent plane be allowed to roll beyond this point it will touch 
the surface in a single poiiit. The substance is here homogeneous and 
belongs to the neck of continuity connecting Ij and V. 

Similar remarks apply to the SL couple and the SV couple, and 
if the lines of these couples unite so that each couple forms a con< 
tinuous curve, then the points of junction are the critical points for 
the SL and SV conditions. Further, the vertices of the triangle 
formed by the points of contact of the triple tangent plane SLV 
are points at which the substance is all solid, all liquid, and all 
vapour respectively, and they are consequently points in which the 
lines of the three couples meet in pairs. Thus the S lino of the SL 
couple and the S line of the SV couple intersect at one vertex, 
and the other corresponding pairs of lines intersect at the other 
vertices. 

360. Surface^of Stability. — When any thermodynamic model is 
constructed with three chosen co-ordinates the values of any pair may 
be chosen arbitrarily, but when these are given the value of the third 
is completely determined. It may happen that for given values of two 
there may bo more than one corresponding value of the third, but in 
this case the corresponding values of the third are perfectly definite, 
otherwise all consideration of the surface would bo illusory. The 
points of any such surface consequently rejjresent all conditions of the 
substance which are possible and consistent with equilibrium. To fix 
our ideas let us suppose that the quantities p, ?», t are taken as co- 
ordinates, then when values of p and v are chosen corresponding to 
any point in the plane pv we say that there is some value (or values) 
of T corresponding to equilibrium, and by erecting a perpendicular to 
the plane pu at the point in question, and measuring off a length which 
represents this temperature, a definite point is obtained, which is a 
point on the surface of the model. Now when we say that to given 
values of p and v there is a corresponding value of t, we merely state 
that there is a definite condition p, t of the substance, in which it is 
in equilibrium, or that when the pressure and vplume have values p 
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and V then the temperature must have a certain value r and no other. 
For given values of p and v and a varying value of t the point p^ v, t 
is constrained to move along a right line perpendicular to the plane pv^ 
and the point (ol* points) where this line meets the surface of the 
model is the point which represents the condition of equilibrium of 
the substance when its pressure is p and its volume r. If the sub- 
stance were supposed to be in <a state represented by any other point 
on this line equilibrium would not exist until the point moved to the 
surface. 

The surface described in the preceding article, or a corresponding 
surface constructed with other co-ordinates, is such that the condition 
of the substance at every point of it is one of stable equilibrium, and 
it may be regarded as the surface of stability. If the condition of the 
substance be imagined to be represented by any point in the space 
inside or outside the surface, this condition will not bo one of equi- 
librium, or if the substance happened to exist in such a state the 
equilibrium in this state would be unstable. Such cases of unstable 
equilibrium are presented in superheated globules of liquids and 
supersaturated solutions of salts, or over-cooled liquids and vapours, 
and the i^oints representing them will not lie on the model we have 
constructed, but will constitute a locus outside the surface of the model 
similar to the theoretic part of the isothermal line conceived by Pro- 
fessor James Thomson (BMND, Fig. 144). The substance at any 
point of this lino is in unstable equilibrium, and if disturbed will 
rapidly change its condition till the indicator point reaches the line of 
stability BD. Thus we might imagine the portions S, L, V of the 
thermodynamic model to be parts of one continuous surface so as lo 
be united, not by the developable sheets SL, LV, SV already described, 
but by portions similar to the James Thomson part of the isothermal 
BMND (Fig. 144). These new tracts, together with the portions 
S, L, V, constitute one continuous surface which exhibits no discon- 
tinuity of curvature along the line couples SL, LV, and SV ; but the 
points of these tracts, although they re{)rosent conditions of equilibrium 
which may be realised under certain circumstances, are nevertheless 
states of unstable equilibrium.^ 

Thus the portions S, L, V of the model, together with the develop- 

^ The equilibrium of a system may be stable for very small disturbances and un- 
stable for displacements of any considerable magnitude — that is, equilibrium may 
exist and will not bo broken by disturbances below a certain limit. It is the exist- 
ence of such a limit that renders possible the existence of those states which we term 
unstable, such as superheated drops or supersaturated vapours, and it is probably 
determined by such magnitudes as the size of a molecule, and the distance through 
which molecular forces arc sensible. 
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able sheets SL, LV, and VS, represent all possible conditions of stable 
equilibrium, from the very manner in which they are constructed, and 
all other points of space represent conditions (a) in which change is 
taking place, or (/3) in which, if equilibrium exists,^ it is essentially 
unstable. 

In the case of an isolated body, or system, thermal and mechanical 
equilibrium must always be established during any spontaneous changes 
in such a way that the point representing the state of the system 
moves in a plane perpendicular to the axis of energy, for since the 
system is isolated its energy must remain constant (the term energy 
here including all forms under which it appears in the system). 
Hence if a body, or system, be left to itself — that is, if it neither gives 
Isolated energy to, nor receives energy from, other bodies— then the path 
system, described by the system in passing from one condition to another must 
be an isodynamic lino. This line may lie on the surface of the model, 
or it may not, but if the initial and final conditions are states of equi- 
librium, the extremities of the line must he situated on the surface, 
whereas if the whole line lies on the surface every state passed through 
during the transformation is one of equilibrium, and the path is an 
equilibrium path. 

Hence, as far as considerations of energy alone guide us, the system 
may pass of itself from any condition A to any other B, if A and B 
are on the same isodynamic line, but thermal equilibrium is always 
established by cbnduction of heat from the warmer to the colder parts 
of the system, and this entails an increase of entropy, so that the 
• system cannot pass of itself from A to B, even though these pqints are 
on the saime isodynamic line, unless the entropy at B is greater^ than 
the entropy at A. This consideration consequently determines the 
direction in which the transformation must take place, viz. in the 
direction of increasing entropy. 

In reasoning about a system passing from one condition to another 
**of itself’' it is all-important to attach a definite meaning to the 
expression, and if it is to have any just signification it should mean 
that during the transformation it is isolated from other systems, and 
consequently neither receives nor parts with energy. Now the whole 
energy of a system may be allocated under several heads, such as the 
vis viva of its constituent masses, the molecular energy which in part 
constitutes* the sensible heat of the body, and the so-called potential 
Partition energy which depends on its configuration, etc. The mode or portion 
energy. whole energy with regard to these various constituents probably 

determines whether the condition of the system is one of equilibrium, 
and also whether the equilibrium is stable or unstable. Thus when 
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a system is in stable equilibrium the energy is probably divided in 
such a way that an average is struck between kinetic and potential, as 
in the case of a vibrating elastic solid in which the energy is half 
kinetic and half jjotential. If, however, the energy happens to be dis- 
tributed in any other manner so that the portion existing in one 
department is too small, while that in another is too great, as com- 
pared with this average, then the equilibrium, if it exists under such 
conditions, will be unstable. 

Some such partition of the energy as this would appear to exist in 
those unstable conditions of superheated liquid globules, etc., which 
are represented by the James Thomson part of the isothermal (Fig. 
144). Thus at a point M the temperature is too high for the 
conditions of pressure and" volume under which the substance exists 
- -that is, too large a share of the energy is apportioned to the sen- 
sible heat department, and the explosion of the globule to a condition 
on the lino BD is merely the result of the redistribution of the 
energy in the average manner. Similarly at N the temperature is too 
low, and too small a portion of the energy exists as sensible heat. At 
this point the vapour is over-cooled, and collapse takes place until the 
sensible heat has obtained its proper share. 

According to this view, then, a condition of stable equilibrium of a 
substance is one in which the whole energy is divided into its several 
constituents in such a way that some average is struck in its partition, 
and all the states of stable equilibrium are represented ]>y the surface 
of the model which consists of parts S, 1 j, V, referring to the condition 
of the substance when homogeneous throughout, together with three 
developable tracts SL, LV, VS, and the plane triangle SIjV, referring 
to conditions of heterogeneity in which the substance exists in two or 
three different states simultaneously. On this surface there is a dis- 
* continuity of curvature where H, L, V join the develoj)ablc sheets, but 
the surface may be made continuous if the energy is apportioned 
among its several constituents in a different manner. The parts »S, L, V 
can thus be joined by sheets SL, LV, VS, which form, with S, L, V, a 
continuous surface exhibiting no discontinuity of curvature, but the 
points of these new sheets correspond to a partition of energy which 
is inconsistent with stability. 

In conclusion, we give the following example (after Professor Gibbs) in illustration 
of the manner in which the model may be employed in the deduction of thermo- 
dynamic formulse. Let L and V (Fig. 232) be two corrcsj»onding points on the 
LV couple— at L the substance is entirely lhiui<l, and at V it is all vapour, the 
change of state taking place along the line LV. Through h and V draw ]»lanes 
perpendicular to the axes of volume and entropy resiJectively. These planes will 
meet in a lino AB parallel ‘to the axis of energy. Further, let the tangent plane 
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to the surface along the line LV be ALV, and let A"LV be the consecutive 
tangent plane. Then if LB and VC be drawn perpendicular to AB, these lines 
will be parallel to the axes of and v respectively. 
But since p and r are represented in the manner already 
described (p. 755) it follows that 



AC 

i»=cv> 


, AB 
and T=gj-,. 


therefore 


^ AA' 


and dr — 


AA' 

BL’ 


and consequently 


dp Bri_ 0 a~ 0 i , 
dr “ C V Vo - '?’i 


But ^2 - 01 is the change of entropy, is passing from L 
to V, and is consequently equal to L/r where L is the 
latent heat of valorisation, so that we have the fundamental equation 


dp _ L 

dT~r{:r^~vi) 



SECTION VIII 


ON TllK ABSOLUTE SCALE OF TKMPKllATUHK 

361. Introduction. — The idea of an absolute scale of temperature, 
independent of the properties of any particular substance, has been 
briefly introduced in Art. 327, and this scale must be carefully dis- 
tinguished from any other founded arbitrarily on the ettccts of heat 
on a property of some particular substance chosen for the sake of 
convenience. In the scale of temperature proposed in Art. 17, equal 
diftcrences of temperature are measured by ecpial increments of volume 
of a fluid enclosed in a glass measuring-flask, and the number repre- 
senting the temperature of a body on such an instrument will dej^end 
on the nature of the particular fluid employed. Each fluid will furnish 
a scale possessing a zero determined by the minimum volume of the 
fluid, and the scales furnished by diflerent instruments M'ill agree 
neither in their zero nor throughout their length. For this reason 
some particular substance had to be chosen for the construction of a 
standard thermometer, and for this purpose a permanent gas was 
found to possess special advantages. 

On the other hand, the system of thermometry, proposed by Lord 
.Kelvin from thermodynamic considerations (Art. 327), is independent 
of the properties of any substance (and in this sense absolute), and we 
have seen that if we possessed a substance which rigorously obeyed 
the laws of a perfect gas,^ then a thermometer constructed with this 
substance so as to measure equal changes of temperature by equal 
changes of volume under constant pressure, or by equal changes of 
pressure at constant volume, would give a scale such that the ratio 
of any two temperatures on it (measured from the zero of the instru- 
ment) is equal to the ratio of the quantities of heat taken in and ejected 
by a perfect thermodynamic engine working between these limits of 
temperature. Consequently, if we possessed a substance which behaved 

^ That is Boyle's law, and has K constant and 7 constant, or the two specific 
heats constant. 
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as a so-called perfect gas even for some limited range of temperature, 
then by constructing a thermometer with this substance and graduating 
it within this range into degrees of any arbitrary length, the scale 
could be extended in both directions outside this range, and the 
position of the absolute zero of temperature could be determined. 

Thus if air obeyed the gaseous laws rigorously between the freezing 
point and the boiling point of water, and if this interval of temperature 
be represented by 100, and if a be the expansion for 1^", then the 
absolute temperature of the freezing point would be l/a, and that of 
the boiling point 100+ 1/a. But since air obeys the gaseous laws 
only approximately between these limits, the position of the absolute 
zero determined from the expansion of air in this manner is only 
approximate, and its true position can be determined only by observ- 
ing the manner in which air deviates from these laws. When this has 
been determined the corresponding, correction can be applied to the 
previous approximate scale of the air thermometer, and the instrument 
may be graduated according to the absolute scale. 

362. First Example. — Before proceeding to the description of 
the experiments by which Lord Kelvin and Joule determined this 
correction, and reduced the indications of the air thermometer to the 
absolute scale, it maybe advantageous to mention some general methods 
by which the absolute temperature t may be deduced in terms of 
quantities which are capable of being determined without the aid of 
any previously constructed scale of temperature. For this purpose it 
is evident that if we possess any thermodynamic relation, or any* 
equation involving r and other quantities which can be expressed in 
terms of p and v, then each such relation furnishes a means of esti- 
mating T when the other quantities are known. 

Thus, for example, if we take the equation of Art. 346, viz. — 


in which and are expressible in terms of p, and where L is a 
quantity of heat expressed in dynamical units, and requires for its 
estimation no previously constructed scale of temperature, we see that 
T is here expressed in terms of quantities which are capable of measure- 
ment, and which are independent of all methods of reckoning tempera- 
ture. Integrating this equation we obtain 
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and consequently 


r 


p 


T = ro« / L 


dp. 


Pa 


This furnishes the absolute temperature corresponding to any pressure 
(^i» ^ 2 ’ ^ being expressible in terras of p) of the mixture of liquid 

and saturated vapour, and the same pressure wUl correspond to some 
determinate temperature on the centigrade scale, or any other scale, 
and a comparison of the absolute scale with any other may be effected. 

In no case, however, has the specific volume of a saturated vapour 
been determined with sufficient accuracy to admit of the graduation of 
a steam thermometer (Art. 93) in this manner, and the foregoing 
equation has been employed so far rather for the calculation of satu- 
rated vapour densities than as the basis of a system of absolute 
thermometry, and until the necessary experimental data have been * 
obtained with much greater accuracy, the steam thermometer cannot 
compote with any permanent gas thermometer in furnishing an approxi- 
mate estimation of temperature on the absolute scale. 

In the same manner we might have employed for the expression of 
T any one of the thermodynamic relations of Art. 344, or any other 
equation involving r, and quantities which can be measured without 
reference* to a scale of temperature. The foregoing is the case of the 
steam thermometer, and the substance exists simultaneously in two 
^distinct states.- When the state is uniform, the second thermodynamic 
relation may be applied, and the latent heat of isothermal expansion 
replaces the latent heat of change of state. 

363. Second Example. — As a further illustration wo shall 

sketch another instructive example cited by Lord Kelvin.^ This 

includes the foregoing, and is the case of a substance subject to a 

stress which is a uniform pressure in all directions. Thus if we 

take p and v for independent variables in the equation 

/ 

<iQ=dU +pdv, 

we have 

rd4>=^dp+(^+pyv .... ( 1 ) 


Consequently the equation of the adiabatic lines traced in the plane 
pv must be 


f-'p+Cf 


' Art. “ Heat/* ETtcy. Brit. This portion of the article deals with the measure- 
ment of temperature, and is particularly vigorous. 


3 D 
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Now if we know d\5lilp and d\5jdv for all values of p and % then 
equation (2) yields the value of dpjdv at any point, and hence we 



drawn in the same manner (Fig. 
Now equation (1) gives 


know the direction at this point of 
the tangent to th^ adiabatic curve 
passing through it. By passing in 
this direction to the consecutive 
point p + dp^ t; + dv^ the direction of 
the new tangent may be found in 
like manner, and the whole curve 
ii> = const, may be traced. Starting 
out from any other point in the 
plane, another adiabatic curve may 
be trace'd, and the whole family 
of them, etc., may be 

233). 


dp^T3i>' ^ 


consequently to determine r we have either of the equations 

^~^dp ! dp ’ 



(3) 

(4) 


Hence if dffijdp and d<f}jdv can be evaluated for all values of p and 
then either of the equations (3) and (4) gives t explicitly for any 
particular values of p and v. 

Now in tracing the adiabatic curves as above, some arbitrary con- 
stant value of <l> was attached to each curve of the system, and the law 
controlling the variation of </> in passing from one curve of the system 
to another cannot be ascertained unless wo know more than U as a 
function o{ p and v. The only other relation that can be found for 
any given substance before a scale of temperature is established is the 
relation, connecting p and v at constant temperature, and this may be 
determined by means of a single thermoscope without any scale of 
temperature attached. 

Thus ’if for any one arbitrary constant temperature the iso- 
thermal relation between p and v is p = then by (4) we have 
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in which dUjdv can be made a function of v alone by means of the 
equation p =f(v). Consequently by integration of (5) we find 

0-y *» + <:} («) 

where F(«;) is a known function of and c is an arbitrary constant. 
Hence if the curve = f{v) be traced (MN, Fig. 233), it will cut each of 
the family of adiabatics previously drawn, and if the points of inter- 
section with any pair have abscissae and the difference of entropy 
on the corresponding curves will be 

Thus the change of entro]|iy in passing from one curve to another of 
the family of adiabatics is expressed in terms of a single arbitrary con- 
stant Tq, and when </> is known in this manner the absolute temperature 
is furnished explicitly as a function of p and v by either of the equa- 
tions (3) and (4), with the value of the constant alone left arbitrary. 

In this investigation a knowledge of the isothermal relation con- 
necting p and v for a single temperature is required, as well as the 
value of U - U^j for every value of p and v. This knowledge may be 
obtained by measurements in which no use whatever is made of any 
scale of tem[)erature, and although we do not possess it for aii}^ single 
substance, yet less than the whole of it suffices for the construction of 
a thermometer graduated according to the absolute scale. For this 
purpose it is sufficient to know r for all values of p and v when they 
are connected by any condition which may prove convenient in prac- 
tice. For example, p may be kept constant, and we shall then have a 
constant-pressure absolute thermometer, or v may bo maintained con- 
stant, and if we possess the information required in the above investi- 
^gation under this condition, wo shall have a constant- volume absolute 
thermometer. 

364. The Porous Plug Experiment. — The investigation pro- 
posed by Lord Kelvin for the graduation of the constant-pressure air 
thermometer depends in principle on the determination of the heating 
or cooling effect produced in a fluid when forced through a porous plug 
or small orifice. When a fluid is forced through a small orifice the 
issuing jet possesses a certain vis viva which gradually subsides at some 
distance from the orifice, and is converted into heat through fluid 
friction. Thus if Fig. 234 represents a tube stopped at one part of its 
length by a diaphragm pierced by a small orifice O, and if a fluid be 
forced through this orifice from the side A to the side B by a piston 
M, which is urged forward by a pressure p, and if the fluid, as it 
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escapes into B, pushes another piston N before it with a pressure p \ 
then if M and N move with the same velocity,^ the kinetic energy' of 
translation of the fluid moving towards A will be the same as that 
moving away from it when we consider regions removed some distance 
from the aperture. Near the orifice, however, in the region of the 



. ) JL 

B 


Fig. 234. 


rapids, the vis viva of the escaping^ jet has not subsided, and a large 
part* of the internal energy of the fluid exists as this vis viva of the 
mass. It might reasonably bo expected, therefore, that near the orifice 
the temperature of the fluid would be decidedly lower than at some 
distance from the orifice where the vis viva of the issuing jet has sub- 
sided and has been converted into heat. 

In an experiment made with a thermometer held near an orifice 
through which air was escaping under a pressure of about 8 atmos., 
Joule and Thomson found a depression of temperature amounting to 
13® '42 C. At a distance from the orifice, however, in the region of 
the tube where the motion has subsided into a uniform flow, the tem- 
perature of the stream on the side B may be either higher or lower 
than that on the side A, according to the nature of the escaping fluid. 

Thus if U be the internal energy per unit mass on the side A, and 
p and V the pressure and volume, while U', 'o refer to the side B, 
then the decrease of internal energy is U - U', and if no heat is sup- 
plied from without during the operation, i.e. if the tube and pistons 
are non-conductors, thfen U - U' must be equal to the work done by 
the fluid. Now in the compartment B the work done by unit mass 
of the fluid in pushing forward the piston N is pV, and similarly, on 
the other side, the work done on the fluid per unit mass by the piston 
M is pv. Consequently we have 


that is 


-V' -pv. 


U+py=U' +pV 


or the quantity U + /w. is the same before and after transit. Conse- 
quently if the product pv has not changed we must have U = U' and 
if the internal ener^ depends only on the temperature, then the’tem- 
perature of the stream leaving the diaphragm will be the same as that 

‘ In the case of compressible fluids, this can be arranged by making the diameter 
of the tube on the side B larger than that on the side A. 
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approaching it. Hence if the temperature is found to be the same on 
both sides, and if the fluid obeys Boyle’s law, it follows that U = U', 
even though the pressure and specific volume vary, and hence the 
internal energy •must be a function of the temperature only. But if 
the temperature changes in passing from one side to the other, then it 
follows that U must depend on p and v as well as on the temperature ; 
or, in other words, Mayer’s hypothesis (p. 270) will not be true. We 
have here, then, a test of the applicability of this hypothesis to the 
permanent gases which is very much more delicate than the calorimetric 
method adopted by Joule as explained in Art. 1 54. Wo must, however, 
give due allowance for deviations from Boyle’s law, and the foregoing 
remarks are made on the supposition that this law is obeyed. 

If, however, the product pv decreases as the pressure increases (as 
is the case up to a certain limit with all substances as shown by M. 
Amagat’s experiments, Art. 242), then on the high pressure side of the 
diaphragm the internal energy will be less than on the low pressure 
side by an amount U - U' =p'v' - pv^ and we should consequently expect 
a cooling effect, even though Mayer’s hypothesis were obeyed. On the 
other hand, if pv increases with the pressure, as happens in the case of 
hydrogen and all other gases beyond a certain limit, then U' will bo 
greater than U by an amount pv - p'v\ and there will be a heating 
effect. Hence if there is any vestige of molecular attraction in opera- 
tion in the gas, mere expansion (without external work) will produce 
cooling, and there will be a corresponding difference of temperature 
on the two sides of* the diaphragm, and this will be added to the cool- 
ing effect pV - pv produced by external work in consequence of devifi- 
tions from Boyle’s law. On the other hand, the cooling effect arising 
from expansion under molecular forces will be diminished by the heat- 
ing effect arising from decrease of pv under decreased pressure in the 
case of hydrogen and substances in a similar state. 

The whole heating or cooling effect observed in any case in such 
an experiment will consequen'lly be the algebraic sum of the effects 
arising from two different causes ; but if the deviations from Boyle’s 
law are so small as to be unobservable within the limits of experimental 
error, the whole effect may be attributed to the expansion under 
molecular forces, and will consequently be a measure of the deviation 
from Mayer’s hypothesis. 

In the experiments conducted by Joule and Lord Kelvin ^ the gas 
under examination was passed at a slow uniform rate through a long 
copper spiral tube immersed in a bath which was constantly stirred 

^ Phil, Mag, 4th series, vol. iv., 1852 ; Phil, Trana,^ 1853, 1864, 1862 ; Joule's 
Scientific Papers, vol. ii. 
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and kept at a uniform temperature. To the upright end, aa (Fig. 235), 
of this copper pipe a short tube of boxwood, hh^ was secured, and in 
this boxwood piece a plug of cotton-wool (or filaments of silk when 
high pressures were used) was fixed by moans of two perforated brass 
plates shown as dotted lines at the extremities of the plug. This 
plug was 2 ’72 inches long and 1*5 inch diameter. A tin can, filled 
with cotton-wool, was attached to the brass casting and served to 



keep the water of the bath from 
coming in contact with the boxwood 
piece enclosing the plug. A ther- 
mometer was placed in the exit 
tube, witjh its bulb at a short dis- 
tance above the plug, and in order 
to permit of the reading of the 
temperature this part of the tube 
{ee) was made of glass. 

Among the difficulties met with 
during this investigation was the 
fluctuation of temperature which 
occurred when the stopcock was 
opened in order to allow the gas to 
flo%v through the tube. This arose 
from the initial adiabatic expansion 
of the gas and the compression of 
the air in the tube, and although this 
disturbance soon ceased on account 
of the stream of gas being in con- 
tact with the good-conducting copper 
spiral, still further fluctuations were 
produced by its contact with the 


Pig. 23 .'i. surface of the badly - conducting 

boxwood piece enclosing the plug. 
This effect lasted for a much longer time, and it was necessary to allow 


the stream to flow through the jflug for a considerable period (one hour 
before the result could be depended on) before any observations were 
recorded. The cooling effect was besides exaggerated at first on 


account of the necessary drying of the material of the plug by the 
current of gas, and oscillations of temperature were caused by the inter- 
mittent action of the pump (causing adiabatic expansion or compression), 
so that it was very necessary to secure as uniform a flow as possible. 
Further, after passing through the plug, if there is any change of 
temperature there will be conduction of heat through the walls of the 
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tube, and a correction in this respect becomes necessary. This correc- 
tion was determined by an experiment in which the difTereiice of 
temperature between the gas and the bath was large, and it was found 



Fig. 236. 

to be directly proportional to the difference of temperature, and in- 
versely proportional to the quantity of gas transmitted in a given time. 

In the experiments at high temperatures, however, it was found 
necessary to increase the length of the copper spiral in order to make 
certain that the gas acquired the temperature of the bath. With air 
and carbon dioxide, which could be obtained in large quantities, the 
delay occasioned by the initial fluctuations of temperature caused no 
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80 propor- 
tional to 
dp. 


serious difficulty, and the nozzle depicted in Fig. 235 was considered 
the best. In the case of hydrogen, which could be obtained only in a 
limited supply, the nozzle was altered as shown in Fig. 236. ^ The plug 
d was enclosed in a short piece of india-rubber tubing, ^.nd a cork tube, 
A, was placed within the copper tubing, in order to protect the bulb of* 
the thermometer from* the effects of a too rapid conduction of heat 
from the bath, and cotton-Wool was loosely packed round the bulb so 
as to distribute the current of gas as evenly as possible. The top of 
the glass tube ii was attached to a metallic tube II, which carried the 
gas to a reservoir in which it was preserved. 

In the case of all the gases examined a thermal effect was ex- 
perienced after passing through the plug,>and this in the case of air, 
oxygen, and carbon dioxide was a cooling ciliect. Each of these gases 
showed a temperature sensibly lower than the bath after passing 
through the plug, but in the case of hydrogen, although the first ex- 
periments appeared to give a cooling effect, a later and more accurate 
investigation proved that the temperature of the stream issuing from 
the plug was higher than that of the bath. With this gas there was 
therefore a heating effect, so that it stands out from the others in this 
respect also, as it does in regard to deviations from Boyle's law. A 
heating effect would be expected from this gas on account of the 
manner in which it deviates from Boyle’s law, but that this effect 
should more than counterMance the cooling which must arise from 
residual molecular attraction, if any, or as to whether in hydrogen 
this latter effect should be a heating rather than a cooling, could not 
be predicted a priori. 

The thermal effect in all cases was found to be proportional to the 
difference of pressure on the two sides of the plug even for differences 
of 5 or 6 atmos., and in the case of hydrogen it amounted to a heating 
of 0®*039 C. per atmosphere difference of pressure on the two sides. 
The law of variation of the effect with temperature was not fully 
determined in this case, and the foregoing number is taken as the 
mean of the heating effects at temperatures between 0° and 100° C. 

We shall now consider how this result may be applied to the 
graduation of a hydrogen thermometer according to the absolute scale. 
For this purpose we must base the investigation on the condition 
which controls the experiment, viz. that the quantity U +pv remains 
unaltered. Now the general equation := 8U +p8v may be written 
in the form 

8(U+jw»)=t50 + v5^ . . . ' . (1) 

and consequently, since U does not vary, we must have 

T8^ + vdp=0 ( 2 ) 
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and if p and 6 (the temperature registered by an ordinary centigrade 
thermometer) be taken as independent, variables this becomes 

But by the fourth thermodynamic relation 


/ 

\dp)e^ “ 


therefore (3) becomes 




or 

. dv d<f> 80 , 

now ^ in this equation 

d<fi (dQ\ 
de \d0)p 

therefore 

dv ^ 80 


dr *^8p 


(4) 


Here Cp is measured in dynamical units as a quantity of work, and 
its measurement does not necessarily involve the idea of a scale of 
temperature, being merely the quantity of work required to be spent 
in raising a unit mass of the gas through a range indicated by two 
marks on a thermoscope, which if desirable might be taken as the 
interval of temperature between the freezing point and boiling point 
of water. Further, 86/Sp is the cooling (or heating) effect per unit 
difference of pressure on the two sides of the plug, and 80 may be 
measured in terms of the same interval of temperature as unit. Thus 
we now require an interval of temperature in terms of which the 
absolute temperature is to be expressed, and in the preceding investiga- 
tion this is represented by a degree on the ordinary centigrade scale. 
Now for hydrogen 80 was found proportional to and for one atmo- 
sphere difference of pressure 11 wo have 5p= -11 and 8^ = 0*039, 
therefore 

0-039 
II * 


^ If there is neither heating nor cooling 80 is zero, and we have 

dr dv 



so that 


log T=log v-f-C 


where G is a function of p alone. Consequently the characteristic equation of the 
substance is of the form r=^p). 
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and the equation becomes 


dv 0 039 ^ 


'^’■= (f.) 

r r 0*039CyH 

Consequently, if we assume to be constant within the range. of the 
experiment (and its variation is undoubtedly very small) so that the 
effect of this variation is negligible in the small term in which Gp 
appears, we have by integration 

log r = log (- 1 ’ - 0 ‘OSOCjy/I I ) + const. . 

or 

T-a(r-0-039C,./]I), (6) 

where a is an arbitrary constant which depends upon the unit of 
temperature adopted. 

If Tq and Vq correspond to the freezing point of water, while Tjqq 
and correspond to the boiling point, and if this interval of tempera- 
ture be represented by 100, as on the centigrade scale, then (6) gives 

T<, _ _ Jo _ Jo ‘ ® *0390,711 

'*^100 "■ 
or 

T„ ‘*-(1-0 -0390^/1 h’„) .... (7) 

o, 

where a is the expansion of unit volume of hydrogen between the 
freezing and the boiling points of water. 

Now Vq is the volume of unit mass at the freezing point under the 
pressure p, and if V„ be the volume per unit mass under the pressure 
of one atmosphere IT, then (7) may be written in the form 


• I--039C„/nv„'; 


Now Kegnault found that the quantity Cy,/ITVQ for hydrogen agrees 
with that for air to i per cent, and for air he found 1IV„ (height of 
homogeneous atmosphere) = 7990, whereas the specific heat expressed 
in thermal units is 0*2 3 8. Hence if we take the number 427 for J 
the equation may be written in the form . 


100 / 




where for hydrogen c = - *00049, and for this gas expanding under 
a constant pressure of one atmosphere a =*36613, which gives 100/a 
= 273*13, therefore with = we find 


The temperature of melting ice is consequently 273"" on the absolute 
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scale when the interval between the freezing point and the boiling 
point of water is denoted by 100. 

Numbers agreeing very closely with this were deduced from the 
experiments on nir, and a fairly concordant figure was obtained from 
those on carbon dioxide. For each of these gases the thermal effect 
was a lowering of temperature, which, in the case of carbon dioxide, 
was very decided. This cooling effect was also found to be sensibly 
independent of the pressure, but to vary considerably with temperature, 
and this variation was found to be very approximately as the inverse 
square of the quantity 273 + ^ where Q is the temperature centigrade 
on the mercury thermometer, and consequently it will be sufficiently 
accurate to write in the small term in the denominator of (5) the cooling 
effect per atmosphere in the form 



and we then have 

where t^=273. The value of A for air was found to be 0*275, and 
for carbon dioxide 1*388. 

Returning to equation (4) we have 


that is 


consequently 


do « 5 ^ 




dArJ"!! 




C,,A Tff^dr 
~ri ’ 


and therefore, if we regard 0^ as constant, wo have 

^ _ A \ . 

r r„ 311 \t« To*7 ’ 


consequently we deduce at once 



1 

J 


or if the interval t - Tq be reckoned 100, then a denoting the expansion 
of unit volume between the freezing point and the boiling point of 
water, we have 


100 , 
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where 


■'■to + 16o‘''(T|, + 1()6)» 
and the latter factor differs so little from 



the mean of the cooling effects at 0° and 100^ 0., that if this mean 
had been used, as was done in the case of hydrogen in absence of 
anything better, the effect on the result would be scarcely perceptible. 

Regnault found Cp/IIVq greater for carbon dioxide than for air in 
the ratio 1*39 to 1 for the average of temperatures between 0° and 210", 
but he also found that the specific heat of this gas varies largely with 
temperature, and taking the mean of its value at 0" C. and 100" C. as 
the proper mean in this investigation, we find that Op/nV^ for this 
gas is 1*29 times the value of this quantity for air. This latter we 
have already found to be *0126. Hence in the formula 



the quantity e has the value - *00049 for hydrogen, + *0026 for air, 
and + *0163 for carbonic acid. The following table of results is 
extracted from Lord Kelvin’s article : 


Name of Gas. 

Exp.*insion at 
One Atmo. 

between 
Freezing and 
Boiling 
PointR, 
Kegnault, 

a. 

Proper Mean 
Cooling 
Effect 
wr Atmo., 
M. 

Uncorrected 
Estimate of 
Temperature 
of Melting 
Ice, 
lOO/o. 

Correction 
calculated 
from Cooling 
Effect, 

100 Cp 
a ii Vo ■ 

Absolute 
Temperature 
of Melting* 
Ice, 

T«. 

Hydrogen .... 

•36613 

. 

-0” 039 : 



273 '13 

1 

o 

c 

CC 

■ 

273 

Air 

•36706 ' 

+ 0"-208 

i 272-44 

+ 0°-70 

273 14 

Carbonic acid . . . | 

•37100 1 

1 

+ l'’-005 

269-6 

+ 4" '4 

273-9 


As the exx)GrimGnts on air were more trustworthy than those on hydrogen, the 
number 273*14 obtained from them was regarded as the most reliable approximation 
to the absolute temperature of melting ice. 


The formula 


D-v' 



where M is the proper mean cooling effect, has been employed by 
Lord Kelvin to calculate the expansions of the various gases for which 
M is known, and the close accord between the calculated and observed 
values is very interesting. For air, oxygen, hydrogen, and nitrogen 
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we have Gp/1TVq = *0126, so that the above formula gives the expan- 
sion between 0° and 100'^, 

The values of M derived from Joule and Thomson’s experiments are 
- 0*039 for hydrogen, + 0*208 for air, + 0*263 for oxygen, and 
+ 0*249 for nitrogen. 

, The following numerical results are given by Lord Kelvin (Art. 
“Heat”): 


Name of Oas. | 

CoHffle. of Expanaiun. 

Hydrogen 

0*003662(1 - 0*00049 Vo/y) 

Air 

0-003662(HO-0026V./») 

Oxygen .... 

0-003662(1 +0-0032V,i/») 

Nitrogen .... 

0-003662(1 + 0 -0031 V./1)) 

Carbon dioxide . 

0-003662(1 +0-0163VJ») 


For different values of YJv the results deduced from these formulae 
are compared with those of experiment in the following table : 




ExpanHioTi (p constant) between 0" 




and 100“ C. 

Name of Gaa. 

y*'. 

1^ ' 



- 



Calculated. 

Observed (Regnanlt). 



(0 

*3662 




1 

-3660 

*36613 

Hydrogen .... 


3 

•mi 



3*3.5 

*3656 

*36616 




•3651 




fO 

•3662 




1 

*3672 

*36706 

Air 


3 

-8691 




3*38 

•3694 

•369.54 



le 

•3719 




fO 

•3662 


Oxygen . . : . . 


1 

3 

•3674 

•3697 




le 

*3732 


* 



•3662 

... 

Nitrogen .... 


|i 

•3673 

•3696 




16 

•3730 





•3662 




1 

•3721 

•37099 

Carbon dioxide . . 


3 

•3841 




1 3*316 

•3859 

•38455 



l6 

•4019 



The cooling effect was also investigated in the case of mixtures of Mixtures, 
different gases, and it was found that the cooling of the mixture on 
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passing through the plug was not the corresponding mean of the cool- 
ing effects of the constituent gases. Thus oxygen and nitrogen taken 
separately showed almost the same deviations from the condition of a 
perfect gas, the deviation of nitrogen being slightly less than tliat of 
oxygen ; but a mixture of oxygen and nitrogen appeared to deviate 
less than nitrogen. In the same way a mixture of carbon dioxide and 
air would be expected to show a smaller cooling effect than pure 
carbon dioxide, and a larger cooling effect than air. This was foui^d 
to bo the case, but the cooling effect of the mixture was not that which 
would take place if each constituent produced its own proportion of 
the effect independently of the other. This evidently points to. some 
intermolecular action between the constituents of the mixture, or to 
diffusion effects in passing through the plug. 

365. [Callendar*s Method of Correcting the Gas-Thermometer. 
— The question of the determination of the absolute zero and the 
thermodynamical correction of the scale of the gas-thermometer has 
been the subject of many scientific papers. The following method of 
investigation, >vhich is due to Professor Callendar,^ makes use of the 
results of the x)orous plug experiment, as well as those relating to the 
properties of gases obtained by Chappuis and others. 

Equation (4) of the preceding article may be written 

■ ■ ■ ■ • 

wh(3rc M is the cooling effect having the same signification 

as in Art. 344. Wo may also obtain a similar equation with v as 
independent variable instead of jp. For suppose the gas after issuing 
from the plug to be heated up to its original temperature, keeping the 
pressure constant. The heat required will be -- C^dr, dr being the 
measured rise of temperature in the porous plug experiment. This 
must be equal to the increase of internal energy {d\Jldv)dv^ together 
with the external work done d^'pv). Therefore 



and, using the formula = rdtji ~ pdv combined with the second 
thermodynamic relation, we get 



so that we have, making v independent variable. 




^ Fhil. Mag., Jan. 1903. 


( 2 ) 
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In order to determine the absolute zero on the constant pressure 
gas-thermometer, Professor Gallendar makes the approximate substi- 
tutions {dvldT)p = R/p and 0 =^i^/R in (1), which gives the simple result 


r-0 


R 


This formula must be accurately true at some point in the neighbour- 
hood of 50^G. where the degreesare the same size on the gas and absolute 
scales. It will, however, also give a very good approximation for the 
freezing-point correction Tq - Bq, for the scale correction at this point 
only is neglected, and this must be very small compared with the zero 
correction, since the whole number of degrees between 0° and 100'" G. 
is the same by definition for both thermometers. Writing therefore 


^0 


ft ^PoOpM 


and employing the proper mean value of C^M which corresponds to 
the point where the degrees are pf equal size, we obtain the zero 
correction. This formula is equivalent to that of Lord Kelvin given 
in the preceding article. 

For the constant volume thermometer. Professor Gallendar sub- 
stitutes in (2) the approximate yalue (dpjdv)y> := = -;p/v, which 

occurs only in the small term on the loft. Also juitting {dpjdr\ = 
which, however, is only strictly true where the degrees are the same 
size on both scales, the equation becomes 


T-e= 




p( dijyo) 
K\ dp 


III order to evaluate this for carbon dioxide, we may take G^M =7*9 cc. 
as the proper mean value. Also the value of d{pv)ldp at or near 
50° G. may bo taken as 2*4 cc. from Amagat^s observations on carbon 
dioxide (Art. 242). The value of p is the pressure in the gas- 
thermometer at the point considered. Adopting Ghappuis's value of 
the pressure coefficient at 100 cms. initial pressure, namely •0037251, 
= 268°’45, and p - 1 1 9 cms. = 1 *58 x 10® G.G.S. units at 50'’ G. and 
taking R = 1*89 x 10® we find the value of the correction 4°*55, which 
-gives Tq = 273°'0. This neglects the scale-correction at 50°, which 
however is less than 0°*05. 

Another i^ethod employed by Professor Gallendar is to throw the 
characteristic equation of the gas into the form 


r 


pv 

K 


+ 9 


(3) 


while the temperature 0 registered by the gas-thermometer, obeys 
the law 


Absolute 
zero ou 
constant 
pressure 
thermo- 
meter. 


Absolute 
zero on 
constant 
volume 
thermo- 
meter. 


( 4 ) 
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R and R' being constants. These constants differ slightly in value ; 
in fact, if we put and Tj for the temperatures of the freezing and 
boiling point respectively, and write 


R R 




^>=R' 


Po% 


- 5> 


(5) 


and solve for R 
we get 


and R', remembering that 
R -Kl^i + -ioo"7 10b 


Tl - To = 


00=100, 

• < 6 ) 


The zero correction for the gas-thermometer is, by equations (5), 


but by (6) 
therefore 


To “ ^0 — 1'o+l’o®o^g— 

1_ 1 _ 1 ?o -?1 
R R' R' ■ 100 

To - ♦ifl = ?0 + • 


(7) 

( 8 ) 


Again, if ff is the temperature centigrade, and S0 the scale correction, 
that is, the difference between the true centigrade temperature r - Tq 
and the reading 0 = 0 - 0o given by the gas-thermometer, we have 

S0 = T-T„ - (O - e„):-= (PV -PoVo) (g- +? ?0 

or by (7) 

-(?«-?) (8) 


In order to calculate the corrections, we must assume some form 
for the characteristic equation of the gas. Professor Callendar adopts 
the modified form of Clausius’s equation (Art. 245) 

Rr « , 

”=p-Rr*-'-*> 

which he writes in the more general form ^ 

( 10 ), 

where c = Cq(tq/t)'‘. This equation agrees very well with experiment, 
if the pressure is within moderate limits, and if a suitable value is 
assigned to n. For carbon dioxide n= 2, for diatomic gases 1*5, 


^ Tho quantity b, which corresponds to the 6 in Van der Waals's equation (p. 482), 
is called the co-volume^ as it is the correction to be applied to the true volume v to 
obtain the volume v-h which varies according to Boyle’s law. The quantity c, 
corresponding to the pressure term a/i^ in Van der Waals’s equation, is called by 
Callendar the co-aggregation-volume^ as it represents the -diminution of volume 
caused by the formation of molecular aggregates. 
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and for monatomic gases n = 0*5. Differentiating (10) and substituting 
in (1) we get 

CpM = 0i + l)c-5 (11) 

Also • 

• ■ ■ ■ ■ m 

Comparing equations (3) and (10) we have 

,=^(e~6) . . . . . • : (13) 

so that equation (12) alone will furnish a means of calculating the 
. corrections, and this would obviate the necessity of assuming the law 
of variation of c with temperature. But, in calculating such small 
corrections, it is better not to rely entirely on the compressibility 
curves, but to make use of the more accurate method of the cooling 
effect. Hence Professor Callendar prefers to calculate c and h 
separately from equations (11) and (12) combined. 

The most important case is that of the constant-volume hydrogen 
thermometer. Putting Mq for M and c^^ for e in (11), and taking the 
value CpM^= - 4*2 from the experiments of Joule and Lord Kelvin; 
and similarly putting d(pv)ldp= -6*5 from Chappuis’s experiments 
on the compressibility of hydrogen at O'" C., we get, since n = 1 *6, 

» 2*5(:„-6=-l’2 

- 6= - 6*5, 

whence = 1 ’60 and We may put for p in the ex- 

pression for as the volume is supposed constant, and if we also 
substitute C(,(tj,/t)'*^ for c, equation (13) becomes 

^JlPoCo /-Tn Pdir 

R V r Rt,; 

' and similarly 

R R 

substituting for r/, q^, and q^ in equations (8) and (9), we have finally 

■ VS)4-('V”))' 

By the first of these formulae Professor Callendar obtains 273’ 1 as 
the absolute temperature of the freezing point, and from the second 
he computes the following, table of corrections for the constant volume 
hydrogen thermometer, the initial pressure being that of 1 metre of 
mercury : 

3 E 


Constant 

volume 

hydrogen 

thermo- 

meter. 
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Constant 
volome 
CO2 ther* 
mometer. 


Temp. 

cent 

Correction. 

Temp. 

cent. 

Correction.^ 

Temp. 

cent 

Correction. 

0 

0 

0 

0 

0 

0 

-250 

+ 0*1005 

10 

- *00016 

80 

‘ - *00024 

-200 

+ 0'0311 

20 

- *00028 

90 

- *00013 

-160 

+ 0*0132 

30 

- *00036 

160 

+ *00097 i 

-100 

+ 0*0064 

40 

- *00040 

200 

+ *00236 

- 60 

+ *00164 

60 

- *00040 

300 

+ *0059 

- 20 

+ *00048 

60 

- *00038 

450 

+ *0127 

. 10 

+ *00021 

70 

- *00032 

1000 

+ *0438 


The case of carbon dioxide is also interesting. Professor Callendar 
adopts a somewhat different course here. The cooling effect for this 
gas is comparatively large, and by taking its values at 0° and 100° C. 
the calculation can be made without using equation (12). If Cq and 
Cj are the vajues of Cp at 0° and 100° C., we have, substituting 2 for 
n in equation (11), 

CyMfl = 3cj) “ h 
CiMi = 3c,-6 

from which Cq can bo calculated by putting = 0 ^,( 273 / 373)1 The 
expression for q is 

y-R* 

and equations (8) and (9) take the simple form 

T - B —646-1^^ 

e 

373 K r 

The first of these equations, by putting o^ = 3*76, K=1‘887 x 10®, 
= pressure of 1 metre of mercury, gives 273*05 as the absolute 
temperature of the freezing point. 

Professor Callendar also gives formulas for the constant pressure 
thermometer, and discusses the results for nitrogen, steam, and the 
inert monatomic gases. 

366. Temperature of Inversion of the Cooling Effeet. — The 
experiments of Joule and Lord Kelvin show that the cooling effect 
diminishes with rise of temperature. It would naturally then be 
expected that at a certain temperature the effect would vanish, and 
above this temperature the gas would be warmed after passing through 
the porous plug. This is found to be actually the case. For air the 
temperature at which the cooling effect vanishes appears to be some- 
what below 100° C. Iri the case of hydrogen it is far below the 
freezing point. Thus hydrogen no longer occupies an anomalous 
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position in this respect; it differs from other gases merely in pos- 
sessing a lower temperature of inver- 
sion. At a sufficiently low temperature 
hydrogen also is cooled by free expansion 
(Art. 193). 

The temperature of inversion of 
the Joule -Kelvin effect for hydrogen 
has been experimentally determined by 
Olszewski.^ The apparatus is shown 
in Fig. 237. Hydrogen, carefully puri- 
fied,^ entered under high pressure by 
the tube a and, after passing through 
the coil escaped at the valve c, which 
is of the same type as that used in the 
apparatus for liquefying the gas. The 
valve c was enclosed in a thin metal box 

and the gas issued from this box. by 
the vertical tube p, through which also 
an electric resistance thermometer was 
introduced. The electric connections 
were made by means of binding screws 
at / and g. 

So as to be able to surround the coil 
h and the metal box with different re- 
frigerants, the metal cap mi was cemented 
to the top of a thick-walled glass vessel 
IL This in turn contained a thin glass 
vessel mm^ insulated from the former at *'*«■ -*"• 

the top and bottom. The temperature 

of the coil and jet could bo roughly determined from the readings of 
a mercury manometer attached to the apparatus. 

Using liquid. air as a refrigerant, considerable cooling was observed 
on opening the valve c, and the same effect was obtained in a less 
degree with liquid ethylene, boiling at ~ 103 ' C. A series of experi- 
ments was then made with solid carbon dioxide and ether, beginning 
at - 78® C. and gradually reducing the temperature by means of an 
exhaust pump connected to the cover of the apparatus at k. At - 78® 
there was a slight heating effect, and at - 83® a decided cooling took 
place. By numerous trials it was found that the temperature at 
which the Joule-Kelvin effect became zero was about - C. The 
pressure of the gas before expansion was between 117 and 110 
atmospheres.] 

^ See flaAure^ vol. Ixv. p. 576, 1902. 
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KINETIC THEORY OF GASES 

SECTION I 

t 

GAS IN EQUILIBRIUM 

367. Kinetic Theory of Matter. — In the third and follow- 
ing sections of the first chapter of this book a full account has been 
given of the researches which have led physicists to reject the caloric 
theory of heat, and to adopt the view that heat is a form of energy* 
and further that the heat-energy of matter is kinetic, being due to 
the agitation of the molecules or atoms of which the matter is 
constituted. According to this J^hcory the motion of any one 
molecule or atom is continually being modified by the presence of its 
neighbours, and when two molecules approach each other sufficiently 
closely a limiting position is reached in which further approach is 
impossible, and the molecules begin to recede from each other. 
Such an occurrence is generally referred to as an encounter between 
two molecules, and the statement that such encounters take place 
involves the assumption that when the distance between two 
molecules is very small, certain forces of repulsion are called into 
play which cause the relative velocity to be reversed. We have at 
present no jirecise knowledge of the constitution of a molecule or of 
the nature of the forces which they exert on each other, and even 
if we possessed such knowledge it is almost certain that the 
mathematical difficulties of the investigation would prevent us from 
making full use of it. We know, however, that though the molecules 
of different forms of matter are differently constituted, yet there are 
certain general properties in which all forms of matter resemble 
each other, and we may infer that these properties do not depend 
on the particular molecular constitution of the kind of matter which 
may be the subject of investigation. We have a right then to 
expect that any reasonable assumptions as to the form of a molecule, 
and the nature of an encounter will lead to useful results, even 
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although the data 'virith which we start our inquiry are far simpler 
than those which the modern theory of molecular and atomic 
structure would suggest (see p. 76). Some general theorems have 
indeed been obtained by treating the molecule as a mechanical 
system possessing n degrees of freedom, without specifying definitely 
either its structure or the forces which actT during an encounter. In 
what follows those data will, however, be assumed which, from the 
physical point of view, appear to be the simplest. 

As the properties of gases are simpler than those of liquids or 
solids, so the assumptions which are made in dealing with gases on 
the kinetic theory are simpler than those which would have to bo 
made in the other cases. The path of a molecule in a gas between 
two successive encounters is assumed to be a straight line, and this 
greatly simplifies the investigation. Many of the results given in 
this chapter strictly apply only to a monatomic gas, viz. one in 
which the molecule contains only one atom. 

368. Gas in Equilibrium -Data Postulated. — In Arts. 53-55 a 
short account has been given of the molecular theory of matter, and 
it has there been shown that Boyle’s law for a gas in equilibrium is 
expressed according to this theory by the equation ^ 

( 1 ) 

when p is the pressure, v the volume of unit mass, and the mean 
square of the molecular velocity of the gas. We shall now investigate 
more fully the consequences of the dynamical theory in the case of 
gases. The first step is to determine the way in which the velocities 
are distributed amongst the molecules in a gas when a steady state 
is attained. 

At first sight it might appear that in a state of equilibrium the 
velocities of the molecules would be all equal. A little consideration 
will, however, convince us that this is not the case, for even if the 
velocities were originally equal, the encounters between the molecules 
would soon produce an inequality. For instance, if two equal 
smooth elastic spheres, moving with velocities of equal magnitude 
collide, they will not have equal velocities after separating, except 
under special conditions of impact. Maxwell^ first enunciated the 
theorem that the rmnjmients of molecular velocity are distributed amongst 
the Tnolecules according to the same law as the errors are distributed 
amongst the observations in the theory of errors of observation. This is 

^ The notation here adopted is more convenient for our present purpose than 
that of Art. 55. 

Sdentifie Papers, vol. i. p. 377 ; vol. ii. p. 43. 
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Maxwell’s law of distribution of molecular velocities. Maxwell’s 
original proof of this theorem is open to objection,, but was afterwards 
improved both by Maxwell himself and by others. A method of 
proof by L. Boltzmann ^ is here adopted. 

Since the velocity of a given molecule is constantly changing 
both in direction and magnitude owing to encounters with other 
molecules, we do not attempt to study the path of a single molecule, 
but adopt a statistical mode of treatment, ie, we consider the 
molecules as divided into classes according to their velocities, and 
estimate the number belonging to any given class. In the case of 
a gas at rest and in thermal equilibrium, the number of molecules 
in any class will bo some function (as yet unknown) of the velocity 
characteristic of that class. When two molecules of any two classes 
collide, they will in general, after separating, belong to two new 
classes. Hence each class is continually losing molecules belonging 
to it, and at the same time continually gaining fresh recruits from 
the other classes. The condition for stability of distribution of 
velocities is that each class should in any period gain as many 
members as it loses. In order to obtain this condition in the form 
of a mathematical equation it will be convenient to make the 
following assumptions : 

(1) The molecular velocities are without any regularity of distri- 
bution in space, i.e, the probability that a particular molecule should 
belong to a particular class is quite independent of the classes to 
which its immediate neighbours may belong.^ 

(2) The molecules are so small and so sparsely distributed, and 
the time occupied by an encounter is so brief compared to the period 
between two encounters, that encounters between three or more 
molecules are very infrequent, and their effects may be neglected. 
Thus only binary encounters need be considered. 

(3) The law of conservation of energy holds for the kinetic 
energy of molecules during encounters.® 

^ Vorlesmigen iiber Gastheorie, vol. i. chap. i. 

^ This assumption has been objected to by S. H. Burbury (PAi7. Mag., 1900, 
1901) on the ground that the mutual influence of the molecules would tend to 
produce equality of velocity in neighbouring molecules, so that a kind of molecular 
drift would be going on even in a gas at rest, that is, a gas having no sensible 
currents through it. See also the preface to Burbury*s Kinetic Theory of OoBes, 
A proof of Max weirs law of distribution of velocities has, however, been given by 
J. H. Jeans, which is not based on the assumption of molecular chaos {Dynamieal 
Theory of Oases, chap. iii.). 

^ It is obvious that any irreversible transformation of energy, such as takes place 
during the collision of imperfectly elastic bodies, would be inconsistent with a 
steady state, since a loss of kinetic energy would then be. continually going on 
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(4) The molecules are hard, smooth and perfectly elastic spheres 
which rebound .on collision according to the ordinary laws of mechanics. 

The last assumption is frankly made for the purpose of simplify- 
ing the investigation and avoiding the difficulties inherent in a 
general mathematical treatment.^ We do not, of course, believe that 
the molecules of any gas are^ elastic spheres. But, according to the 
modern theory of atomic structure (p. 77), the mass of the atom is 
almost entirely resident in the central nucleus, which is extremely 
small, so that, since the atoms are not broken up or ionised by 
ordinary collisions, it is probable that the energy of rotation of the 
atom of a .monatomic gas, in so far as it is communicable between 
.atom and atom, is negligible compared with its energy of translation. 
Such an atom may be regarded as very approximately a body possess- 
ing only three degrees of freedom like the smooth sphere which we * 
take as its model. The supposition that the exchanges of energy 
and momentum which occur during a collision are th§ same as for 
perfectly elastic spheres is probably neither very exact nor very 
widely divergent from the truth. As we have already indicated, we 
may expect that any convenient hypothesis as to the shape of a 
molecule and the mechanism of an encounter which conforms with 
our other assumptions will lead to those properties which all gases 
have in common, in spite of the diversity which they exhibit in their 
chemical constitution, spectral lines, etc. Maxwell, for instance, 
investigated the properties of a gas whose molecules are supposed to 
repel each other with a force varying inversely as the fifth power of 
the distance, an assumption which also simplifies the mathematical 
treatment. At the same time it must be borne in mind that in 
calculating relations between the specific heats, viscosity, conductivity, 
and other constants whigh are different for different gases, we cannot 
expect to obtain accurate numerical coefficients in all cases. 

without possibility of recovery. But a conversion of energy of translation into 
potential energy (as when gravity is supposed to act) or into internal energy of the 
molecule (provided this is reconvertible into energy of translation) may take place. 
Thus, to take a simple case, if the molecules are supposed to be smooth ellipsoids 
of revolution, the law of distribution of velocities would not apply to the velocities 
of rotation about th^ir axes of revolution, but would .apply to the velocities of 
rotation about axes perpendicular to these. We may observe that though each 
individual encounter is assumed to be reversible in character, the aggregate result, 
or the process by which a gas attains a state of thermal equilibrium, is as* 
irreversible as the mixing of two fine powders. 

^ For the more general discussion, in which the molecules are regarded as 
dynamical systems of n degrees of freedom specified by generalised co-ordinates, 
the reader is referred to treatises on the kinetic theory, e.g. Jeans* Dynamical 
Theory of Oases. 
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369. Velocity Diagram — Encounters between Molecules of 
Different Classes. — The simplest case which we can consider is that 
of a single gas whose molecules are spheres all of mass m and 
diameter o*. The gas is supposed to be at rest as a whole, and in 
thermal equilibrium with the walls of the containing vessel. This 
means that no energy is gained or lost by^ collisions with the boundary, 
a condition which may be secured by supposing the molecules to 
rebound from the walls as from a perfectly smooth elastic surface. 
External forces such as gravity will, for the present, bo considered 
absent. If a given small volume is taken in any part of the vessel — 
this volume being yet large enough to contain a great many molecules 
— it will, owing to the homogeneity of the gas, contain the same, 
^number of molecules, whose velocities are* distributed according to 
the same law, in whatever pai*t of the gas the small volume is taken ; 
and further, the total energy will be the same. While we suppose 
the state of the gas to be uniform throughout, we need not at present 
assume it to be steady, i.e, the distribution of velocities will be 
regarded as a function of the time as well as of the velocities. 

It will be found very helpful to represent the velocity of a 
molecule in direction and magnitude by moans of a velocity-diagram 
(Fig. 238). Take any point O as origin, and lot 
the line OA represent the velocity of a molecule 
in direction and magnitude. Then the point A 
may be called the velocity-point corresponding 
to that particular molecule. If we suppose the 
velocity -points of all the molecules in a unit 
Ti volume of the gas to bo thus marked on the 
/v diagram, then we must think of the whole space 

VeiodtyJilgRijii three dimensions) as closely dotted with a 

multitude of points, each one representing by its ' 
position relative to () the velocity of the corresponding molecule. 
The density of the points, viz. the number per unit volume of the 
diagram- space, will vary with the distance from O, but, since a 
molecule is just as likely to be moving in one direction as another, 

the density will be the same in all regions equidistant from O ; in 

other words, the diagram will be sensibly symmetrical round the 
point O. It must be remembered that the point A represents only 
the velocity pf the molecule, and gives no indication of its position 
in space. Thus two molecules whose velocity-points are close together 
may themselves be far apart in the gas, and vice versa. 

If we take any set of rectangular axes through O, then the 
components of velocity a, w of a molecule A can be represented by 
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lengths v, w measured along these axes. We shall call all molecules 
whose velocity-components lie within the limits 

n w a.\vi w-^-dtv 

‘‘molecules of* class {u^v^w)** or, when referring to the diagram, 
“molecules- of class A.” Similarly, the expression “molecules of 
class .{c) will be used to denote all moleciiles whose absolute. velocity, 
regardless of direction, lies between the limits c and c + dc, that is, all 
molecules whose velocity-points lie within a thin spherical shell of 
radius c and thickness dc with its centre at O on the velocity-diagram. 
The velocity-points of molecules of class A all lie within a small 
parallelepiped of volume diidvdw = di^ say (Fig. 238). Also, if is 
‘ the length of OA, .+ + tA 

Consider now the effect of a collision between two molecules 
whose velocities are represented by the vectors OA and OA' respec- 
tively (Fig. 239). . Then the middle point M of AA' is the velocity- 
point of the centre of gravity of the . two, 
because A'A represents the velocity of the 
molecule A relative to the molecule A' and 
its velocity relative to their centre of 
gravity must be half A'A. The velocity 
of the centre of gravity is unaltered by 
collision, so that the point M is the same 
after collision. If B and B' are the new O K 

velocity -points after collision, M must be 2Z9 veiiH-ity-«nHKraui. 

the middle point of BB'. If wo draw OK 

parallel to the line joining the centres of the spheres at the moment 
of impact, and LN through M parallel to OK, then we may, if we 
choose, take OK as our axis of u, the axes of v and w being any two 
axes perpendicular to OK and to each other. If ?//, ?/, w' are the 
components of velocity of the molecule A', and the components 
after collision are U, V, W and U', V', W' for the two molecules 
respectively ; then, since v, w, v\ w' are all unchanged by collision, 
we have 

W = w, V' = u', = . . . . (1) 

Also the total momentum along the i^-axis is unaltered, and the total 
kinetic energy is unaltered. These two conditions furnish the 
equations 

u + U' =14 + 14', -h U'* =142-1- 

the only applicable solution of which is U = a', U' = u, Keferring to 
the diagram, we see from equations (1) that AB and A'B' are parallel 
to OK or LN, and, from the values .obtained for U and U' that AB' 
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and A^B are perpendicidar to OK or LN. Thus, being given the 
velocities OA, OA^ of any two colliding .molecules and the direction 
OK of their line of centres at the moment of impact, we get the 
following simple construction for B, B', the new velocity-points after 
collision: through the middle point M of AA' draw*LN parallel to 
OK, and through A, A! draw parallels and perpendiculars to LN ; 
these will intersect in B, B^ In short, B and B^ are the reflections of 
A' and A in the line LN. 

We can now prove the following theorem, which will be required 
immediately : if, of two colliding molecules whose line of centres at 



impact is given in direction, the velocity- 
point of the one lies in the small parallele- 
piped A (Fig. 240)* of volume dudvdw-dta, 
and the velocity-point of the other lies in. 


g/ ^ the . small parallelepiped A' of volume 

ifiS::’,::""'’-’ " ^3) du' dv' dv/ = da/ ; then, after collision, the 
«... „ . velocity-points of the two molecules will lie 

Fik. 240.-Velocity.dittKram. n 1 • J T>/ l 

Within parallelepipeds B, B, whose volumes 


dfl, do,' are connected with doi, do/ by the relation 


dildil* --do) d(a\ ..... ( 2 ) 


For, from what has just been said, A and B are elements of the 
same long thin prism parallel to LN, and similarly A! and B^, while 
the length of B (measured parallel to LN) is equal to that of A', 
and similarly the lengths of and A are equal ; the theorem then 
immediately follows.^ 

370. Number of Collisions of a given Type — Total Gain of 
Molecules of a given Class. — Our next step is to find an expression 
for the number of collisions of the type discussed in the last article 
which occur in a given small interval of time dt. Since the velocity- 
diagram is symmetrical about the point O, the density of the velocity- 
points is a function of c and t only,^ where c is the distance from O. 
Let this density be denoted by /(c), then the number of molecules in 
class A is f(c)do}. Similarly, the number of molecules in class A^ is 
f(c')do/. We shall, for shortness, call a collision which conforms 
with the subjoined conditions a “ collision of type a.” 

(1) One of the colliding molecules belongs to class A and the 
other to class A'. 


^ Or, algebraically, since V = t7, W = w, U' = i4, V' = u', = therefore 

dildQ'=d{JdydWdV' rf V' d W' = du' dv dw du dv^ dvf = dia do>\ 

According to what was said in the last article, the density f(c) is, for the 
present, to be regarded as a function of the time t as Well as of the velocity e. It 
might be written /(c, but this is unnecessary. 
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(2) The direction of the line of centres, of the spheres at the 
moment of impact, drawn from a fixed point (OK, Fig. 239), lies 
within a very thin cone of solid angle dk. 

To find tjie number of collisions of type a which occur in the 
interval of time di, imagine a sphere of radius <r (the diameter of a 
molecule) to be drawn concentrically round every molecule of class 
A (Fig. 241). From the centre C of the molecjile draw lines describ- 
ing the small cone CD whose solid angle is dX, The portion of 
surface of the sphere enclosed by the 
cone will have an area ar^dX. On this 
area as base erect an oblique cylinder 
DE, whose generators are parallel to 
the line AA' and are equal in length 
to qdiy where g is the scalar magnitude 
of the velocity represented by AA' 

(Fig. 239). Imagine every molecule 
of class A to carry with it the sphere 
so described with the little cylinder 
attached, the direction of the cone and cylinder remaining always 
the same ; then a collision of type a will occur whenever, at the 
beginning of the interval di the centre of a molecule of class A' 
finds itself within one of these small cylinders. For the velocity, 
of a molecule of class A' relative to one of class A is represented by 
AA^ in direction and magnitude, it will therefore be able to travel 
a distance qdt in time dt, so that if its centre lies anywhere within 
the small cylinder it will reach the base within the interval dt. The 
spheres will then be in contact and their line of centres within the 
cone. 

* If 6^ is the angle (which must be acute) between the axis of the 
cylinder and the axis of the cone produced, the height of the cylinder 
is qdt cos 6 and its volume is q<r^ cos BdXdty so that the total volume of all 
the cylinders is f{c)dui.qfT^ cos OdXdt. Since the number of molecules of 
class A' in unit volume of the gas is f{d)dia\ the number contained 
within the space occupied by the cylinders is f{c)f{c')q(r^ cos ddtadu/dXdL 
Thus we get 

Number of collisions of type a in timedl=flc]f(e')q(r^coa ddiadu/ d\dt, 

which therefore gives the number of molecules lost by class A in 
time dt owing to collisions of type a. 

We shall now consider a collision of the opposite type — one 
which furnishes a gain ^to class A. Let a collision be called a 

collision of type fi ” if it fulfils the following conditions : 
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(1) After collision one of the molecules is of class A and the 
other of class A'. 

(2) The direction of the line of centres at the moment of impact, 
drawn from a fixed point, lies within the thin cone of splid angle d\, 

Eef erring to Fig. 239, we see readily that before collision the 
molecules must belong to classes B and B' respectively, but the 
direction of the line OK is that from the centre of the B' molecule 
to the centre of the B molecule, not ^nce versa,^ Consequently, just 
as in the case of a collision of type a, we get 

Number of collisions of type /3 in time dt^f(C)f{C')qff^ co^d dUdO! d\dU 

where = U* + V* + W^, C'“* = + V'^ + W'* ; and this is the number 

of molecules gained by class A in time di owing to collisions of 
type p. 

Now, since we proved in Art. 369 that dildiY = doidio\ we find that 

21ic net gain in numbers to class A in tinidi dl due to collisions of types a and p is 
algebraically eqtuil to 

{/'(C)./(C') -f{c)f{d )} cos 6 du du' d\ dt. 

To find the net gain to class A, in the interval dty due to collisions 
of all possible types, we must integrate with respect to do/ and dA, 
that is, for all classes to which the other colliding molecule may 
belong, and for all directions of centres at impact. The total 
number of molecules gained by class A in time dt is thus - 

(TM<adt//{f{C)f{C)-f{c)f{d)}q00fi9 . . . (1) 

The number of molecules in class A at the beginning of the time is 
f(c)dw, therefore the increase in the number during the interval is 

^/lc)dwdt (2) 

Equating (1) and (2) we get 

f {AG)AC')- Ae)A<^))gooa$ilw’aK . . (3) 

^ Fig. 239 has been drawn so that the line OK is from tlie centre of the A 
molecule to the centre of the A' molecule. If, after a collision of type a, the 
velocities of both molecules w'ero .simultaneously reversed, they would retrace their 
paths, and their iinal velocities after rc-impact would be their original velocities 
reversed. But to reverse the velocities without reversing the line of centres gives 
the same diagram (turned through 180'") as if we reversed the line of centres and 
left the velocities unchanged. 

^ Strictly speaking, live integral signs should be \vritten here, since du is a 
differential of the third order, and d\ one of the second order (see Art. 377, where 
the integration is carried out). No ambiguity can however arise from the use of 
the above abbreviated notation. It is of course understood that when we replace 
dildQ' by dudu' we must suppose that, before integrating, C and C' (as well as 
q cos 0) are expressed in terms of % w, u\ v\ nd ; v, w being treated as 
constants in effecting the integrations. 
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This is the statistical equation for a gas at rest in which the 
molecular velocities are equally distributed in all directions ; and it 
is from this equation that the function whose form we are seeking, 
is to be deterainined. 

When the gas is in a steady state, the left-hand side of this 
equation vanishes, therefore the right-hand side vanishes also. This 
condition is evidently secured if the function / is of such a form that 

AO)AO')-mjv)r--A) ( 4 ) 

for every type of collision. In the next article is given Boltzmann’s 
proof ^ that this is the only possible solution ; after which the 
determination of the form of the function / is proceeded with. 

371. Boltzmann’s H- Theorem. — Wo shall use the following 
notation ; Lot /(^q) be the value of f{c) when any arbitrary value 
is given to c and any value, say i = 0 to the time, so that f{c^ is a 
constant of the Same dimensions ^ as f{c) ; and put 




M 

A^q) 




_Ae') 

"AcoY 




AC) ^._AC1 
:/W’ A^'oY 


( 1 ) 


Let us now consider the variation in time of a quantity H defined 
by the equation 

H - Jyp log yj/ dw. 


the integral being taken over the whole space in the velocity-diagtam. 
Differentiating under the integral sign, we have 

'Now, since equation (3) of the last article, 

'dtvC)J iogyp){AC)AC')-A^m^')i9oo3ffd\do,du,\ 

It is obvious that we could also put 

H — y^' log ^'du>' 

and, proceeding as before, get the same value for dRjdt, except that 
would be written for Adding the two expressions for dRjdt 
and halving, we get the more symmetrical result 

W = / / f WCMC') -y W,Ae')}9 cos ff d\ du, d<o'. 

^ Loc, cit, p. 32. 

The quantity /(Cq) introduced in order to avoid writing log/(c) (as is usually 
done) when/[<;) is not of zero dimensions, as quantities of mixed dimensions do not 
occur ill physios. 
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Again, we may write H = log or. /^' log and obtain the 
last result with small letters and capitals interchanged, that is 

log^'l'')WcW)-/i:CU(C')}?co8(»d\rfOrfO', 

and if we put diodtJ for dildO! according to equation (2), Art. 369, 
and again add the two expressions and halve, we get finally 

where we haye replaced by their values given by 

equations (1). . 

The expression under the integral signs cannot be positive, for 
we have seen that 0 is always acute, so that cos 6 is positive, and in 
fact that q cos 6dk is the volume of a small cylinder in the gas>space, 
which must always be positive ; while the sign of the logarithm must 
always be opposite to that of the expression in ^brackets. Thus 
dHjdt is always negative, unless f{0)f{G')-f{c)*f{c') vanishes for all 
types of collision, when dHIdt also vanishes. But if the gas is in a 
steady state, H will be constant in time and dH/dt must vanish ; this 
condition can therefore only be fulfilled if 

AO)AC')-Ac)Ac')=o, 

372. Deduction of Maxwell’s Law. — The equation 

AO)AO')~Ac)Ac')^o ( 1 ) 

has now been shown to be a necessary and sufficient condition for a 
steady state of the gas. The four quantities c, c\ 0, C' are not 
independent, for the kinetic energy of a colliding pair of molecules is 
unaltered by collision, so that 

H- mG'2 = + 7/ic'- (2) 

Put mc^ — X, Hid- ~ y, = X, = Y, and write 
0(») = = log = log 

then /(c) and (1) and (2) become 

0(X) + 0(Y) = 0(a?) + 0(y) ; X + Y=aj-f 2 /. 

Eliminating Y, we get 

0(X) + 0(a5 + y - X) = 0(a5) + 0(y). 

Now this is not an equation connecting X, and y, which are 
obviously independent; it is an equation which demands that the 
function shall be of such a form that it is true for all values of 


(Art. 371) 

% 
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X, X, and y. We may therefore differentiate partially with respect to 
X, Xy and y, obtaining the equations 

0'(X)-0'(a; + 2/-X) = O 
• 0'(£B + y-X) = 0'(*) 

0'(aj + y-'X)=0'(y), 

whence 

0'(£b) = 4>'(y) = 0'(X) =-h (say), 

where h is a constant which is the same for all classes of molecules. 
Integrating, we get 

</>(x)— -Aa5 + const, 
or 

. (3) 

where A is a constant. This is the mathematical expression of 
Maxwell’s law of distribution of velocities. It states that the density 
of the velocity-pciints in the velocity-space is proportional to e-hnu^^ 
where c is the magnit|^de of the velocity and hm a constant. 

The proof of Maxwell’s law can be extended to the case of a 
mixture of two gases, the masses and diameters of their molecules 
being m, and cr, respectively. This is the case considered by 
Boltzmann. If /(c) and P(Ci) arc the corresponding functions repre- 
senting the density of distribution of the velocity-points, the result 
arrived at is 

where A, A^, and h are constants.^ 

It is important to note that the same constant h occurs in the 
formula for each gas. It can also be shown that if the gases are not 
mixed, but are in thermal equilibrium, i.e. energy is free to pass from 
one to the other, then the constant h is still the same for both.^ 

378. Definite Integrrals. — Before proceeding to deduce the 
physical consequences of Maxwell’s law, it will be convenient to 
evaluate certain definite integrals which are of frequent occurrence. 
Consider the integral 

I,j=r I 

We may write 

Irt’== ^ I I I e'‘^^^'*’^dxdy. 

Jo Jo . Jo Jo 

^ Boltzmann, loc, cit. chap, i. The theorem (2) of Art. 369 does not apply, but 
Jacobi’s method of transforming integrals can be used instead (see Williamson’s 
Inteyral Calculus, chap. ix. ). See also Ex. 4 at the end of this section. 

3 Jeans, Dynamical Theory of Oases, p. 125. 
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If we regard x and y as co>ordinates of a point referred to 
rectangular axes OX, OY (Fig.' 242), then dx dy is an element of 
area, and la^ is the surface -integral of 

square OACB, where OA = OB = a. Transform- 
ing to polar co-ordinates, we see that the integrals 

TT IP 

fov'a /-■« -ArS! 



I Pe ■ ^'\d0dr and j I 

• 0 *'(1 . n Jq 


e'rdUr 


represent the same surface -integral taken over 
^ quadrants of circles through A, B, and through 
G respectively. Since the integrand is always 
positive, the value of is intermediate between 
the values of the two integrals just written. These are immediately 
integrable, their values being 

tt/, -2Xaa' 


ir/, -Aaa\ j / -2AaA 


respectively. Both integrals converge to the value 7r/4A when a 
tends to infinity, we have therefore 




0) 


Also, by direct integration 


1 = ■ ■ 

•'0 

(2) 

If we differentiate Jc times with respect to A, we 
formulae ^ (c being written for :r, and hm for A) 

get the general 

/ 2A' 1 . 3 . 6 . . . . (2<: - 1) Vir 

(3) 

/ ‘Jk-J 1 -hmc- j k\ 

/ « « ilc-^ • • • • (4) 

\ 2{hvi) ‘ 

If these integrals are taken from - a? to + oo , instead of from 
0 to 00 , then, since is an even function of c, the right-hand 

side of the equation would be doubled in (3) and would bo zero in (4). 
Another integral which we shall require is 


• • . • (6) 


' The formulae (3) and (4) can be written in the single form 


I 


n -Amc 3 . 
c e de- 


n-M 
2(^m) a 
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Putting /A = a; - a 


/ QO ^30 ‘ 

= I (fi+ dy^e “ 

II * 


but 


j (filay^t 


*'€ ~ ^^^dfJL — 


— j fjL^c ” *^"djut 4- 2a j fie ^“dfi I a*-* jfi ^^dfi, 
== - ( Ju I- a)e “ ^ 4- (a- 4 -i) | V/a 


therefore 


^ u?e ” ^^dx = ^a<J ” 4- (a- I j e" ^'^dfi. 

Changing the sign of a in this, we get • 


L 




= - Joe ”“* + («“ + 4) f « ” 

•'a. 


therefore (5) is equal «to 




dfi. 


In this expression we may write 2^ instead of \ 

. Jn J -OL 

since is an even function of fi. We obtain the formula in a 

more general form by writing x = q \ a — c \^A, viz. 

>-|dy^^(ee t / « '‘d/.j- 

/o 


/>{'■ 


A( 7 -c)a ^-A (7 ( 


( 6 ) 


374. Velocity of Mean Square — Temperature. — We have now 
to determine the meaning of the constants A and h in the formula 

^ \ A -huitfi 
f{c)--^Ke 

The number of molecules whose velocities lie between the values 
c and c 4- dc is 

f\c)dia — Ae ^‘'"*^du>. 


and, since f{c) depends on the magnitude of the velocity and not on 
its direction, this number is got by summing the number in all the 
elements of volume on the velocity-diagram which make up the thin 
spherical shell whose internal and external radii are c and c 4- dc. 
The volume of this shell is ^irc^dc ; substituting this for dw, we get, 
if dv is the number of molecules whose velocities lie between the 
given limits, 

dy —■ AirAe ^****^{Aic, 


F 
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therefore 


^ = 4irX e‘~ 


where v is the total number of molecules in unit volunne of the gas. 
Integrating with the aid of formula (3), we have 


therefore 

i 

To find the mean square velocity, we have 

/ 4 -hinct-ij * 

0- = -/ r7=2Am' 

.'o 


-hvusi , 
e^e dc 


therefore 




The value of the mean velocity c is less important ; it is 


We may observe that » so that the velocity of mean square 

is somewhat greater than the mean velocity. 

If we put in the formula 




... 

e c*dv. 


we get 


dv 4 o -.fSi, 

= ->.ar« doc, 
y \/7r 


In Fig. 243 the curve is traced ; since ydx — dvlv^ it 

follows that the area^ of the narrow strip between two ordinates 
whose abscissae are x and x + dx is equal in numerical value to the 
ratio of the* number of molecules whose velocities lie between c and 
c^-dcto the whole number, and therefore, by summing the areas of 
any number of successive strips, we see that the area between any 
two ordinates gives the proportionate number of molecules which 
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possess velocities between the corresponding limits. The area 
between the whole curve and the axis of x is of course equal to 
unity. The maximum ordinate corresponds to a velocity equal to 
which may be called the most probable velocity. 



*5 1*0 1*5 2>0 2*5 

Fig. 248. 


In the case of a mixture of two gases, or two gases in thermal 
equilibrium (see Art. 372), since h is the same constant for each, 
we have 

= ( 2 ) 

so that the mean kinetic energy of molecular translation is the same 
for both. Hence the «condition for equality of temperature on the 
kinetic theory is that the mean kinetic energy of molecular agitation 
should be the same for the two gases. The temperature of a gas 
is therefore a function of the molecular kinetic energy only. We 
shall now show that if the temperature of a gas be defined as a 
quantity proportional to the mean molecular kinetic energy of ti^anslation, 
then the gas of the kinetic theory will obey the ordinary laws of 
gases. Referring to the equation of a gas given in Art. 89, viz. 

...... (3) 

put R = NRo, where N is the number of molecules in volume v when 
the gas is at standard temperature and pressure ; so that 
, /w=NR„B. 

If V is the volume of unit mass, then Nm = 1, and 
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Here Bo is a constant which is the same for every gas ; ^ thus the 
temperature of a gas on the ordinary gas>Bcale is proportional to 
mpv^ the ratio being the same for every gas. 

Now equation (1) Art. 368 may be written ^ 

.... by (2) 

and this equation shows that, on the kinetic theory also, mpv is the 
same for all gases at the same temperature. Thus we may define 
temperature on the kinetic theory by the equation 

a^RoB^l (4) 

where Ko is a universal constant, and the gas of the kinetic theory 
will obey all the laws implied by equation (3). 

In addition, Avogadro’s law is shown t6 hold, for if the two gases 
are at the same temperature and pressure 

(.see Art. 55) 

therefore • 

or, if two gases are at the same temperature and pressure, the 
number of molecules in unit volume is the same for both. 

The simple form of molecule we have been so far considering 
has only three degrees of freedom and its kinetic energy is wholly 
translational. In the more general theory, in which the molecules 
are not supposed to be uniform s^iheres, they may possess rotational 
energy and may also be capable of executing internal vibrations. It 
has been shown that in such cases the energy is equally divided wfmng 
all the degrees of freedmnr This is called the law of equipartition of 
energy. For the simple spherical molecule we have 

1 • 

4 

If we had a mixture of two gases, in one of which the molecules 
were spheres such as we have been considering, and in the other 

^ To calculate Kq, suppose the gas to be at standard temperature and pressure, 
i.e, put p = 1*0132 X 10**, 0 — 273*1, and mv=mlp which is the same for all gases by 

Avogadro's law. For oxygen, p= 0 001429, ///,=.52xl0 grammes (or use Ex. 4, 
j». 584), which gives Rq = mp/pB — 1 ’35 x 10 ~ The (Quantity which is usually . 
taken as the universal gas-constant is not but fJiRo/m, where fi is the molecular 
weight. This has the advantage that its calculation does not require a knowledge 
of 7 / 1 , which is the most uncertain of the above numbers. In the case of oxygen, 
putting p-32, we get pRo//>i = 83 *08 x 10**. The value given in Kaye and Laby’s 
Tables of Physical and Chemical Constants is 83*16 x 10** ergs per gramme. 

** See Jeans, /<ic. cit, pp. 80, 123. The kinetic energy is supposed to bo expressed^ 
in terms of the principal;co-ordinates of the system (see Routh*s Pigid Dynamics, 
vol. i. p. 367), i.e. as a sum of squares of differential co-efficients of the independent 
co-ordinates, each co-ordinate representing one degree of freedom. 
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were, say, smooth ellipsoids of revolution, the latter would have five 
degrees of freedom ; then the mean energy corresponding to each 
of these eight degrees of freedom would be the same for each, and 
equal to 1/4/4. •Thus the definition of temperature applies also to 
gases with more complex molecular systems. The principle of 
equipartition of energy is a statistical one, and in general applies only 
to the mean energy of a large number. 

It will be noticed that the size of the molecules does not enter 
into the final results of the foregoing investigation. In fact, as 
Jeans has shown, ^ Maxwell’s law holds even for large molecules. 
But the calculation of the pressure (Art. 55) holds only for infinitely 
small molecules, since tl\e centres of molecules cannot come into 
contact with each other or with the walls of the vessel. For molecules 
of appreciable size the actual pressure will be greater- than that 
given by the formgla pv = Jc*-. 

375. Specific Heats. — It may be inferred from the example given 
in the last article that if we have two gases, the molecules of the one 
having more degrees of fieedom than those of the other, and if we 
increase the temperature of each gas by the same amount, the former 
will require more energy to be communicated to it than the latter ; 
in other words, the specific heat is greater when the molecules have 
more degrees of freedom. Let us suppose that the molecule of a 
gas has n degrees of freedom. For a smooth rigid sphere w = 3, 
for a smooth rigid figure of revolution - 5, and for a rigid body in 
general n = 6. In what follows all the quantities are sujiposed to be 
expressed in dynamical units. Let U be the molecular kinetic 
energy of unit mass, tljien, since the kinetic energy of translation of 
unit mass is and this accounts for three degrees of freedom. 

If we give a small amount of heat dQ to the gas, 

rfQ = (/U+i:»dw=4aR<fO+ixf'u (Art. 319). 

Let Cp and be the specific heats at constant pressure and constant 
volume respectively, then 

* ' Loc. cit. p. 54. 

*** lip' is the actual pressure, then, to a first approximation, pv=p'(v- 5), where 
5 is a constant, and i — Ji^irfr^^four times the volume of the molecules in the gas, 
V being the volume of unit mass (see note, p. 482). 
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therefore 


VrfO/p dB\ p ) p* 

Cp “ ^{n + 2 )R. 


The ratio of the specific heats is given by 


The value of y for mercury vapour, and the inert gases helium, argon, 
etc., is § (slightly less for helium). These gases behave like the 
simple gas of our theory. The inert gases are held to be monatomic 
for this reason together with the evidence* of their positions in the 
series of the elements, and the fact that mercury vapour is known 
on other grounds to be monatomic. For oxygen, nitrogen, and 
hydrogen, y = -J- very nearly, so that the molecifles of these gases 
behave like smooth figures of revolution. 

The values of the specific heats in thermal units may be calculated 
from the formulae 

J ^ J/i’ J 

where is the gas<constant (note, p. 804). Putting *1 = 4*184 x 10", 
83*15 X 10**, 71 5, we get the following values : 


OaH. 

Cp 

J' 


Calc. 

Obs. 

Calc. 

Obs. 

Air . . 

Hydrogen . 
Oxygen 

Nitrogen . 

0-2403 

3-4778 

0-2174 

0-2484 

0-2374 

3-4090 

0-2175 

0-2438 

0-1719 

2-484 

0-1721 

2-402 


The experimental values, taken from Kegnault’s and Joly’s tables 
(pp. 260, 254) are reproduced for comparison. A very close agree- 
ment cannot be expected, since the formulae make the specific heats 
independent of temperature and pressure, which is known not to be 
strictly true (Arts. 152, 162, 163). 

The observed value of y for chlorine is about j, corresponding to 
n=^. Many compound gases and vapours give values of y not 
corresponding to integral values of n. • 

876 . Gas subject to Gravitation — ^Atmosphere. — In order to 
find the law of distribution of velocities in a coluynn of gas which is 
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ander the action of gravity, we may proceed as follows. Suppose 
we have two similar columns of the same gas in equilibrium at the 
same temperature and pressure, and under the action of no forces, 
then the distribution of velocities will be that which we have already 
determined. Call the two columns (of which one is represented in 
Fig. 244) P and Q respectively, and let vq be the 
number of molecules per unit volume. Consider the 
distribution of velocities in a thin horizontal stratum 
XqYj, in each, XqY^ being taken as the plane z = 0. 

The number of molecules of class, w) is, by 
Art. 374, 




( 1 ) 


Fig. 244. 


Now suppose gravity to act on Q but not on P. 

The velocities molecules in X^Y^ will be initially 
the same in both columns, but if a molecule from a stratum XY 
whose height above X^Y^ is z enters X^Yo, its vertical component of 
velocity will he \/w^ -u 2gz in Q instead of w as in P. Thus differences 
will appear in the distribution in the two » columns. But if the 
number of molecules of class v, w) in the stratum XY were 

in 0, then the number of class (u, v, \^w- - 2gz) would by the same 
rule be 




/mn\i 


'du 4v dWf 


which is the same as (1), and the same number would therefore enter 
XqYq as in P, and they would there have the appropriate component 
of velocity w, just as in P. Thus, by altering the distribution of the 
molecules in the manner indicated, we can make the stratum X^Y^ in 
Q correspond to the state of equilibrium in P. Moreover, every 
other stratum such as XY would be in equilibrium also, for the 
law of distribution expressed by (2) is the same as (1), the factor 
(which does not involve the velocities) meaning that the 
number of molecules per unit volume in the stratum XY is 


(3) 

If then, in a column of gas under gravity, v varies with height 
according to equation (.3), while Maxwell’s distribution of velocities 
holds in every stratum, and the temperature (which depends on h) 
is the same throughout, the column will be in equilibrium.^ 


^ The mode of argument is genera], and applies equally to a gas under any 
system of conservative forces. If E=4m(w*+t;*+M^) and x w the potential energy 
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If Pq is the density at the plane of reference, and p the density 
at the plane whose vertical co-ordinate is z, then, since p is pro- 
portional to Vy 

....... ( 4 ) 

We may arrive at the same result by another method, if we 
assume that, on thermodynamical grounds, the temperature must be 
the same throughout. Consider first the total amount of momentum, 
measured in the positive direction of the .:r-axis, which flows across 
any horizontal plane whose area is S. Let there be in unit volume 
molecules of class {u^y w^), of class (w.^, v^, w^y and so on, so 
that 

V = I'l + Vy + J'a + etc. ^ 

The number of molecules of class i\y w^) which cross S in the 
positive direction in time dt is the number contained within an 
oblique cylinder (cf. Fig. 241) with base S and of4ieight u\dty the 
generators of the cylinder being parallel to the resultant velocity 
and of length c^dt. This number is and the momentum 

carried by them across S is mv^w^^dty so that the total momentum 
carried across by all classes is . 

( 5 ) 

for all values of n, the factor h being introduced because the negative 
values of Wy which are equal in number to the positive values, belong 
to molecules which do not cross S. But expression (5) also gives 
the total negative momentum carried across S in the opposite direc- 
tion, and since the withdrawal of negative momentum is equivalent 
to the addition of positive momentum, we see that the total gain of 
momentum of the gas above the horizontal plane is 

mSiU . 

but 

therefore the total positive momentum passing upward through S in 
time di is, since 7ny = py equal to 

Returning now to the consideration of the column of gas under 
gravity, the total momentum, measured upwards, contained within a 

of a molecule in rfhy equipotential stratum, while is the value of p for the cqui- 
potential surface x — ^i then the number of molecules of class v, w) in the 
stratum x is 
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horizontal stratum of thickness dz must be constant, and is in fact 
zero for a gas at rest. The momentum entering the lower surface is 
pSwHty and the momentum leaving the upper surface is {p + dp)^wHt^ 

being the same for both, as the temperature is uniform. The 
molecules in the stratum, being under the action of gravity, lose 
momentum gp^izdt in time dL Equating then the total loss of 
momentum to zero, we get the equation 

therefore 

or, since 2hinw^ = 1, 

as before. This method of proof is equivalent to the ordinary hydro- 
static niethod, buf, when we regard a gas as consisting of a number 
of discrete molecules, wo cannot directly speak of the pressure 
which one portion of gas exerts on another. We may, however, 
define the pressure at a point in a gas as the total momentum per 
second which passes perpendicularly through a plane of unit area 
at the point. If the gas is in motion, the point must be supposed to 
move with it, Le. in such a way that the total mass passes through 
a small plane at the point in zero, however the plane may be 
oriented. The momentum is then measured relative to this plane. 

If the cqjumn consists of a mixture of two or more gases, then 
the above method of investigation shows that the distribution of each 
gas is quite independent of the others, the lighter gases tending to 
predominate at the top of the column, since the exponential factor, 
which involves m, differs for different gases. 

The Atmosphere .^ — Owing to solar radiation the earth’s atmo- 
sphere is very far from being in a state of thermal equilibrium. The 
temperature of the earth’s surface varies greatly in different latitudes 
and at different seasons, and is also modified by the presence of large 
land-masses in different quarters of the globe. The greatest annual 
extremes of temperature occur in the interior of continents in high 
latitudes, the diurnal variations being also considerable over land. 
The direction of the prevailing winds is affected by the rotation of 
the earth. Clouds have a marked influence on the temperature of 
the earth’s surface and of the air in the lower parts of the atmosphere. 
The temperature of the air at different levels has been studied by 
means of sounding balloons, provided with apparatus for registering 

^ W. L. Moore, Descriptive Meteorology^ chap. viii. ; Jeans, loc. cit. cha}>. xv. 
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t^e temperature and elevation. The temperature of the atmosphere 
in general diminishes with height, at first irregularly and then nearly 
uniformly up to a height of about 10 .kilqmetres, above which it is 
nearly constant. The atmosphere may be conveniently divided into 
three regions ; the first, extending from the surface up to about 
3 kilometres, is the region of strong disturbances and of clouds. 
The temperature diminishes with height on the whole, but inversions 
of the temperature gradient are frequent, especially in the early 
morning. The second region, extending roughly from about 3 kilo- 
metres to 10 kilometres, is generally free from dense clouds, the 
cirri floating in its uppermost layers. In this region the tempera- 
ture diminishes nearly according to the adiabatic law, that is to say, 
the variation of temperature is approximately such that a mass of 
air brought from one level to another, and allowed to alter in volume 
adiabatically till its pressure is equal to that %t the new level, 
would be at the same temperature as the surrounding air. Lord 
Kelvin has called this a state of convective equilibrium} The tempera- 
ture at the top of this second region varies from - 40° C. to - 70° 0. 
The third region, the existence of which was first discovered by 
Teisserenc de Bort, begins at about 10 kilometres. It is usually 
referred to as the isothermal layer. The temperature is not quite 
uniform in this layisr, it usually increases slightly with elevation up 
to the limits of observation — about 26 kilometres. 

The separation of the constituent gases of the atmosphere by 
gravity indicated by the kinetic theory would not be appreciable 
except at great heights, even if the air were in equilibrium. The 
variation in the proportions of oxygen and nitrogen ought, however, 
to be quite measurable at the greatest heights attained in the iso- 
thermal layer by sounding balloons. At 60 kilometres the air should 
contain several per cent of hydrogen, and at 100 kilometres it must 
be nearly all hydrogen. Of course, the absolute amount of the 
hydrogen is excessively small, since at the surface, where it is 
greatest, it forms only about O’Ol per cent by volume of the air. 

It has been suggested by G. J. Stoney that, in the highest parts 
of the earth’s atmosphere, the swifter molecules of a light gas such as 
hydrogen would have suflScient velocity to escape from the earth’s 
attraction and pass away into space. Later calculations,^ however, 
indicate that the earth should be able to retain hydrogen and all 
other gases. The retention of an atmosphere by other members of 
the solar system should depend partly on their masses and partly on. 

* J. Clerk Maxwell, Theory of Heaty p. 321. 

. ^ Jeans, loc, eit. p. 857. 
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their temperatures. Thus the absence of an atmosphere on the moon 
can be accounted for by its small mass. Mercury, which is a small 
planet and nearest to the sun, is believed to be devoid of atmosphere. 
Mars could Aot retain hydrogen, and perhaps not even helium,, but 
should 'be able to retain water vapour and heavier gases. It is 
known to have an atmosphere, though not a dense one. All the 
larger planets have dense atmospheres. 

377. Number of Collisions. — The number of collisions which occur 
in one second in unit volume of a gas can be calculated from 
Maxwell’s formula. The number of collisions per second which take 
place between pairs of molecules of classes (u, />, w) and {u\ v\ w') 
whose line of centres, drawn from a fixed point, lies within a small 
solid angle dk is, by Arts. 370, 372, equal to 

. . . . (I) 

and we have to integrate this for all possible lines of centres and for 
all values of c and c\ We shall require the following theorem : 

Let -OP be a fixed radius of a unit sphere drawn round O as 
centre (Fig. 245), and let PQ, PQ' be neighbouring arcs of great 
circles, and the shaded area dA an element 
of the surface of the sphere included 
between the arcs PQ, PQ' and between 
arcs of small circles drawn round OP as 
axis. Let dd> be the angle between PQ 
and PQ', and 26 the angle POQ. Then, 
if the extremity of a radius vector from 
O traces out the area dA, the bisector 
of the angle between this radius vector 
and OP will trace out a corresponding 
area d\. From the extremity of the bisector OK of the angle POQ 
draw KN perpendicular to OP. If d6 is the angle subtended at O by 
dk in the plane POQ, then the area of dk is NK d6 = sin 6 d<h d6. 
Similarly the area of dA is sin 20 d(f> d{26) = 2 sin 26dd> dO. We may 
therefore write 

d\ = sin 0d<t>d0 • dA = 2 sin 29 d4» d9, 

whence 

cos 0 d\ — Jc^ A. 

Now, referring to Figs. 239, 241, 6 is the angle between the line of 
centres at impact and the direction of the relative velocity, i.e. the 
angle NMA' (Fig. 239). The angle BMA' is 26. Regarding A and 
A' as fixed points, when the line MN (which is parallel to OK) traces 
out the solid angle dk, the line MB' traces 'out a solid angle dA. 
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Since 6 may have any value up to a right angle, the point B may lie 
anywhere on the surface of a sphere round M as centre. That is to 
say, we have to integrate cos Odk over a hemisphere of the unit, 
sphere, or JdA over the whole sphere j thus the integral* is tt. 

The total number of collisions per second between molecules of 
classes (w, v, w) and (w', /»', w*) is therefore 

diji ..... (2) 

We have now, while keeping c fixed in magnitude and direction, 
to integrate for all possible values of r', that is, to find the total number 
of collisions per second of class (w, r, w) with 
all other classes. Let OA (Fig. 246) represent 
the vector <?, and OA' the vector c'. With 
centre A draw a sphere of radius q (which 
will pass through A') and another of radius 
q t- dq. Let S' be the angle o\a', then if we 
draw another radius close to AA', in the plane 
OAA', the small shaded area on the diagram, 
may be represented by qdqdSf, If the plane 
OAA' is turned through a small angle d<l> 
round OA as axis, the shaded area will sweep 
Pig. volume q Bin ff d>f>' .qdqiW on the 

velocity -diagram. We ’ shall take this small 
volume as d^ instead of du' dv' dw\ The expression (2) may now 
bo written 

vcrK^c ~ . (fdq sin 0'd0'd<f>\ 

Integrating with respect to </>', that is, along a ring-element of volume 
on the diagram, we get 

2ir-<r^A-« 7 'Wi 7 sill 0'de\ . . . (3) 



We next integrate with respect to 6^', that is, for all ring-elements 
which make up the thin spherical shell of radius q. Both c and q 
are still kept constant, but c' now varies. We have * 


therefore 


- 2gr cos 6>', 
ddc ^qe sin O'dH'. 


Changing the variable from S' to </, (3) becomes 


2irV'*A» ^ e - fdq.f- 

c 


As we are integrating over a sphere with A as centre, the limiting 
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values of d are c + $ for the upper limit and c -q for the lower. If | 

q>c^ that is, if O lies within the sphere, the lower limit will be $ - c 
instead of but this makes no difference, since only an even 

•function of d is involved. We have 


Jc - n 2/l'wiL - «i 


therefore the integration of (3) gives the expression 

and this is the numbei; of collisions per second between molecules 
• of class (?/, />, w) and all other classes for which the relative velocity 
lies between q and q + dq. 

Now q may^be supposed to take all values from 0 to oo • inte- 
grating therefore between those limits, we get, by (6) Art. 373, 


c\/t 7 n I J 


as the total number of collisions between molecules of class (u, r, w) 
and all other classes. 

The rate of wastage of class (t^ /’, %o\ that is, the ratio of the 
number lost per second to the whole number, is got by dividing 
(5) by If Ic is this quantity, then, putting for A its value 

v{h7njw)if 


'“"V 




I'cvhin, \ 

j I 


The last step in the calculation is to integrate (5) with respect to 
c from 0 to 00 . Putting ^wrMc for dot as in Art. 374, and changing 
the variable from r to a, where a — c \0im, we get the integral 

. . (7) 

This can be integrated by i)arts, for since 

^ a{2cfi + 1 )e “ — - (a** +{{)<?"*** 

the Integral of the term involving ( is 

Jo 

-(oa-l De-"*! e-'^dn j (a<‘ + i)e-^"^da. 
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so that (7) is equal to 

4w^<r-A*/’r „ /*«- „ n** /**• » „ 'I 

§)«-?/ +/ (2o* + f)«-®“da)- 

•>^0 •'0 , 

The expression in square brackets vanishes at both Iknits, and the 
value of the integral is got from formula (3) Art. 373. The ex- 
pression reduces to 


4 irV-^Ag 

\/h?n^ 




2or 

hm* 


This is the number of molecules lost by all classes in one second 
owing to collisions. Each collision means the loss of two molecules, 
one to each class. The whole number of collisions per second 
occurring in unit volume of the gas is therefore half the above 
expression, that is 



2jr 

hm 


( 8 ) 


This number is proportional to the square of the density and to the 
square root of the absolute temperature. For a given mass of gas 
at a given temperature it varies inversely as. the volume, and is there- 
fore proportional to the pressure. 

As the molecules of a gas are not elastic spheres, it is difficult to 
assign a meaning to o- for any gas. Jeans ^ estimates the effective 
diameter of the hydrogen molecule at 2*4 x 10"'* centimetre. 
Writing (8) in the form 



and putting v- 2*75 x lO^o (Ex, 4, p. 584), p- 10^ and p = 9 x 10"^ 
we get*l’6 X 10^ as the number of collisions per second in one cubic 
centimetre of hydrogen at standard temperature and pressure. 

378. Mean Free Path. — The average distance described by a 
molecule between two successive collisions is called the inean free 
path. The term is somewhat ambiguous, because the average can be 
calculated in different ways. 

If c is the mean velocity of a molecule, then the distance traversed 
in one second by all the molecules in unit volume is vc. If n is the 
number of collisions which occur in one second, then, since each 
collision terminates two free paths, the mean free path A is given by 
the equation • 



^ Log, eit. pp. 9, 342. 



ART. 878 


KINETIC THEORY OF GASES 


815 


but 




by Art. 374 aifd (8) of the last article, therefore 


X-= 




( 1 ) 


This, is MaxwelFs mean free path. Tait determines the mean free 
^ path in a different way. He considers a particular instant of time, 
and calculates the mean distance described by each molecule before 
its next collision. Tait’s mean free path is somewhat less than 
Maxwell’s. This is because, as Boltzmann points out, in Tait’s 
method one free path is assigned to each molecule. In Maxwell’s 
method a given interval of time is taken, and the swifter molecules, 
whose paths are ]pnger, describe more paths in that interval, hence 
the average calculated in Maxwell’s way is greater. For Tait’s mean 
free path see Ex. 7 below. 

As should obviously be the case, the mean free path in a given 
gas depends on the density and on nothing else. Using the data 
given in the last article, the mean free ’ path qf hydrogen under 
standard conditions is found to be about 1*4 x 10 centimetre. 


Examples 

1. Find tlic number of molecules of class (c. w) in a gas at rest, that is, the 
number whoso velocity lies between the limits c and c + dc, and whose component 
of velocity parallel to the axis of w lies between the limits w and w + dw. 

{In the expression Ac “ substitute for rfw the volume of the ring-element 
of space on the velocity-diagram, bounded by spheres of radii c and e-hde, and by 
planes whose co-ordinates are w and w+dio. This volume is found to be 2Kcdwdc\. 

2. Find the number of molecules which cross unit area of any plane per 
second. 

{Taking the plane to be perpendicular to the s-axis, the number of molecules 
of class (i^, V, w) contained in an oblique cylinder whose base is unit area of the 
plane, and whose generators are parallel to the direction of e and of length cdt, is 
Ae ~ ^‘^^wdtidvdtcdL All these will cross the piano in time dt. Putting -f- -f vj® 
for (^, and integrating for u and v from - oo to -f oo , and for w from 0 to oo , we 
find the number crossing in one direction to be vj^s/Thm or ^vc. The number 
crossing in both directions is ^pc.} 

3. Show that a gas will be in equilibrium if the law of distribution of velocities 
is /(c) = As where A and X are constants. 

{If A and A' (Fig. 239) are any two points on the velocity-diagram, the velocity- 
points after collision of the corresponding molecules will be situated at opposite 
ends of a diameter of the sphere drawn on AA' as diameter. The number of 
collisions is clearly proportional to the product of the densities of velocity-points 
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at A and A\ that is, to/{c)/{c'). If then we can determine the furni of /(c) so as 
to make this product a constant for all pairs of extremities of diameters of any 
sphere, no cl&ss can gain molecules at the expense of any other class. Now, 
geometrically, OA^ + OA'^ rT2(OM2 + MA*), which is a constant for each sphere, 
therefore the theorem follows immediately. Boltzmann's H-theorein is required 
to prove that this solution is the only one.} * 

4. Extend the theorem of Ex. (.*1) to the case of a mixture of two gases. 

[In this case the point M divides A A, inversely as the masses m, m,. After 
collision, B lies tm the same s]»hcre as A, and Bj on the same sphere as Aj. If we 
can determine J\c) and F(t;i) so as to make /(c) F(ci) a constant for all pairs of 
opposite points, one on one sphere and one on the other, and also satisfy the 
condition of Ex. (3), we shall have a solution of the problem. But in this case ^ 
mO A’* -h /y».|OAi^=mMA^ f '{-('/« -I- 7ni)OJVt*~ const, (see Casey’s Sequel to 
Euclid^ p. 24), therefore the necessary conditions are fulfilled by putting 

/(c) - Ac - F(c,) := Aic ~ 

where A, A^ and h are arbitrary constants.} 

f*. Ill an experiment of Bcrthollet’s, two equal globes, one tilled with a light 
gas, and tlie other with a heavy gas at the same temperature and pressure, were 
lilaccd with the light gas uppermost. When communication was opened by 
means of a stopcock, the gases were found to be completely mixed in a short time. 
Assuming the gases to be monatomic, find the diminution of temperature, if D is 
the vertical distance between the centres of the globes. 

A,»,. 

6. If % molecules of class (w, \\ w) start from the plane find how many of 

them W'ill reach the plane without collision. 

IThc time taken to pass through any stratum of thickness dz is dzJtOj and if n 
is the number reaching this stratum, kudzlw of these are lost hy collision in the 
stratum (6, Art. 377). Wc have therefore 



II 


w 

whence 

ni-2dn k 


1 n w 1 


Jn^ Jz\ 

so that 

//-o — •" -^j)! 


7. Find the mean free path of molecules of class (c). 

{The aggregate distance travelled by n molecules of this class in one second is 
?ic, and the iiuinber of collisions is kn, therefore \. = clk. If we integrate to get 
the moan for all values of c, we get Tait’s mean free path 

i r^dx 

~irva^J^ -^{xy 


where 
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GAS NOT IN EQUILIBRIUM 

^ 379. Irreversible Processes. — ^It has been already pointed out 

(p. 790 footnote) that the encounters of molecules are dynamically 
strictly reversible. One of the most remarkable results of the 
kinetic theory is that it enables us to account for processes which 
are found in pnictice to be irreversible. To take a particular 
instance, let us suppose that a mass of gas, not in equilibrium, is 
enclosed in a rigid envelope and left to itself. The molecules are 
assumed to rebound from the walls of the envelope in the manner 
explained in Art. 369, so* that the total energy remains constant. 
Since the gas is not in equilibrium, the quantity H (Art. 371) will 
initially have a value greater than the minimum value, but according 
to the theorem of that article, H will steadily diminish till it attains 
the minimum valub, when the gas will be in equilibrium. It may 
npw be argued that, since a molecule is just as likely to be moving 
in one direction as another, we may conclude that if, at any stage of 
the transformation, the velocity of every molecule were reversed in 
direction, the gas would be in a state which is just as likely to 
occur as the state in which it actually is. The value of H is not 
afiected by reversing the velocities, and, as the gas will obviously 
revert to its original condition (with velocities reversed), H will 

^increase till it attains its initial value when all the collisions have 
occurred in the reverse order. This argument is perfectly valid, 
though it is clearly contradictory to Boltzmann’s H-theorem. On 
referring to Art. 370, we see that such a possibility is not absolutely 
excluded. The argument there given is really based on the theory of 
probability, for we have assumed that the number of molecules of 
class A contained in a given space is proportional to the magnitude 
of that space, and we can easily conceive a special distribution of 
molecules to exist which does not fulfil this condition. Such a 
distribution would, however, be extremely improbable, as Boltzmann 
has shown,^ His argument, in outline, is substantially as follows. 

* Loc, cil, pp. 38-47. 

817 3 G 
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The whole space on the velocity-diagram may be supposed to be 
divided into a number of small cells, all equal to one another. 
Subject to the condition that the total energy of the gas is given, it 
is regarded as equally probable that the velocity-point of a given 
molecule should fall in any one cell or in ^ny other. We can 
construct a very large (though finite) number of possible arrange- 
ments by distributing the velocity-points among the cells in different 
ways. Each of these arrangements is then equally likely to occur. 
We may, for instance, assign all the velocity-{^nts to a given cell p 
this can be done only in one way. Or we may assign half the 
points to one cell and half to another; this can be done in as many; 
ways as wo can select out of n things (n being the whole number 
of molecules), and this is a very large number. We infer that it is 
very much more probable that half the molecules have one velocity 
and half another velocity (in direction and magnitude) than that all, 
should have the same velocity. It is then shown fhat the greatest 
possible number of arrangements corresponds to the case in which H 
is a minimum, i.e. that in which MaxwelFs law holds. Small 
oscillations of the value of H about its minimum value are not 
improbable and in fact will occur, but any appreciable deviation 
from Maxwell’s distribution will be extremely improbable. We 
may summarise the result of this argument by saying that thei 
process by which a gas initially not in equilibrium attains a state of 
equilibrium is dynamically reversible but statistically irreversible.^^ 

We may even devise conditions in which Maxwell’s distributioil 
is never attained. Thus if a gs^s is contained in a perfc^ptly smooth 
cylindrical vessel and is initially in rotation, the moment of 
momentum round the axis of the cylinder will persist throughout. ' 

There are three irreversible processes which are especially 
important; these are diffusion, viscous dissipation of energy, and. 
conduction of heat. If a vessel contains two gases, originally^ 
separated, as in Berthollet’s experiment, it is clear that the molecu^s 
of each gas will penetrate into the space occupied by the other gas, 
until the two gases are uniformly mixed. This propess i| ealled 
diffusion. Again, if a mass of gas is set in motion anS left to itself, 
the currents will rapidly die out and the gas will come to rest, the 
mass-energy appearing finally as molecular energy. In fact, if two 
neighbouring strata of gas are moving with diftqijent velocities, the. 
exchanges whibh take place between them will tend to equalise their 
velocities. This effect is the same as if the strata exerted a 

^ Boltzmann shows that the entropy of a monatomic gas may be taken as 
proportional to - H (see Art. 330). 
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tangential stress on each other, so that a gas behaves as a medium 
possessing viscosity. Thirdly, if different portions of a gas are at 
different temperatures, the interpenetration of molecules tends to 
produce equality of temperature throughout the mass. Thus a gas 
possesses conductivity ^r heat. These three phenomena correspond, 
as Maxwell points out, to exchanges of matter, of momentum, and of 
energy respectively between different parts of a gas. In the case of 
a gas consisting of molecules of the kind which we have been 
<2onsidering, no rigor^s mathematical calculation of the coefficients 
' • of diffusion, viscosity or heat-conductivity has yet been given. The 
" .elementary method of discussion adopted in the following articles, 
though instructive, is open to igrave objections which will be pointed 
out in duo course. 

880. Viscosity. — Let the gas under consideration be regarded as 
qiade up of parallel plane strata, all moving in the same direction 
with velocities pfbportional to their distances from a fixed plane 
corresponding to the stratum at rest. The direction of motion is 
supposed to bo parallel to the fixed* plane, so that each stratum 
Qioves in its own plane. The temperature and pressure are assumed 
to bo uniform throughout. This is the case of a gas subjected to a 
uniform shearing stress. Let the fixed plane be taken as the plane 
* of ary, the direction of motion being parallel to the ar-axis. Then the 
velocity of a stratum whose co - ordinate is z is az^ where a is a 
constant which will be assumed to bo small. If we draw any plane 
j^arallel to the strata, then, as explained in the last article, wo may 
regard the gas on one side of this .plane as exerting a tangential 
* s^ess on the gas on the other side. Let this stress be F dynes per 
square centimetre. Then, by the definition of viscosity, if r; is the 
coefficient of viscosity 


‘'•>^£ere Uq is the mass- velocity of the stratum whose co-ordinate is z. 
'But Uq = az^ therefore we get 


17= - 


( 1 ) 


We shall assume that the distribution of velocities in every stratum 
is Maxwell’s di$tri%ution, except that the whole stratum is moving 
with a uniform velocity az in its own plane. Consider a stratum of 
thickness dz at a distance z from the plane of reference, and let us 
calculate the total momentum per unit area per second which is * 
carried across the plane = 0 by molecules from the stratum reaching 
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that plane. The number of molecules of class (c, w) per unit area of 
the stratum is 






(Ex. 1, p. 815 


SO that the number of this class created per second in unit area of 
the stratum is, by (6) p. 813, 

and the number which reach the* plane ;s= 0 is 

2i- dw de . e“dz (Ex. 6, p. 816). 


Each ‘of these molecules carries a momentum nuiz across the plane 
s—0^ therefore the momentum carried across unit area of the plane 
3? = 0 per second is ^ • 

"^9^^ sj^ dw dc. ze^dz. 


Integrating with respect to z from 0 to oo , remembering that all the 
quantities are positive except w, which is necessarily negative, since 
it refers only to molecules which are travelling towards the plane of 
reference, we get 


hi^m^ 

ir\i 




We have now to integrate with respect to w from - c to 0, and with 
respect to c from 0 to oo . This gives ^ 

IF T: . 

.'n 

Putting X for c Jhm, this transforms into 


*Mp l'*'x*e‘'''''‘dir 


where ^(x) has the same meaning as in Ex. 7, p. 816. This last 
expression represents the total momentum parallel to the axis of x 
which crosses unit area of the plane 3 ; = 0 per second from the positive 
to the negative side. . The negative momentum crossing in the 
opposite direction has the same value; these have to be added 
together, so*that the tangential stress F is got by doubling the last 
expression. Equation (1) then gives us 

^ 3irv<r* s/JimjQ 
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Again, putt ing l/7rHr^\/2 = A (Maxwell’s mean free path, p. 815), 
arid 2l*Jwhm = c (the mean velocity corresponding to the temperature, 
p. 802) we get the formula 

i7=BpXc (2) 

where 

g _ 2 

' • 'a"./. 

*B is a numerical coefficient, which has been calculated by Boltzmann 
and Tait, the value obtained being 0‘305... 

Since c depends only on the temperature, and A is inversely 
proportional to the density p, the viscosity is independent of the 
density. This law was*i)redicted by Maxwell and has since been 
experimentally confirmed. At very low pressures, when the mean 
free path is comparable with the dimensions of the vessel enclosing 
the gas, the viscosity falls suddenly arid rapidly as the density is 
reduced. 

The formula (2) indicates that the.viscosity is proportional to the 
square root of the absolute temperature. Experiment shows that it 
varies with temperature rather faster than this, and that ?; is propor- 
tional approximately to B^, where n is 0*68 for hydrogen and helium 
and 0*98 for carbon dioxide, with intermediate values for other gases.^ 
It may be inferred from this that the molecules of an actual gas do 
not rebound like very hard spheres. 

For reasons given below, the numerical factor B occurring in the 
formula is to be regarded with suspicion. We cannot directly test 
the formula by experiment, as we do not know the value of cr, which 
is required to evaluate A. Jeans, ^ quoting Chapman, gives 0*4 9 9 as 
the most reliable value of B, obtained by a series of successive 
approximations. Assuming this value for B, the formula may be 
used to calculate a* from the observed value of the viscosity. In this 
way the value 2 ‘68 x 10“^ cm. is obtained for hydrogen.^ This ma}^ 
be compared with the figures 2*4 x 10“® (Art. 377) obtained by 
calculations based chiefly on the deviation from Boyle’s law. 

In the foregoing investigation we have made three assumptions : 
(1) that Maxwett’s distribution holds in every stratum, (2) that the 
gas is in a steady state at uniform temperature, and (3) that the 
number of molecules gained or lost by any class is unaffected by the 
relative motion of the strata through which the molecules pass. 
When the velocity gradient is small, ie. when a is small, the third 
assumption is justified, because the path of a molecule is in general 
extremely short. The first assumption is the most open to objection, 

Jeans, loc, cit, p. 293. ^ Jeans, loc. cit. p. 342. 


* Jeans, loc, cit, p. 302. 
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for it is clear that Maxwell’s law cannot hold strictly in a stratum 
which is continually acquiring new members from other 'strata which 
are in motion. It is also obvious that the conversion of mass-motion 
into molecular motion tends to cause a rise in temperature. We 
might suppose the gas to be in a steady state if it were enclosed 
between parallel planes moving with the gas and maintained both at 
the same temperature. But in this case there would hi a steady 
temperature gradient from the middle stratum to each boundary, s<{ 
that conduction of heat would occur from the interior to the boundr . 
ing planes. As we shall see in the next article, there is a close, 
connection between viscosity and conductivity, and that Maxwell’s 
law cannot be assumed for a gas which is ccfhducting heat. 

381. Coefficient of Self-Diffusion. — It will be convenient to make 
the following preliminary investigation : ^ Suppose we have a column 
of gas, which we shall take to be vortical, in which^some property of 
the molecules is the same for all molecules in the same horizontal 
stratum, but varies with the height of the stratum. We may 
suppose that this property is measured by the magnitude of some 
quantity G, which is carried along by the molecule in its flight. 
If z is the vertical distance from some fixed horizontal plane, then 6 
is to be considered as a function of z, but not of the velocities. Wo 
propose to calculate the amount of this quantity which is carried in 
one second across unit area of any horizontal plane whose co-ordinate 
is z. We shall assume that the density of the gas is uniform 
throughout, and that Maxwell’s law holds for every stratum. 

If is the number of molecules of class (r, w) which cross unit 
area of the plane in unit time, then, by Exs. (1) and (2), p. 815, 

d N = "Av \/ div dc , ( 1 ) 

If V is the distance travelled by a molecule since its last en 
counter till it reaches the plane 0 , then this molecule must have 

come from a stratum whose co-ordinate is --^V. Now 

approximately, since X! is small, and therefore this latter expression 
may be taken as the amount of the required quantity carried across 
the plane by the molecule. Summing for all the molecules, dN in 
number, we get as the amount carried across by all molecules of 
this class 


't* Boltzmann, loc. cU. p. 74. 
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G<aT--^2X' .... (2) 

c dz ' 

where is the sum of all the paths of the molecules. Putting 
'Sy = AgdlN, Xe will, owing to our assumption of Maxwell’s law, be a 
function of c only, and its value will be c/A (Ex. 7, p. 816). The 
expression (2) is therefore equal to 

Substituting for dN its value as given in equation (1), and integrat- 
ing with respect to w from - c to + ^, wo get, if dQ is the amount of 
the quantity sought due to all molecules of class (c), 

, 41/ dG /JM rjV - 

Putting X for c 9/ hm, and integrating from 0 to cc , we got the whole 
quantity Q, due to molecules of all classes, in the form (see Ex. 7, 

p. 816) 

4 rx^G- 

~ 3ir(rWA r/i 

With the notation of the last article, this may be written 

Q = BKXe . . . . . . (3) 

If we suppose the horizontal strata to move relatively to each 
other as in the last article, and put G = 9naz, so that G is the hori- 
zontal momentum per molecule in the stratum we get the same 
result for the viscosity as before. 

The coefficient of diffusion of one gas into another may bo defined 
as follows. Let the vertical column consist of two gases and Ag 
which may be supposed to have been originally separated by a 
horizontal partition, which has been withdrawn. At any stage of 
the mixing process let there be in a stratum whose co-ordinate z & 
number molecules per unit volume .of the gas A, and i/g 
gas Ag. If Nj is the number of molecules of the gas A^ (supposed 
uppermost) which cross unit area of the plane z downwards per 
second^ then if we write 

Djg is the coefficient of diffusion of the gas A^ into the gas Ag. The 
simplest example which we can take is the case of the diffusion of a 
gas into itself. To fix our ideas, let us suppose that the column 
consists of a single gas, the molecules in the upper half having been 
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originally coloured red and those in the lower half blue. Then if 
Nj and refer to the red molecules, and if we write 




D is the coefficient of self-diffusion. In formula (3) G is equal to 
unity for a red molecule and equaUto zero for a blue one, so that 
we may put G equal to the ratio of the number of red molecules ^ 
to the sum of the numbers of red and blue in the stratum. Thus * 

if 1/ = vj + i/j, 


G= 


therefore 


V, f p. 


di} 

ds 


.. 1*1 

y dz- 


Also Q = N^, the formula then ‘^becomes 
and we get 


N, = BXc^; 


D=BXc. 


The viscosity and self-diffusion are then connected by the simple 
relation 

rt = Dp. 

A more rigorous calculation ^ gives the result 

1 'S66rt=I>P- 


In this case Maxwell’s law holds, of course, for the mixture as a 
whole. If /i and /g are the densities of distribution on the velocity- 
diagram for the red and blue molecules respectively (Art. 372), we 
have 

The error we have, made is in tacitly assuming that and /g are 
each proportional to whereas they are functions of w as well as 

of c. The red molecules in the stratum are, in fact, on the whole 
moving downward and the blue upward. This is due to the fact 
that the gas is supposed to have come to the given state from a 
previous state in which the mixing was less complete. TlAis the 
value obtained for D is too low. 

382. Conduction of Heat. — To apply formula (3) of the last 
article to the calculation of the conductivity, we suppose that there 
is a vertical temperature gradient in the column of gas, and attribute 

^ Jeans, loc, cU. p. 333. 
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to each molecule the mean energy of all the molecules of the stratum 
from which it is supposed to come, that is, we put 

G = 4wc^=^^ = /wae (pp. 804, 805). 

Equation (3) Art. 381 then becomes 

. . . . . ( 1 ) 


•where Q is the transmission qf heat per second per unit area of the 
•plane. But if k is the conductivity for heat, k is defined by the 
equation 


t 


im 

dz 


( 2 ) 


thus, comparing (1) and (2), we obtain the result 


The conductivity and visfcqsity, according to this equation and 
(2) of Art. 380, are connected by the^ simple relation 

0^1? (3) 

Before criticising this result, we may at once state the conclusions 
which have been arrived at by more rigorous methods. Maxwell, by 
assuming that the molecules are point centres of force repelling 
each other with a force proportional to the fifth power of the 
distance, obtained the relation 

If — (4) 


and it has been found by Chapman ^ that this relation is nearly correct 
when the force of repulsion varies as any higher power of the 
distance. This includes the hard spherical molecule as a limiting 
case, the force of repulsion varying as an infinite power of the 
distance. The numerical factor in (4) is supported by experimental 
evidence. Measurements quoted by Jeans ^ show that for the mon- 
atomic gases helium and argon the factor is nearly 2*5. For diatomic 
and other gases the factor is much less.* A formula has been given 
by Jeans 2 which agrees extremely well with experiment for diatomic 
and compound gases. This is obtained as follows : Adopting a 
suggestion of Eucken’s, that formula (3) may apply to the rotational 
energy transmission, he writes the numerical coefficient with a mean 
value between that of (3) and (4) according to the number of degrees 
of freedom corresponding to the rotational and internal energy and 
to the translational energy respectively. Thus if the molecule has 


* Phil, TraiM,, 1916, p. 337. 


Jeans, Iqc. cit. [». 317. 



826 


THEORY OF HEAT 


OHAP. IX 


a degrees of freedom, three of these belong to the translational 
energy, so that the numerical factor is 


n \n ^ . ■ 

which gives the relation 


. (Art. 376) 


The following table (after Jeans) gives the values of the conductivity 
and the viscosity (at O'" C.) of a number of gases. 


(tHH. 

Conductivity. 

K 

viscosity. 

KjriPv 

(observed). 

K»y-6). 

Hydrogen 

■0003970 

* 

•0000867 

1-89 

1-90 

Helium .... 

*0003360 

•000189 

2-38 

2-44 

Air ..... 

•0000566 

•000172 

1-91 

1-91 

Oxygen .... 

•0000670 

•000189 

1-03 

1-90 

Nitrogen .... 

•0000666 

•000166 1 

1^1 

1-91 

i Argon 

•0000389 

■000210 ! 

2-49 • 

2-44 

; Carbon monoxide 

•00005426 

•000163 i 

1-88 

1-91 

1 Carbon dioxide 

•0000337 

•000142 

1-62 

1-72 

Nitrons oxide . 

■0000351 

•000138 1 

1-72 

1-73 

Nitric oxide 

•0000655 

*000179 ' 

1-86 

1-88 

Ethylene .... 

•0000407 

•0000961 

1 *55 

1-55 


The formula connecting conductivity and viscosity leads us to 
expect that the conductivity, like the viscosity, is independent' of the 
density. This wjts also predicted by Maxwell, and was verified by 
Stefan and by Kundt and Warburg. Maxwell stated that the 
conductivity varies directly as the absolute temperature. This would 
be strictly true for a gas composed of molecules repelling each other 
according to the fifth-power law, but is not in good agreement with 
experiment for actual gases. For the gas composed of hard spherical 
molecules the conductivity varies as the square root of the 'absolute 
temperature. 

Keturning now to the calculation by which formula (3) was 
arrived at, we can see that^ it is still more open to objection than 
the calculation of viscosity. We have assumed that the density is 
uniform, whereas it diminishes with temperature when the pressure 
is constant. This probably does not matter very much, as the mean 
free path increases in proportion. We have also attributed to each 
molecule, not its own proper energy, but a mean value; this also 
ought not to introduce a large error. Much the most serious objec- 
tion to the method is the assumption that Maxwell’s law holds for 
each stratum. We may conceive a column of gas to be built up of 
very thin strata, each with Maxwell’s distribution of velocities, and 
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all at the same pressure, the temperature and density varying accord- 
ing to the proper laws for a steady state of conduction, whatever 
those laws may be. If the upper and lower boundaries of the column 
are kept at flieir appropriate temperatures and the gas otherwise left 
to itself, it will not bo in equilibrium, for each stratum is initially 
in 'a state in which there is no heat transmission. The mode of 
calculation is in fact designed rather to find how a gas so constituted 
will begin to conduct heat than to determine the conductivity in a 
column with an established temperature gradient. We may also use 
some of our previous results to show that the column is not in a 
steady state. For the pressure is given by the equation p = v/2A 
(Eq. 2, p. 803, and I, p. 789), while the number of molecules 
passing out of unit area of one side of a stratum per second is 
(Ex. 2, p. 815). Comparing two neighbouring strata, we see that 



which requires that the density varies inversely as the temperature. 
But for equality in the number of molecules exchanged, we require 

which is inconsistent with the equation first written. 
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thermo-electric, 546 
Aluminium compensator, 216 
Amorphous solids, fusion of, 321, 337 
Argon, 206, 273, 826 
Atmosphere, 809 
Atom, mass of, 582 
structure of, 69, 76 
theory of, 77 
vortex, 73 

Atomic thermal capacity, 278 


I Attraction and repulsion, 72 
Available energy, 701 

i Bismuth in magnetic field, 160 
I Black body, construction of, 561 
definition of, 556 
radiation of, 554 
Boiling point, of air, 159 
of helium, 362 
• of hydrogen, 159 
of oxygen, 169 
ofsulpliur, 161 
on thermometer, 102, 123 
Bolometer, 543, 550 
Bumping, boiling by, 345, 392 
Bureau International, 113 

Calibration of thermometer, 122 
Caloric theory, 32, 36 
Calorie, 20, 218 
mean, 305 
standard, 309, 317 
Calorimeter, air, 236 
Andrews's, 242 
Black's, 224 
Bunsen's, 226 
electric, 305 

Favre and Silberinaiiii's, 241 
ice, 221 

.Toly’s steam, 248 
Lavoisier and Laplace's, 225 
Rcgnaiilt’s, 237 
solar, 596 
water, 232 

Caldriiiietric method in therniometrv 
1.52 

Calorimetry, 217 el seq, 

combustion method in, 218 
corrections in, 234, 370 
electric method in, 218, 305 
method of mixtures in, 231 
stationary temperature methods in, 
236, 260, 303, 304, 308 
I Capacitor, thermal, 23 
; Capillarity, error due to, 120 
j Carbon dioxide, coefficient of expansion 
of, 204 
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Carbon dioxide, compressibility of, 469 
critical temperature of, 435 
pressure coefticient of, 204 
specific heat of, 254, 264 
Centigrade scale, 16, 103 
ChalleTiyer expedition, 191 
Change of state, 14, 321 ct 723, 
746 

of volume during fusion, 325 
Characteristic equation, 1 27, 481 
function, 741 
surface, 90, 755 
Clark cell, 309 

Cloudy condensation, 393, 732 
Co-aggregation volume, 784 
Coefticient of expansion, 17 
appai*eut, 18, 164 
mean, 163 

of gases, 139, 193, 200, 206, 781 
of liquids, 171, 191 
of solids, cubical, 181 
of solids, linear, 165 
true, 163 
zero, 163 

Coefticietiis, pressure, 117, 202, 206 
relation netween, 118 
Cold, by evaporation, 355 ^ 

radiation of, 499 
Collisions, nuipber of, 794, 811 
Combination, licat of, 243 
Combustion, heat of, 243 
Comparator method, 165 
Comparison of conductivities, 603, 610 
of latent heats, 373 
of thermometers, 113, 141 
Compensating leads, 1^0, 158 
Compressibility of gases> 465, 473 
Compression, heat duo to, 712 
Conduction, 601 et seq., 824 
equations of, 642 
illustrations of, 602 

Conductivities, 614, 620, 624, 626, 629, 
637, 640, 649, 660, 661, 665 
comparison of, 603, 610 
relative, 614 

Conductivity, absolute, 614, 664 
definition of, 605 
Forbes’s metho<i, 616 
guard-ring method, 622 
of crystals, 647 

of earth’s crust, 638 ^ 

of gases, 661, 664, 819, 824 
of ii-on, 620, 621, 624, 629 
of liquids, 657 
of metals, 629 
of solids, 601 
surface, 500 
thermometric, 631 
variation with temperature of, 629 
Conservation of energy, 80 
Constant, gas, 582, 630, 804, 806 
Planck’s, 582 
solar, 592 
Stefan’s, 582 


Constant, Wien’s, 582 
Constants, radiation, 581 
Continuity of state, 43l 
Convective equilibrium, 810 
Cooling, 502 

method of, 145, 244 
Cooling effect, 359, 773 
inversion of, 786 

■' Correction in calorimetry, 237, 370 

of gas thermometer, 205, 776, 782 
of spectrum curves, 583 
Corresponding states, 491 * 

Co-voluine, 482, 784 
Creeper, Stevenson’s, 13 
Creeping, 13, 334 
Critical constants, 445 
calculation of, 489 
of carbon dioxide, 456 
Critical poii^t, 440, 762 
of mixture, 449 
of water, 371 
temperature, 431 
Cryophorus, 357 
Crystals, conductivity of, 647 
dilatation of, 210 
Cube, Leslie’s, 501 
Cubical expansion, 162 
Curve, James Thomson’s, 457, 763 
C^cle, Carnot’s, 677, 694 
reversible, 680 
thermodynamic, 92 
Cyclic transformations, 669 

Dead apace, 138 
Demon, Maxwell’s, 692 
Density of energy, 558 , 

of liquid and vapour, 461 
of saturated vapour, 404, 725 
of water, maximum, 183, 188 
vapour, 397 

Depression of freezing-point, 190, 326, 
726 

Dew-point, 418 
Diagram, indicator, 89 
Diamond, specific heat of, 281, 283 
Diathermancy, 516 
Differential, perfect, 669 
Diffusion of gas, 818, 822 
Dilfusivity, 631 
Dilatation, 162 et seq. 
of crystals, 210 
of gases, 193 
of liquids, 171, 191 
of solids, 162, 181 
of water, 184 
Dilatometer, 182, 189 
Dissipation of energy, 701 
Distribution of velocities, 789, 799 
Drops, Rupert’s, 163 
Dynamical equivalent, 42, 289, 319 
theory of gase^ 66, 788 et seq, 
theory of heat, 60 

Earth, age of, 638 
Ebullition, 339, 342 
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Effect, cooling (or Joule-Kelvin), 369, 
773 

Efficiency, 684, 686 
Elasticities, ratio of, 716 
Elasticity of gas, 93 
Electric arc, teny)eratuTe of, 590 

method in calorimetry, 218, 305. 
resistance, 160 
Electron, charge of, 582 
Emergent column, 121 
Emission of^lack body, 564 
of platinum, 590 
"Emissive power, 556 
absolute, 557 

•Emissivities, comparison of, 611 
Emissivity, 500, 513 
Encounter of molecules, 65, 788 
Energy, all kinetic, 87 

available, 701 > 

conservation of, 80 
density of, 558 
dissipation of, 701 
equation, 667 
internal, 668, 7t6 
of molecules, 93 
of translation, 69 
potential, 81, 87 
Entropy, 696, 736 
increase of, 700 

Equation, characteristic, J27, 481 
Clausius's, 484 
Van der Waals’, 482 
Equilibrium of water column, 191 
Equivalent, dynamical (or mechanical), 
42, 44, 289 et seq.^ 319 
water, 233 

Ether, luminiferous, 50 
Ethylene, pressure curves of, 468 
Evaporation, 339, 341, 409 
Exchanges, theory of, 498 
Expansion, apparent, 13, 18, 164 
coefficient of, 17, 163, 192 
cooling by, 359 
oubidH, 162 
effect on heating, 11 
heat absorbed during, 717 
illustrations of, 12 
Laplace and Lavoisier’s method, 168 
linear, 164 
mean, 17, 163 

method in thermometry, 153 

of gases, 200, 206 

of glass, 168 

of liquids, 171, 181 

of metals, 168 

of porcelain, 168 

of rails, 12 

of solids, 181 

on freezing, 325 

relative, 13, 169 

residual, 115 

superficial, 164 

true coefficient of, 163 

zero coeffieient of, 168 


Experiments, Amagat’s, 465 « 

Andrews’s, 435, 661 
Angstrom’s, 635 
Berget’s, 623 
Black’s, 22 
Bottomley’s, 514 
Boutigny*s, 349 
Cagiiiard de la Tour's, 431 
Callendar and Barnes’s, 308 
Chappuis's, 204 
Dalton’s, 409 
Davy’s, 40 

De la Provostaye and Desains’s, 512 

De Senarmont’s, 649 

Despretz’s, 611, 657 

Dieterici’s, 372 

Dulong and Petit’s, 172, 504 

Gay-Lussac’s, 196 

Griffiths's, 306, 371 

Hirn’s, 46, 311 

Him and Gazin's, 732 

Hope’s, 183 

lugen-Hausz's, 603, 609 
Joule and Thomson’s, 772 
Joule and Playfair’s, 188 
Joule’s, 42, 269, 289 
% Lecher and Perntor’s, 535 

Lummer and Pringsheim’s, 561, 587 

Lussana's, 261 

M^Farlane’s, 513 

Magnus’s, 533, 662 

Melloni’s, 516 

Miculescu’s, 302 

Regiiault’s, 176, 198, 206, 246, 256, 
367, 382 

Reynolds and Moorby’s, 303 

Rowland’s, 297 

Rubens and Kiirlbaum’s, 577 

Rumford’s, 37 

Schuster and Gannon’s, 307 

Tyndg.irs, 630 

Wiedemann and Franz’s, 613 

Faden-thermometer, 122 
Fire-atoms, 3 
Fire by friction, 34 
syringe, 35 

Fixed zero method, 116 
Flow, lines of, 644 
Fluor-spar, 665, 577 
Frec,path, 65, 814, 816 
Freezing machines, 355 
point, 101, 123 

depression of, 190, 326, 726 
Friction balance, 294 
Frigorilic particles, 20 
Function, Carnot’s, 686 
characteristic, 741 
Fundamental substance, 61 
Fusion, 321 

Gas constant, 582, 630, 804, 806 
diffusion of, 818, 822 
gravitating, 806 



832 


THEORy OP HEAT 


Gas, perfect, 270, 688 
pressure of, 67 
thermometer, 27, 126 

correction for, 776, 782 
viscosity of, 819 
Gases, conductivity of, 661 
and vapours, 448 
diathermancy of, 521 
dilatation of, 193 
kinetic theory of, 66, 788 et seq,^ 
liquefaction of, 358, 434 
specific heats of, 254, 255, 264, 
805 

transpiration of, 351 
viscosity of, 819, 826 
Glacier motion, 330 

Glass and mercury, vol. sp. heats of, 
233 

Glycerine, melting point of, 97 
Gold resistance thermometer, 159, 160 
Graduation of thermometer, 15, 103 
Graphic representations, 89, 91, 702 
Greeks, false method of, 3 
Grey body, 559 

Heat and light, 52 
and work, 44 
by friction, 34 
due to compression, 712 
dynamical equivalent of, 42, 289, 
319 

flow of, 630 
latent, 21, 334, 362 
maximum in spectrum, 560 
of combination, 243 
ordinary meaning of, 20 
path of least, 703 
periodic flow of, 631 
propagation of, 493 
quantity of, 19, 217 
radiant, 50, 493 et seq. . 
restriction of term, 55 
sense of, 10, 27 
sensible, 21 

specific, 23, 221, 239, 805 
steady flow of, 607 
theories of, 31 
totel, 364, 371 
unit of, 20, 218, 309, 317 
wave-theory of, 50 
Helium, 113, 159, 206, 273, 361, 826 
Heterogeneity, 63 
Hoar-frost line, 734, 747 
Hotness, scale of, 11 
Humidity, 416 

Hydrogen, boiling (loint of, 159 
coefficient of expansion of, 206 
compressibility of, 466 
conductivity of, 661,826 
liquefaction of, 360 
pressure coefficient of, 206 
specific heat of, 254, 264 
thermometer, 113, 137, 785 
correction for, 786 


Hygrometer, chemical, 425 
Crova's, 423 
Danieirs, 420 
dew-point, 419 
^ Dines's, 421 
* empiric, 427 
Rognault’s, 422 
wet and dry bulb, 428 
Hygrometry, 416 
Hygroscopes, 427 

Hypothesis, James Thomson's, 456 
Mayer's, 270 
Rankine's, 69 

Ice calorimeter. Black’s, 224 
Bunsen's, 226 

Lavoisier and Laplace's, 225 
I Ice, latent heat of, 22, 230, 335 
! line, M4, 747 

slipperiness of, 331 
I Indicator diagram, 89 
i Infra-red rays, 54, 560, 565 
Integrals, definite, #99 
Integrating factor, 17 1 
Intensity of radiationi#^^ “ 

Inversion of cooling 78[6 

of sx)ecific heat, 731 
Iodine pyrometer, 146 
Iridio*{natinum, 139, 160 
Irreversible transformations, 4’02,-"83 7 
Isenergics, 752 
lsentrox)ics, 752 
. Isochromatics of Nichols, 575 
Isodynamics, 752 
Isometrics, 752 
Isopiestics, 752 
Isothermal, 91, 752 
layer, 810 
of perfect gas, 93 
surfaces, 644 

J., 42, 289, 319 
Jena glass, 116 

Kinetic energy of molecules, 93 

theory, 52, 272, 278, 351, 576, ,664, 
698, 788 et seq. 

Krypton, 206 

Laboratory, National Physical, ’113 
Lag of thermometer, 116 ; 

Latent heat, 21 

by comparison, 373 
external and internal, 727 
of fusion, 334 ^ 

of ice, 22, 230, 335 
of steam, 371 
of vaporisation, 362, 379" 

Lauffen power transmission, 83 
Law, Avogadro'a, 804 

Boyle\ 127, 194, 461 
Charles’s, 129 
Dalton’s, 411, 413 
Dulong Petit’s, 278 
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Law, Gladstone and Dale’s, 156 
Graham's, 351' 

Joule's, 270 
Kirchhoff's, 557 
Maxwen’s, 574, 789, 798, 818 
Neumann's, 280 
Newton's, 146 
Southern's, 364, 371 
Stefan’s, 559 

proof of, 566. 
verification of, 564 
Trouton’s, 375 
Watt's, 364, 371, 731 
■ Wien’s, 571 

Law of conservation of energy, 80 

of equipartition of energy, 284, 
576, 804 

of rectilineal diameters, 456 
of thermodynamics, • first, 46, 92, 
667 ^ 

second, 47, 683 
violations of, 689 
Laws of cooling, 502 
of fusion, 322 f 
Leads, compensating, 150| 158 
Light and hi&at, 62 
velocity df, 51 
Linear expansion, 164 
Liquefaction of gases, ^ 358, 434 
Liquids, conductivity of, 657 
dilatation of, 171, 19l 
specific heats of, 239 
Low temperature thermometry, 158 

Matter, 57 

continuity of, 62 
divisibility of, 58 
indestructibility of, 88 
theory of, 70, 788 
three states of, 64 
Maximum density qf solutions, 190 
of water, 183, 188, 190 
Meldometer, July's, 153 
Mejting^int, variation with pressure, 

of alcohol, 158 
*« of glycerine, 97 

oC ice, effect of pressure on, 123, 
326, 725 
of mercury, 158 

Melting points, determination of, 153 
Mercury; advantages in thermometry, 
114 

thermometer, 14, 113 
accuracy of, 1*24 

Method, Fizeau's, in expjLnsiou, 213. 
of mixtures, 231 

of ^tionary temperatures, 236, 
' 26^ 303, 308 

Micron, 565 
Micro -radiometer, 552 
Mixtures, critical point of, 449 
fusion of, 324 
of gases and vapours, 409 


Mixtures, vapour pressure of, 415 
Model, Gibbs^ 757 
p, V, ff, 458 
Molecular theory, 64 
Molecules, number of, 582 
size of, 814 
velocity of, 68 
Motion, perpetual, 88 
Motivity, 701 
Movable zero method, 116 

National Physical Laboratory, 113 
Nitrogen, compressibility of, 467 

expansion coefficient of, 139, 206 * 
pressure coefficient of, 204, 206 
Nitrogen thermometer, 139 
correction for, 140, 205 

Ocean floor, temperature of, 191 
Optical method in expansion, 213 
pyrometer, 156 

Path, moan free, 814, 816 
of least heat, 703 
Pendulum, invariable, 213 
periodic system, 62 
Ferpetual motion, 88 
Petroleum ether thermometer, 158 
Phlogiston, 70 
Planets, atmospheres of, 811 
temperature of, 599 
Platinum, radiation of, 589 
resistance of, 149, 160 
thermometer, 149 
Porous plug experiment, 771 
Potential, tlicrmodynaiuic, 744 
Pressure coefficient, external, 117 
internal, 118 

Pressure coefficients of gases, 202, 206 
of gas, 68 

of saturated vapour, 377 
Pyroheliometcr, 593 
Pyrometer, Berthelot's, 166 
Callcndar’s/149, 167 
Daniell’s, 153 

Deville and Troost’s, 145, 146 
electric resistance, 147, 149 
Fery's, 591 
Job’s, 157 
optical, 156 
Pouillet’s, 153 
Roberts- Austen's, 156 
Siemens's, 147 
Tait’s, 155 
viscosity, 157 
Wedge wood’s, 153 
Pyronietric cones, Seger’s, 168 
Pyrometry, 144 
by cooling, 145 
by vapour densities, 146 
calorimetric method, 152 
electric, 147 
expansion method, .163 
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Pyrometry* photometric, 588 
radiatiou method, 586, 591 

Quantity of heat, 19, 217 
thermometry by, 25 
Quantum theory, 77, 284, 578 
Quartz, 578, 652 

Radiant energy, density of, 558 
heat, 50, 493 et aeq. 

Radiation, 493 
constants, 581 

correction in calorimetry, 234 
in enclosure, 554 
pressure of, 566 
sifting of, 519 
stellar, 549 

Radiometer, 89, 353, 552 
Radio-micrometer, 546 
Radium and eartirs heat, 638 
Rays, infra-red, 54, 560, 565 
ultra-violet, 54 
Reflecting power, 557 
Reflection, selective, 577 
Refractivity of a gas, 156 
Regelation, 330 
Keiciisanscalt, 113 
Relations, thermodynamic, 710 
Relative expansion, 169 
Residual expansion, 115 
Resistance of metals, 160 
Rock-salt, 517, 578 
Royal Academy of Sciences of Paris, 7 
Society of London, 7 
Rule, Diihring's, 380 

V 

Saturated vapour, density of, 404, 725 
specific heat of, 728 
Saturation, fraction of, 416 
Scale, absolute, 113, 585, 767 et aeq, 
centigiiide, 16, 103 
Fahrenheit, 103 
Reaumur, 104 
Selective reflection, 577 
Sense of heat, 10, 27 
Sensible heat, 21 

Silver iodide, contracts on heating, 215 
Slip)ieriness of ice, 331 
Solar constant, 592 
Solids, dilatation of, 162, 181 
liquids and gases, 64 
Sound, velocity of, 271 
Specific heat, 23, 221, 239, 805 
at constant pressure, 264, 805 
at constant volume, 254, 268, 805 
Debye's theory of, 283 
inversion of, 731 
of gases, 264, 255, 264, 805 
of liquids, 239 
of metals, 282 
of saturated vapour, 728 
of steam, 732 
of vapours, 375 
of water, 219, 313 


OF HEAT 

Specific heatj variation of, 280, 316 
variation with temperature, 287 
volume, 223 » 

Specific heats, difference of, 267, 716, 
722 ' 

ratio of, 271, 716 

Spectrum, distribution^ of energy in, 
560 

formula for energy in, 573, 574 
of black body, 564 
Spheroidal state, 348 
Slate, change of, 14, 321 & aeq., 723, 
•746 

coittinuity of, 431 
States, corres[»ouding, 491 
of matter, 64 

Stationary temperature method, 236, 
260, 303, 308 
Statistical method, 790 
Steam line, ^34, 747 
Sublimation, 353 
Substance, fundamental, 61 
Sulphur, boiling point of, 151 
Sun, temperature ol( 596 
Superficial expansion, 164 
Superheating, 344 
Surface, characteristic, 90, 755 
of stability, 762 
tension, 105, 120, 721 
Surfiision, 322 
Sylvine (KCl), 578 
System, periodic, 62 


Tasimeter, 553 

Temperature, absolute, 585, 686, 767 
by photometric method, 586 
critical, 431 

definition of, 10, 28, 803 
equilibrium, 18 
in wells, 110 
of electric arc, 690 
of lamps, 590 
of planets, 599 
of sun, 596 
underground, 638 
Theorem, Boltzmann's, 797 

Carnot’s, 681 . 

Clausius's, 694, 698 
Theory, atomic, 59, 73 ^ 

caloric, 32, 36 

kinetic, 52, 272, 278, 351, 575, 664, 
698, 788 et aeq. 
molecular, 64 

of gases, dynamical, 66, 788 et aeq. 
protyle, 6.1 
Thermal caj>acity, 23 
transpiration, 351 
Thermodynamic formulas, 709 
potential, 744 

Therinodynaraics, 667 et aeq. 
first law of, 46, 92, 667 
second law of, 47, 683 
Thermo-electric alloys,. 546 
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Thermo-electric thermometer, 155 
Thermometei‘> air, 130 
alcoliol, 105, 142 
calibration of, 122 
Callundar's compensated air, 133 
capillarity correction of, 120 
carbon dio\ide, 142, 786 
clinical, 110 

constant pressure and constant 
volump, 127, 130, 133 
construction of, 99 
ditferential, 538 
electric resistance, 147 
■ emergent column of, 121 
ether, 106 
Faden-, 122 

fixed points of, 100, 123 
gas, 27, 126 
gold, 159, 161 
graduation of, 15, 103 * 
hydrogen, 113, 137, 785 
Jolly’s, 131 
Joule’s, 112 
lag of, 116 ^ 

Le Chatelier's, 155 
liquid, 96 

maxim urn and minimum, lOS 
mercury, 14, 113 
metallic, 111 

Negretti and Zanibra’s, 109 
nitrogen, 139 
petroleum ether, 158 

g nassium and sodium, 107 
utherford's, 108 
sensibility of, 98 
Six's, 109 

standard, 16, 27, 112, 137 
standardising, 98, 113 
strain, 111 
thermo-electric, 155 
/ va|)oar pressure, 140 
weight, 107, 180, 182 
Thermometers, comparison of, 113, 141 
Thermonietric methods, comparison of, 
•124 

substance, choice of, 105 
« equation of, 127 
Thermometry, .96 et scq. 

by quantities of heat, 25 
by sense of heat, 27 
oalorimetric method in, 152 
errors in, 113 
expaiisibn method in, 153 
high temperature, 144 
low temperature, 158 
Thermopile, 540 • 

Thermoscope, intrinsic, 96 
Joule's, 553 
Total heat, 364, 371 
Transformations, cyclic, 669 


Transformations, irreversible, 702i 817 
Transmission coefficient, 592 
Transpiration, 351 
balance, 157 

Triple point, 383, 734, 749 

Ultra-violet rays, 54 

Unit of heat, 20, 218, 309, 317 

Vaporisation, 339 
Vapour density, 397 
at critical point, 461 
Dumas’s method, 402 
Gay-Lussac’s method, 398 
Meyer’s method, 401 
Vapour pressure, 377 

at curved surlace, 391 
formulae lor, 393 
maximum, 379 
of liquefiable gases, 390 
of mixtures, 390, 411 
of volatile liquids^ 389 
Ramsay and Young’s method, 386 
thermometer, 140 
Vapours, coinpessibility of, 476 
density of saturatfed, 404, 725 
diathermancy of, 521 
•• specilic heat of, 375 
Velocities, distribution of, 789, 799 
Velocity, mean, 802 

diagram, 792, 793, 794, 812 
of mean square, 6S, 802 
of molecules, 68 
of sound, 271 
Ftfrrs diir, 115, 141 
Violations of second law, 689 
Virial, 94, 483 
Viscosity of gas, 819 
Volume, change during fusion, 325 
Vortex atom, 73 
rings, 74 

Vortices, molecular, 70 

Water calorimeter, 232 
density of, 183, 188 
dilatation of, 184 
equivalent, 233 
specific heat of, 219, 313 
Weight tiiermomcter, 107, 180, 182 
Wells, temperature in, 110 
Wo^, from unequally heated body, 
704 

gra[»hic representation of, 91 
.J-rays, 64, 78 

Zero, absolute, 686, 783, 785 
lowering of, 115 
* of Fahrenheit’s scale, 103 
secular rise of, 114 
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Aniaury, 316 • 
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661 
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Angstrom, A. J., 596, 635 
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